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Chapter  XVII. 

TANTALUM. 


Hatcliett.     Crell  Ann.  1802,  1,  107;  also  Scher.  J.  9,  3G3;  also  Gilb,  11, 

120.— Further:  Crell  Ann.  1802,  1,  257  &  352. 
Ekeberg.     Schr,  J,  9,  597;  also  CreU.  Ann,  1803,  1. 
Wollaston.     Sckw.  1,  520;  also  OUb,  37,  08. 
Gabn,  Berzelius  &  E^gertz.     Schw.  16,  437. 
Berzelius.     Pogg,  4,  6. 

Wohler.     Pogg.  48,  91;  also  Ann.  Pharm.  31,  120. 
H.  Rose.     Pogg.  63,  307  and  693;  69, 118;  alsoiV.  Ann.  Chim.  Phys.  13, 

and  350;  19,  165. 


Sykonymes:  Colunibium,  Tantale,  Tantal, 

History. — Discovered  by  Hatcbett,  in  1801,  as  Oolumhium,  in  an  Ame- 
rican mineral,  and  by  Ekeberg  in  1802  as  Tantalum,  in  two  Swedish 
minerals.  Wollaston,  in  1800,  pointed  out  the  identity  of  these  two 
metals.  3erzelius,  in  1824,  prepared  pure  metallic  tantalum  and  many 
of  its  compounds  previously  unknown.  IT  In  1846,  H.  Rose  discovered 
that  the  metal  hitherto  called  tantalum  and  regarded  as  a  simple  substance, 
is  really  a  mixture  of  at  least  two  different  metals,  and  in  some  cases 
probably  of  three.  The  name  of  tantalum  is  retained  for  one  of  the  three 
allied  metals,  and  the  other  two  have  received  the  names  of  Niobium  and 
Pelopium.  The  following  details,  therefore,  excepting  where  otherwise 
expressly  indicated,  must  be  understood  to  refer  to  tantalum  as  it  was 
understood  previous  to  Rose's  investigations.  IT 

Sources. — As  tantalic  acid  (rarely  tantalous  acid)  in  combination  with 
various  salifiable  bases  in  Tantalite,  Yttro-tantalite,  Euxenite,  Fergusonite, 
Pyrochlore,  and  Urano-tantalite.  {Vid.  Niobium  and  Pelopium,  p.  15.) 

Preparation  and  Prope^iies. — 1.  Anhydrous  fluoride  of  tantalum  and 
potassium  is  heated  with  potassium,  and  the  fluoride  of  potassium,  which 
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2  TANTALUM. 

is  produced  with  incandescence,  dissolved  out  by  waier. — ^Black,  heavy 
powder,  which  becomes  iron-grey  under  the  bumisbing  st^el;  it  does  not 
conduct  electricity,  or  at  least  with  great  difficulty,  probably  in  conse- 
quence of  its  pulverulent  state.    Very  refractory  in  the  fire.  (Berzelius.) 

2.  When  tautalic  acid  is  heated  in  a  charcoal  crucible  in  a  blast-furnace, 
tantalous  acid  is  formed,  surrounded  with  a  thin,  yellowish  stratum  of 
reduced  tantalum,  having  a  faint  metallic  lustre;  this  stratum  conducts 
electricity  veTj  well,  and  when  polished  with  agate,  acquires  a  high 
metallic  lustre  and  a  more  decided  iron-grey  colour.  (Berzelius,  Lehrhuch,) 

3.  Children  {Schw.  16,  365),  by  exposing  tautalic  acid  to  the  influence 
of  his  powerful  voltaic  battery,  obtained  very  brittle  granules  of  a  red- 
dish yellow  colour. 

H  4.  By  passing  dry  ammoniacal  gas  over  chloride  of  tantalum  ignited 
in  a  tube.  (Rose,  Fogg,  69,  115.) 

The  tantalum  prepared  by  the  first  and  fourth  methods  takes  fire 
in  the  air  at  a  lower  temperature  than  that  obtained  by  the  second.  (Ber- 
zelius.) IT 

Compounds  of  Tantalum, 

Tantalum  and  Oxygen. 

A.  Tantalous  Acid.    TaO'. 

Oxide  of  Tantalum. — Occurs  in  the  form  of  tantalite  of  protoxide  of 
iron,  in  the  Tantalite  of  Kimito. 

Preparation, — Ignited  tantalio  acid  is  pressed  into  a  cavity  not  larger 
than  a  quill,  made  in  the  middle  of  a  charcoal  crucible,  and  ignited  for  an 
hour  in  the  strongest  heat  of  a  blast-furnace.  A  trace  of  metallic  tan- 
talum is  produced  on  the  surface  only. 

Properties. — Un fused,  porous,  dark  grey  mass,  having  the  form  of  the 
bore,  only  more  contracted.  When  rubbed  on  the  whetstone,  it  acquires 
a  metallic  steel-grey  colour.  It  scratches  glass  and  yields  a  dark  brown 
powder,  destitute  of  metallic  lustre;  it  is  a  non-conductor  of  electricity. 
(Gahn,  Berzelius  &  Eggertz.)  Ekeberg,  by  exposing  oxide  of  tantalum 
to  a  white  heat  in  a  charcoal  crucible,  obtaiued  a  moderately  hard, 
blackish  grey  mass,  having  somewhat  of  the  metallic  lustre;  Hatchett 
obtained  a  black  powder. 

Berzelius. 

Ta  185        ....        92-04        9202 

20 16        ....  7-96        7-98 


Ta03  201         ....       10000        10000 

(TaO  «=  1153-72  +  100  «  1253-72.    BeraeUus.) 

Tantalous  acid  is  not  reduced  when  treated  with  zinc  and  aqueous  hydro- 
chloric acid,  after  ignition;  that  which  contains  sulphuric  acid  and  has 
been  previously  dried,  becomes  blue,  without  being  dissolved;  but  if  moist 
it  dissolves,  yielding  first  a  fine  blue  and  afterwards  a  dark  brown  solu- 
tion (hydrochlorate  of  tantalous  acid?).  Ammonia  added  to  this  solution 
precipitates  dark  brown  flakes  (of  hydrated  tantalous  acid?),  which  again 
become  white  on  exposure  to  the  air.  (Wohlcr.) 
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B.  Tantalic  Acid.     TaO'. 


Oxide  of  Tantalum,  Tantaloxyd,  Tantalerde,  Acide  Tantalignie,  Oxyde  dc 

TarUaXe. 

Formation. — 1.  Tantalum  prepared  by  the  first  method^  takes  fire  in 
the  air  at  a  temperature  considerably  below  redness,  and  bums  with  great 
splendour,  yielding  pure  tantalic  acid.  When  fused  with  hydrate  or  car< 
bonate  of  potash,  it  decomposes  the  water  or  carbonic  acid  and  forms 
tantalate  of  potash.  It  dissolves  in  aqueous  hydrofluoric  acid,  with  rise 
of  temperature  and  eyolution  of  hydrogen  gas;  and  yery  rapidly  in  a  mix- 
ture of  hydrofluoric  and  nitric  acids.  Nitric  acid,  after  long  boiling, 
dissolves  only  a  trace;  boiling  oil  of  vitriol  behayes  in  a  similar  manner, 
and  its  action  is  increased  by  the  addition  of  nitric  acid.  Hydrochloric 
acid  or  nitric  acid  alone,  and  solution  of  caustic  potash,  haye  no  action  on 
the  metal.  (Berzelius.) 

2.  Tantalous  acid  does  not  absorb  oxygen  in  the  air  at  ordinary  tem- 
peratures; the  peculiar  odour  which  it  evolves  in  a  moist  atmosphere, 
arises  from  the  presence  of  a  small  quantity  of  manganese.  When 
heated  to  redness  it  becomes  incandescent  and  remains  so,  provided  the 
temperature  be  kept  up,  till  the  whole  is  converted  into  greyish  white 
tantalic  acid;  during  this  proc^ess,  it  absorbs  from  3*5  to  4*2  per  cent,  of 
oxygen.  Ignited  with  potash  or  nitre,  it  yields  tantalate  of  potash;  in 
the  latter  case  a  slight  explosion  occurs.  It  is  not  aflected  by  hydro- 
chloric acid,  aqua-regia,  hydrofluoric  acid,  or  a  mixture  of  hydrofluoric 
and  nitric  acids.  (Gahn,  Berzelius  &  Eggertz.)  ^ 

Preparation, — 1 .  Levigated  tantalite  is  fused  with  2  parts  of  hydrate 
of  potash;  the  resulting  mass  dissolved  in  hot  water;  and  the  nltered 
solution  supersaturated  with  hydrochloric  or  nitric  acid;  the  hydrated 
tantalic  acid  is  then  precipitated  (though  not  entirely:  Berzelius)  in  white 
flakes,  which  are  purified  by  washing  with  water.  (Ekeberg.) — 2.  One 
part  of  tantalite  is  ignited  with  5  parts  of  carbonate  of  potash  and  2  parts 
of  borax,  and  the  fused  mass  digested  in  water  and  supersaturated  with 
hydrochloric  acid;  hydrated  tantalic  acid  then  remains,  and  must  be  well 
washed  with  pure  water.  (Wollaston.) — 3.  A  mixture  of  one  part  of  finely 
divided  tantalite  and  from  6  to  8  parts  of  bisulphate  of  potash  is  heated 
to  redness  in  a  platinum  crucible,  till  the  whole  fuses  to  a  perfectly  clear 
liquid,  and  no  undissolved  matter  can  be  obseryed  at  the  bottom  of  the 
crucible.  The  mass,  when  cold,  is  reduced  to  powder,  and  repeatedly 
boiled  with  fresh  quantities  of  water,  till  no  more  sulphate  of  potash,  iron, 
or  manganese  is  dissolyed;  the  undissolyed  hydrate  of  tantalic  acid  con- 
taining sesquioxide  of  iron,  binoxide  of  tin,  and  tungstic  acid,  is  digested 
with  bihydrosulphate  of  ammonia,  which  remoyes  the  two  latter  sub- 
stances, and  converts  the  ferric  oxide  into  ferrous  hydrosulphate ;  the 
liquid  is  then  filtered;  and  the  insoluble  tantalic  acid  washed  with  water 
containing  bihydrosulphate  of  ammonia.  The  washed  residue  is  boiled  with 
concentrated  hydrochloric  acid  till  its  green  colour  is  changed  to  white;  the 
hydrochloric  acid  poured  off;  and  the  hydrated  tantalic  acid  washed  with 
boiling  water.  (Berzelius.) — The  hydrate  prepared  by  either  of  these  pro- 
cesses may  be  converted  into  pure  tantalic  acid  by  ignition. — To  obtain  it 
as  free  as  possible  from  silica,  the  hydrate  must  be  dissolved  in  aqueous 
hydrofluoric  acid;  the  filtered  solution  mixed  with  sulphuric  acid  and 
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evaporated  to  dryness ;  and  the  residne  ignited  as  long  as  it  loses  weight; 
the  whole  of  the  silica  is  then  expelled  in  the  form  of  gaseous  fluoride  of 
silicium.  (Berzelius.) 

Properties,  White  infusible  powder;  fixed  in  the  fire,  tasteless  and 
inodorous;  does  not  redden  litmus;  specific  gravity  =  6-5,  (Ekoherg.) 
Assumes  a  lemon-yellow  colour  every  time  it  is  heated.  (Wiihler.)  IT  The 
specific  gravity  of  tantalic  acid  varies  considerably,  according  to  the  tem- 
perature to  which  it  has  been  exposed,  and  also  according  to  its  molecular 
condition.  The  specific  gravity  of  the  amorphous  acid,  prepared  from  the 
chloride  and  heated  to  the  point  of  incandescence  over  a  spirit-lamp,  is 
7*280;  that  of  the  crystallized  acid  [obtained  by  precipitation  ?1  is  = 
7'284.  On  exposing  these  acids  to  the  heat  of  a  strong  charcoal  fire  for 
four  hours,  the  specific  gravity  increased  to  7*851,  and  in  one  instance  to 
7  9944;  but  when  they  were  ignited  in  a  porcelain- furnace,  the  specific 
gravity  was  reduced  to  7*783,  the  acid  remaining  unchanged  in  appear- 
ance. Specific  gravity  of  tantalic  acid  obtained  from  the  Ytterby  tantalite 
=  7*43.  The  greatest  and  the  least  observed  specific  gravities  of  tantalic 
acid  are  respectively,  8*264  and  7*022. 


1^ 

30    

185     .. 

24     .. 

88-51 
11-49 

Berselius. 
88487 
11-513 

TaO» 

209     .. 

..     100-00 

100-000 

Ta20»=2  .  1153-72  +  3  .  100=  2607'44.  (Berzelius.) 

Decompositions,  In  the  circuit  of  a  powerful  voltaic  battery,  tantalic 
acid  is  reduced  to  the  metallic  state.  TChildren.^ — 2.  When  exposed  to  a 
white  heat  in  contact  with  charcoal,  it  is  partly  reduced  to  the  metallic 
state,  and  partly  to  tantalons  acid;  by  passing  hydrogen  gas  over  tantalic 
acid  heated  to  redness  in  a  tube,  it  is  converted,  though  with  a  scarcely 
perceptible  loss  of  weight,  into  a  grey  (bluish-black:  Wohler)  oxide, 
which,  when  ignited  in  the  air,  again  becomes  white.  (Gahn,  Berzelius  & 
Eggertz.)  Probably  a  mixture  of  tantalic  with  tantalous  acid.  (Wohler.) 
— 3.  By  ignition  with  bisulphide  of  carbon,  tantalic  acid  is  converted  into 
sulphide  of  tantalum,  carbonic  oxide,  and  free  sulphur:  TaO'  +  3CS'  = 
TaS'  +  3CO-|-3S. — 4.  Heated  with  hydrofluoric  acid,  it  yields  fluoride  of 
tantalum.  IT  5,  Tantalic  acid  remains  colourless  when  ignited  in  an  atmo- 
sphere of  hydrogen  or  hydrosulphuric  acid  gas,  but  when  ignited  in  a 
current  of  ammoniacal  gas,  it  turns  grey  and  yields  a  small  quantity  of 
water.  (Rose.)  IT 

Comhiiiations.  a.  With  Water: — Hydrated  Tantalic  Acid. — Ob- 
tained by  precipitating  a  solution  of  tantalate  of  potash  in  water  by 
hydrochloric  acid,  and  washing  the  precipitate  with  hot  water,  till  it 
passes  through  the  filter  free  from  hydrochloric  acid.  Snow-white,  bulky 
precipitate,  which  reddens  litmus-paper  when  laid  on  it  in  a  moist  state, 
and  becomes  orange-coloured  when  treated  with  infusion  of  galls.  (Gahn^ 
Berzelius  &  Eggeiiz.) 


TaO» 
31IO 


Calculation. 
209        ....        88'5G 
27        ....         11-44 


Gahn,  Berzelius  &  Eggertz. 
88-83    to     89-5 
1117     ..     10-5 


TaO»,3HO 236 


10000 


10000 


» 


100-0 


"When  heated  in  a  retort,  it  evolves  water  which  is  neutral  to  test- 
paper,  and  leaves  the  pure  acid  behind  (Gahn,  Berzelius  k  Eggertz); 
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according  to  Berzelms^  an  emission  of  light  is  sometimes  observed  during 
this  process.     Becomes  phosphorescent  by  ignition.  (Rose.) 

h.  With  Acids : — Tantalic  acid,  aft«r  ignition,  is  (according  to  Berze- 
lius)  insoluble  in  all  acids,  unless  it  has  been  again  fused  with  potash  or 
bisulphate  of  potash.  The  hydrated  acid  dissolves  abundantly  in  hydro- 
fluoric acid  and  acid  oxalate  of  potash — slightly  in  sulphuric  and  hydro-* 
chloric  acid — and  not  at  all,  or  in  very  small  quantity,  in  nitric,  oxalic, 
tartaric,  citric,  acetic,  or  succinic  acid,  or  in  cream  of  tartar.  (Qahn, 
Berzelius  &  Eggertz.)  These  solutions  are  colourless;  some  of  them  yield 
a  precipitate  on  the  addition  of  water;  others  form  a  white  opaque  jelly 
with  concentrated  aqueous  solution  of  phosphoric  acid.  Alkaline  carbo- 
nates and  hydrosulphates  disengage  carbonic  acid  or  sulphuretted  hydro- 
gen, and  throw  down  white  flakes  of  hydrated  tantalic  acid.  Ferrocyanide 
of  potassium  communicates  a  yellow  colour  to  a  solution  of  tantalic  acid 
in  acid  oxalate  of  potash.  Infusion  of  galls,  provided  the  solution  does 
not  contain  too  large  an  excess  of  acid,  produces  an  orange  colour,  and 
when  added  in  larger  quantity,  a  precipitate  of  the  same  colour.  T  This 
precipitate  is  not  produced  in  the  presence  of  non-volatile  organic  acids, 
and  is  moreover  redissolved  by  caustic  alkalis.  (Rose.)  IT  Zinc  gives  a 
white  precipitate. 

c.  With  Salifiable  Bases,  forming  the  Tantalatbs.  Tantalic  acid  has 
a  greater  affinity  for  bases,  and  especially  for  the  fixed  alkalis,  than  for 
acids.  It  yields  with  them  soluble  and  insoluble  compounds,  both  in  the 
wet  and  in  the  dry  way.  The  stronger  acids  throw  down  hydrated 
tantalic  acid  from  solutions  of  its  salts,  in  the  form  of  a  milk-white 
precipitate  which  is  characterized  by  its  insolubility  in  acids  and  by  not 
imparting  a  colour  to  fluxes  before  the  blowpipe.  Tincture  of  galls  throws 
down  an  orange-coloured  precipitate  from  an  alkaline  (acid,  Bose)  solution 
of  tantalic  acid,  provided  the  alkali  is  not  in  very  great  excess.  Hydro- 
sulphate  of  potash  and  ferrocyanide  of  potassium  do  not  produce  any 
precipitate. 

IT  Alkaline  tantalates  are  completely  precipitated  by  chloride  of 
ammonium  and  sulphate  of  ammonia  at  ordinary  temperatures.  The 
precipitate  is  an  acid  salt,  containing  both  fixed  alkali  and  ammonia. 
The  precipitate  produced  in  alkaline  tantalates  by  hydrochloric  acid, 
redissolves  in  an  excess  of  the  acid,  forming  an  opalescent  solution  which 
is  but  partially  precipitated  by  sulphuric  acid,  even  on  boiling.  The 
alkaline  salts  are  decomposed  by  a  current  of  carbonic  acid;  hence  a 
neutral  solution  of  tantalate  of  soda  becomes  turbid  on  exposure  to  the 
air.  Tantalate  of  soda  acidulated  with  sulphuric  acid  yields  a  yellow 
flocculent  precipitate  with  ferrocyanide  of  potassium,  and  a  white  precipi- 
tate with  the  ferricyanide :  the  former  is  slightly  soluble  in  a  large  quan- 
tity of  hydrochloric  acid.  When  a  solution  of  tantalate  of  soda  is  mixed 
with  an  acid,  and  a  piece  of  zinc  is  plunged  into  it,  a  white  precipitate  of 
.  tantalic  acid  is  formed  after  some  time.  The  insolubility  of  tantalate  of 
soda  in  excess  of  caustic  soda  or  carbonate  of  soda,  and  consequently 
the  fact  that  a  strong  solution  of  this  salt  is  precipitated  on  the  addition 
of  either  of  these  reagents,  is  a  character  which  distinguishes  this  acid 
from  all  others  (excepting  niobic  and  pelopic  acid),  more  especially  from 
tungstic  acid,  which  it  otherwise  much  resembles.  (Rose.)  T 

Tantalum  and  Boron. 

Borate  of  Tantaltc  Acid.  —  Tantalic  acid  dissolves  in  melted 
boracic  acid,  yielding  a  colourless  glass.  (Ekeberg.) 


Q  TANTALUM. 


'Tantalum  and  Phobphobus, 

Phosphide  of  Tantalum  has  not  yet  been  prepared. 

PuosPHATE  OP  T  ANT  A  Lie  AciD. — a.  Tantalic  acid  fuses  with  phos- 
phoric acid,  forming  a  colourless  glass  (blue,  when  tungstic  acid  is  present). 
^Ekeberg.) 

h,  A  concentrated  aqueous  solution  of  phosphoric  acid  added  to  a 
solution  of  tantalic  acid  in  sulphuric  or  hydrochloric  acid,  causes  the 
separation  of  a  white,  opaque  jelly.  (Tb^nard.) 

Tantalum  and  Sulphub. 

A.  Sulphide  of  Tantalum. — 1.  Tantalum  heated  in  sulphur-vapour 
takes  fire  at  a  temperature  approaching  redness,  and  bums  with  great 
rapidity,  forming  sulphide  of  tantalum.  (Berzclius.) — 2.  Vapour  of  bisul^ 
phide  of  carbon  is  passed  over  tantalic  acid  at  a  white  heat--as  in  the 
preparation  of  sulphide  of  titanium  (p.  477).  (H.  Rose,  G'db,  73,  139.) 
No  sulphide  of  tantalum  is  produced  by  igniting  tantalum  with  sulphur; 
or  by  igniting  tantalic  acid  with  sulphur  or  cinuabar,  or  in  a  current  of 
hydrosulphuric  acid  gas.  (Qahn,  Berzelius  &  Eggertz.)  Tantalic  acid  is 
hot  decomposed,  either  in  the  dry  or  wet  way,  by  sulphide  of  potassium. 
(Berzelius,) 

Grey,  smooth,  fine-grained  mass,  which  can  be  compressed  into  steel* 
grey  lumps,  having  a  metallic  lustre,  resembling  graphite  in  appearance, 
and  conducting  electricity.  (Rose,  Berzelius.) 

According  to  Berzelius, 

Ta 185         79-40 

3S 48         20-60 


TaS»  233         100*00 

Sulphide  of  tantalum,  when  heated  in  the  air  to  incipient  redness, 
bums  with  a  bluidh,  sulphurous  fiame,  and  is  converted  into  tantalic  acid, 
the  sulphur  being  driven  out  and  replaced  by  oxygen.  A  portion  of 
sulphuric  acid,  however,  is  so  strongly  retained  by  the  tantalic  acid,  that 
it  can  scarcely  be  got  rid  of,  except  by  ignition  with  carbonate  of  animo-> 
nia.  100  parts  of  sulphide  of  tantalum  yield  from  8.9*6  to  89*743  parts 
of  tantalic  acid.  Sulphide  of  tantalum  nised  with  hydrate  of  potash  in 
a  close  vessel,  dissolves,  and  forms  a  yellowish  red  mixture  of  tantalate 
of  potash  with  double  sulphide  of  tantalum  and  potassium,  translucent 
and  greenish  blue  at  the  edges.  On  the  addition  of  water,  this  substance 
immediately  becomes  black,  in  consequence  of  the  reproduction  of  sulphide 
of  tantalum,  the  whole  of  the  potash  being  dissolved  in  the  free  state  by 
the  water.  The  sulphide  of  tantalum  [hydrated  )j  thus  precipitated,  is  a 
black  powder,  which  appears  dark  greenish  blue  by  transmitted  light. 
When  not  protected  from  the  air,  it  oxidizes  in  a  few  hours,  and  is  con- 
verted into  white  tantalic  acid.  When  chlorine  gas  is  passed  over  sul- 
phide of  tantalum  at  ordinary  temperatures,  the  sulphide  becomes  heated 
in  the  course  of  two  hours,  and  is  converted,  without  incandescence,  into 
chloride  of  tantalum  and  chloride  of  sulphur.  The  decomposition  is  faci- 
litated by  heat.  A  mixture  of  hydrofluoric  and  nitric  acids  dissolves 
sulphide  of  tantalum,  leaving  a  residue  of  sulphur;  boiling  aqua-regia 
eoQveits  it  into  sulphuric  acid  and  tantalic  acid,  the  latter  of  which 
remains  almost  wholly  undissolved.     Sulphuric  acid,  hydrochloric  acid, 
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bjdroflaorio  soid,   nitric  acid,  and  caustic  potash^  have  no  action  on 
snlphlde  of  tantalum.  (Berzelius.) 

B.  SuLPHATB  OP  Tantalic  Acid. — a.  Basic  Sulphate, — ^Water  added 
to  the  solution  b,  precipitates  tantalic  acid,  which  obstinately  retains  a 
portion  of  the  sulphuric  acid,  and  parts  with  it  only  on  ignition  — more 
readily  however  on  the  addition  of  carbonate  of  ammonia.  The  same 
compound  remains  when  sulphide  of  tantalum  is  burned.  (Berzelius.)  It 
likewise  separates  from  a  fused  mixture  of  tantalic  acid  and  bisulphate  of 
potash  on  the  addition  of  water.  It  is  soluble,  while  moist,  in  hydrochloric 
acid  and  solution  of  potash.  (Wohler.) 

h.  Acid  JSiUphate. — Hydrated  tantolic  acid  dissolves  sparingly  in  oil 
of  vitriol.     From  this  solution  water  precipitates  the  compound  a. 

Tantalum  and  Chlorine. 

A.  Chloribb  of  TANTALUM.--TaCP. — Tantalum  heated  in  chlorine 
gas  burns  with  great  rapidity,  producing  a  dark  yellow  vapour  which 
condenses  to  a  yellowish  white,  amorphous  powder.  This  compound  is 
also  obtained  by  gently  heating  the  mixture  of  chloride  of  sulphur  and 
chloride  of  titanium — ^formed  by  the  action  of  chlorine  on  sulphide  of 
tantalnm  (see  above) — till  the  chloride  of  sulphur  is  volatilized.  Chloride 
of  tantalum  is  resolved  by  water,  with  violent  hissing  and  evolution  of 
heat,  into  insoluble,  translucent  tantalic  acid  and  aqueous  hydrochloric  acid, 
which  retains  but  a  Mmall  portion  of  tantalic  acid  in  solution.  (Ber- 
zelius.) If  Volatilizes  at  144°;  fuses  at  221°.  Treated  with  concen- 
trated sulphuric  acid  at  ordinary  or  at  slightlv  elevated  temperatures,  it 
dissolves  and  forms  an  opalescent  solution,  which,  when  boiled,  becomes 
very  turbid,  and  on  cooling,  yields  a  white  opalescent  jelly,  insoluble  in 
acidulated  water.  Dissolves  in  hydrochloric  acid  at  ordinary  tempera- 
tures, yielding  a  cloudy  solution,  which;  after  some  time,  forms  a  tolerably 
firm  jelly.  On  treating  this  substance  with  water,  traces  of  tantalic  acid 
dissolve,  and  are  not  thrown  down  by  boiling.  Boiling  hydrochloric  acid 
does  not  dissolve  it  completely,  but  the  solution  does  not  gelatinize  on 
cooling;  if  water  be  now  added,  an  opalescent  solution  is  formed,  which 
may  be  boiled  without  further  change;  sulphuric  acid,  even  at  ordinary 
temperatures,  produced  after  some  time  a  voluminous  precipitate.  Chloride 
of  tantalum  is  not  completely  decomposed  by  boiling  water;  but  water 
containing  a  small  quantity  of  ammonia  decomposes  it  perfectly  at  ordi- 
nary temperatures,  the  acid  separating  in  flakes  which  are  readily  collected 
on  a  filter.  Solution  of  potash  does  not  dissolve  it  completely;  solution 
of  carbonate  of  potash  leaves  it  untouched,  even  on  boiling.  It  does  not 
blacken  when  exposed  to  a  current  of  hydrosulphuric  acid  gaa  at  ordinary 
temperatures,  but  when  heated  in  the  gas,  it  evolves  hydrochloric  acid  and 
is  converted  into  sulphide  of  tantalum.  (Rose.)  IT 

B.  Tantalatb  op  Terchloridb  op  Tantalum? — When  dry  chlorine 
gas  is  passed  over  an  ignited  mixture  of  tantalic  acid  and  charcoal,  a  white 
sublimate  is  obtained,  which  fumes  slightly  in  the  air,  and  is  converted  by 
heat  into  a  colourless  vapour  which  condenses  to  a  concentric,  fibrous, 
silky  mass.  Sometimes  the  sublimate  fuses  partially  on  the  application 
of  heat,  in  which  case  it  yields  a  yellow  vapour,  as  though  it  contained 
an  excess  of  chloride  of  tantalum :  this  is  probably  caused  by  the  use  of 
a  larger  quantity  of  charcoal.  The  compound  is  decomposed  by  wat^r 
with  disengagement  of  heat  and  separation  of  gelatinous  tantalic  acid 
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containing  hydrocliloric  acid ;  with  hydrochloric  acid,  on  the  contrary,  it 
forms  a  clear  solution.  (Wohler.) 

C.  Htdrochlorate  op  Tantaltc  Acid.— 1.  Prepared  by  boiling 
hydrated  tantalic  acid  with  aqueous  hydrochloric  acid. — 2.  By  mixing 
chloride  of  tantalum  with  water. — 3.  By  dissolving  B  in  hydrochloric 
acid.  The  solution  is  not  rendered  cloudy  by  water.  On  evaporation , 
it  deposits  the  tantalic  acid  in  the  translucent  state.  The  solution  obtained 
by  the  third  method  is  not  clouded  by  boiling,  except  when  concentrated; 
and  in  that  case  it  again  becomes  clear  on  the  addition  of  water;  sulphuric 
acid,  even  at  ordinary  temperatures,  precipitates  nearly  all  the  tantalic 
acid.  (Wbhler.) 

The  tantalic  acid  containing  sulphuric  acid  (p.  7,  B,  a.)  dissolves 
with  tolerable  facility  in  concentrated  hydrochloric  acid,  and  in  large 
quantity  after  long  digestion.  This  solution,  when  diluted  with  water, 
becomes  turbid  on  boiling,  and  gives  a  white  precipitate  of  tantalic  acid 
containing  sulphuric  acid.  By  sulphuric  acid  also  and  its  salts,  the 
tantalic  acid  is  almost  wholly  precipitated  from  the  solution,  in  combi- 
nation with  a  small  quantity  of  sulphuric  acid,  in  the  form  of  a  heavy, 
milk-white  precipitate :  the  precipitation  is  immediate  if  the  liquid  is  hot 
or  concentrated ;  gradual  when  it  is  cold  and  dilute.  (W&hler.) 

Whereas  pure  chloride  of  tantalum  is  decomposed  by  water,  depositing 
the  greater  part  of  the  tantalic  acid,  chloride  of  tantalum  mixed  with 
chloride  of  sulphur  (as  it  is  obtained  in  the  decomposition  of  sulphide  of 
tantalum  by  chlorine)  dissolves  completely  in  water,  with  the  exception 
of  a  small  quantity  of  sulphur  which  is  set  free.  The  solution  is,  how- 
ever, rendered  turbid  by  heat,  and  deposits  gelatinous  tantalic  acid  on 
evaporation.  (Berzelius.)  [The  sulphuric  acid  produced  from  the  chlo- 
ride of  sulphur,  is  probably  the  cause  of  this  difference  of  behaviour  in 
the  chlorine  compound.] 

Tantalum  and  Fluorine. 

A.  Fluoride  op  Tantalum. — Formed  by  evaporating  acid  hydro- 
fluate  of  tantalic  acid  to  dryness.  White,  opaque,  amorphous  mass, 
which  is  neither  volatilized  nor  decomposed  at  a  red  heat.  By  water,  it 
is  resolved  into  acid  hydrofluate  of  tantalic  acid  which  dissolves,  and 
insoluble  tantalic  acid  which  retains  a  portion  of  hydrofluoric  acid.  It 
unites  with  other  metallic  fluorides,  forming  Tantalo-Fluorides,  which 
are  permanent  in  the  fire,  but  when  treated  with  hot  water,  have  a  ten- 
dency to  be  resolved  into  a  white,  insoluble  powder  containing  excess  of 
tantalic  acid,  and  a  solution  containing  a  larger  proportion  of  acid.  (Ber- 
zelius.) 

B.  Basic  hydrofluate  op  Tantalic  Acid. — a.  Ignited  tantalic 
acid  is  disintegrated  by  aqueous  hydrofluoric  acid,  but  not  dissolved ;  it 
likewise  absorbs  a  portion  of  the  hydrofluoric  acid,  which  it  evolves  again 
on  ignition.  (Berzelius.)  b.  The  precipitate  produced  by  the  action  of 
water  on  fluoride  of  tantalum. 

C.  Acid  hydrofluate  op  Tantalic  Acid. — Hydrojluotantalic  Acid. 
It  appears  to  be  as  yet  undecided  whether  this  compound  is  ietra- 
hydrofixuUe  of  tantalic  acid  =  TaO',  4HF,  (or  supposing  3H0  to  be 
separated,  =  TaF*,  HF);  or  whether  it  is  penfa-kydrq/iuate  of  tantalic 
acid  =  TaO',  5HF  (or,  subtracting  3H0,  =  TaF^  2HF).    Hydrated  tan- 
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talic  acid,  prepared  according  to  the  third  method  (p.  3),  dissolvetf 
instantly  in  aqueous  hydrofluoric  acid.  Any  tantalite  which  may  have 
remainea  undecomposed^  or  any  portion  of  tantalic  acid,  which,  though 
it  has  given  up  its  protoxide  of  iron  to  tlie  bisulphate  of  potash,  has 
not  itself  been  dissolved — is  left  behind.  The  clear  solution,  evapo- 
rated spontaneously  at  first,  and  afterwards  at  a  temperature  of  30% 
deposits  crystals  of  acid  hydrofluate  of  tantalic  acid,  together  with  fluo- 
ride of  tantalum  formed  on  the  edge  of  the  basin  by  the  volatilization  of 
the  excess  of  hydrofluoric  acid.  The  crystals,  by  mere  efilorescence  in  the 
air — whereby  they  lose  hydrofluoric  acid  and  water — are  converted  into 
fluoride  of  tantalum;  this  change  is  produced  more  rapidly  by  heat. 
The  salt,  when  recently  prepared,  dissolves  in  water  without  decomposi- 
tion. (Berzelius.) 

Tantalum  and  NixucaEN. 

A.  Tantalate  of  Ammonia. — Hydrated  tantalic  acid  digested  with 
ammonia,  forms  with  a  portion  of  that  substance,  an  insoluble  compound 
which  does  not  redden  litmus  paper,  and,  when  heated  or  exposed  to 
the  air  for  a  long  time,  again  evolves  the  ammonia.  With  salts  of  the 
earths  or  of  the  heavy  metallic  oxides,  this  compound  yields,  by  an 
Interchange  of  elements,  a  tantalate  of  the  earth  or  of  the  metallic 
oxide.  (Gahn,  Berzelius  &  Eggertz.)  When  a  potash-solution  of  tantalic 
acid  containing  sulphuric  acid,  is  mixed  with  excess  of  sal-ammoniac, 
a  precipitate  of  tantalate  of  ammonia  is  obtained,  which,  when  ignited 
out  of  contact  of  air,  leaves  bluish-black  tantalic  acid.  (Wohler.) 

B.  In  carbonate  of  ammonia,  tantalic  acid  is  but  very  sparingly  soluble. 
(Berzelius,  Lekrhuch,) 

C.  Fluoride  op  Tantalum  with  Hydrofluate  of  Amaionia,  or- 
Fluoride  qf  Tantalum  and  Ammonium. — According  to  Berzelius, 
this  compound  consists  of  NH*F,  TaF^.  Acid  hydrofluate  of  tantalic  acid 
is  mixed  with  ammonia  till  a  permanent  precipitate  begins  to  appear,  and 
the  mixture  is  then  evaporated  to  a  small  bulk.  Scaly  crystals.  This 
compound,  when  heated  in  a  platinum  vessel,  evolves  a  sublimate  of 
hydrofluate  of  ammonia,  together  with  a  trace  of  fluoride  of  tantalum ; 
while  the  residue  consists  of  pure  fluoride  of  tantalum.  With  water  it 
roadily  forms  an  acid  solution  and  deposits  a  white  powder;  the  liquid 
on  being  boiled,  deposits  an  additional  quantity  of  powder.  (Berzelius.) 

Tantalum  and  Potassium. 

A.  Tantalate  op  Potash. — Tantalic  acid  fuses  with  hydrate  of 
potash ;  it  likewise  expels  carbonic  acid — ^by  fusion,  but  not  in  the  wet 
way — from  carbonate  of  potash.  (Berzelius.)  If  the  mass  is  allowed  to 
cool  before  the  decomposition  is  complete,  the  solidified  crust  is  broken 
by  the  carbonic  acid  disengaged  from  the  interior,  just  as  in  the  case 
of  titanate  of  potash  (III.,  484.)  (H.  Rose.)  Hydrated  tantalic  acid  is 
soluble  in  solution  of  caustic  potash.  Sulpho-tantalic  acid  while  yet 
moist  likewise  dissolves  readily  and  in  large  quantity  in  solution  of 
potash.  (Wohler.)  The  fused  compound  is  opaque  when  it  contains 
an  excess  of  tantalic  acid;  but  when  the  potash  is  in  excess,  it  has  a 
vitreous  aspect,  and  is  perfectly  soluble  in  pure  water:  it  does  not, 
however,  dissolve  at  ordinary  temperatures  in  water  containing  carbonate 
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of  potash.  Acoordingly  when  tantalic  acid  is  fused  with  excess  of  car- 
bonate  of  potash,  the  greater  part  of  the  undecomposed  carbonate  of 
potash  may  be  separated  by  means  uf  cold  water;  the  residue,  after  being 
washed  with  cold  water,  is  then  dissolved  in  boiling  water  and  evapo* 
rated  out  of  contact  of  air.  A  non-crystalline  residue  remains,  having  n 
slightly  metallic  and  unpleasant  taste.  From  an  aqueous  solution  of  the 
9>bove  salt,  all  acids,  including  even  the  carbonic  acid  in  the  air,  precipi- 
tate tantalic  acid-  (Berzelius.)  From  a  solution  of  sulpho-tantalio  acid 
in  caustic  potash,  sal  ammoniac  precipitates  the  tantalic  acid,  though  not 
completely,  in  the  form  of  tantalate  of  ammonia.  (Wohler.)  IT  Tantalic 
acid  when  fused  with  carbonate  of  potash,  yields  a  double  salt  of  tantalate 
9;nd  carbonate  of  potash;  but  the  solution  deposits  after  some  time,  or 
on  evaporation,  a  large  quantity  of  acid  tantalate  of  potash.  Generally, 
when  tantalic  acid  is  fused  with  carbonate  of  potash,  and  the  fused  mass 
digested  in  water,  the  greater  part  of  the  acid  remains  undissolved  in  the 
form  of  acid  tantalate.     (Rose.)  T 

B.  Sulphate  op  Tantalic  Acid  and  Potash. — Prepared  by  fusing 
tantalic  acid  with  bisulphate  of  potash.  The  compound  is  decomposed  by 
water,  which  leaves  hydrated  tantalic  acid  undissolved.  (Berzelius.) 


C.  Fluoride  op  Tantalum  and  Potassium. — a.  With  a  smaller 
proportion  of  tantalum.  Acid  hydrofluate  of  tantalic  acid  is  mixed  hot 
with  potash  till  a  precipitate  begins  to  separate;  or  a  solution  of  bihydro- 
fiuate  of  potash  is  heated  with  tantalic  acid, — in  the  latter  case,  monohy-> 
drofluate  of  potash  remains  dissolved  in  the  liquid.  On  cooling,  tne 
compound  crystallizes  out  in  anhydrous  scales. 

Or:  BeraeUus. 

2K 78-4       ....       21-97            2KO 94-4  ....  2645  ....     23-54 

Ta 185-0      ....       51-83            TaO^ 2090  ....  58*56  ....     5699 

5F 93-5       ....       26-20            5CF-0)    ....  535  ....  1499  ....        * 

356-9      ....     100*00  356*9    ....  10000 

[*  The  loM,  amounting  to  19*47,  represents,  according  to  Berzelius,  not  onlj' 
hydrofluoric  acid^  but  also  a  portion  of  silica.] 

The  compound  is  not  decomposed  by  exposure  to  a  white  heat  in 
platinum  vessels;  nor  even  by  ignition  with  hydrated  bisulphate  of  potash^ 
from  which  only  the  excess  of  sulphuric  acid  is  volatilized.  With  hydrated 
sulphuric  acid,  It  evolves  hydrofluoric  acid.  It  is  decomposed  by  potas- 
sium, with  incandescence,  yielding  tantalum  and  fluoride  of  potassium. 
Dissolves  sparingly,  though  without  residue,  in  cold  water,  but  much  more 
readily  in  hot  water.  When  boiled  with  water  it  is  decx>mposed,  a  white 
powder  being  deposited,  which  is  richer  in  tantalum  than  the  portion 
which  remains  in  solution. 

b.  With  a  larger  proportion  of  tantalum, — 1.  Formed  by  adding  hydro- 
fluoric acid  to  a  warm  solution  of  a,  before  it  begins  to  crystallize:  the 
acid  takes  up  one-third  of  the  potash  to  form  bihydrofluate  of  potash.— 
2.  By  supersaturating  a  solution  of  tantalate  of  potash  in  boiling  water 
with  hydrofluoric  acid.  The  compound  crystallizes  out  on  cooling,  in 
short,  slender,  anhydrous  needles.  By  analysis,  it  is  found  to  contain  63 
per  cent,  of  tantalic  acid,  and  probably  consists  of  3  atoms  of  potassium, 
2  atoms  of  tantalum,  and  9  atoms  of  fluorine.  When  heated  to  redness, 
either  alone  or  with  bisulphate  of  potash,  and  also  with  sulphuric  acid,  it 
behaves  like  a.     It  is  likewise  difficdtly  soluble  in  water.  (Berzelius.) 
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Tantalttm  and  Sodium. 

A.  Tantalate  op  Soda. — a,  Neviral  salt. — Prepared  by  fusing  tan- 
falic  ^cid  with  hydrate  or  carbonate  of  soda.  It  is  soluble  only  in  hot 
water^  the  greater  part  again  falling  to  the  bottom  as  the  liquid  cools. — '• 
Before  the  blowpipe,  tantalic  acid  expels  the  carbonic  acid  from  carbonate 
of  soda  with  effervescence;  the  resulting  tantalate  of  soda  is  infusible. 
(Berzelius.) 

IT  Transparent;  becomes  turbid  when  heated^  in  consequence  of  the 
separation  of  a  white  acid  salt.  After  ignition,  it  is  insoluble  in  water. 
It  remains  colourless  when  ignited  in  a  current  of  hydrosulphuric  acid 
gas;  but  all  the  soda  is  converted  into  double  sulphide  of  hydrogen  and 
sodium.  If  a  cold  solution  of  tantalate  of  soda  be  treated  with  caustic 
floda,  and  the  mixture  evaporated  at  ordinary  temperatures  over  oil  of 
yitrioly  the  resulting  compound  is  no  longer  completely  soluble  in  water. 

6.  Acid  Salt, — 1.  The  residue  left  after  prolonged  fusion  of  tantalic  acid 
with  excess  of  carbonate  of  soda  and  treatment  of  the  mass  with  water. 
In  this  operation,  the  tantalio  acid  expels  a  quantity  of  oxygen  in  the 
carbonic  acid  greater  than  the  amount  contained  in  itself,  in  the  propor-i 
tion  of  3  :  4.^*2.  Deposited  in  large  quantity  on  boiling  a  solution  of 
neutral  tantalate  of  soda.  White;  it  is  decomposed  by  ignition  in  a  current 
of  hydrosulphuric  acid  gas^  but  remains  perfectly  colourless.  (Rose,  Pogg* 
69,  118.)  IT 

B.  With  borax,  tantalic  acid  forms  a  colourless  glass,  which  is  rendered 
turbid  by  gentle  flaming,  and  if  it  contains  an  excess  of  tantalic  acid, 
becomes  enamel- white  on  cooling.  ^Berzelius.)  IT  Rose  has  obtained  the 
same  results  with  pure  tantalic  acia  from  the  Finland  tantalite.  % 

C.  In  microcosmic  salt,  tantalic  acid  dissolves  with  great  difficulty 
but  in  large  quantity,  yielding  a  colourless  glass  which  remains  transpa- 
rent when  cold.  (Berzelius.)  IF  Tantalic  acid  yields  a  colourless  and 
transparent  glass  in  both  flames:  the  addition  of  ferrous  sulphate  does  not 
impart  a  red  colour  to  the  bead.  (Rose.)  IT 

D.  Fluoride  of  Tantalum  and  Sodium. — Indistinct  crystals,  very 
soluble  in  water.  (Berzelius.) 

Tantalum  and  Barium. 

Tantalate  of  Baryta. — Hydrated  tantalic  acid  digested  with  an 
aqueous  solution  of  chloride  of  oarium,  to  which  a  small  quantity  of 
ammonia  is  added,  takes  up  at  most  83*6  parts  (rather  more  than  one 
atom)  of  baryta  to  209  parts  (one  atom)  of  tantalio  acid,  and  is  thereby 
converted  into  a  white,  insoluble  powder,  (Gahn,  Berzelius  &  Eggertz.) 

Tantalum  and  Calcium. 

A.  Tantalate  of  Lime. — Insoluble.  (Berzelius.) 

B.  Hydrofluate  of  Tantalic  Acid  and  Lime. — The  aqueous  solu- 
tion, when  evaporated,  gives  off  hydrofluoric  acid  and  deposits  a  very 
insoluble  compound^  containing  the  same  elements  but  in  different  propor- 
tions. (Berzelius.) 


J 
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Tantalum  and  Maonesi0m. 

Hydrofluate  of  Tantalic  Acid  and  Maqnesia. — The  aqneoua 
solution  of  ibis  salt  is  likewise  decomposed  bj  evaporation,  a  very  diffi- 
cultly soluble  compound  being  deposited.  (Berzelius.) 

Tantalum  and  Yttrium. 

a.  f'er^Maowi^tf.— 6(YO;CeO;ThO),TaO'.  Crystalline  system,  the 
square  prismatic.  Specific  gravity  from  5*8  to  5*86.  Brownish  black; 
translucent  in  thin  laminse.  When  heated  it  evolves  a  trace  of  water, 
becoming  deep  yellow  at  first,  and  subsequently  pale  yellow,  but  without 
fusing.  Dissolves  slowly  in  borax,  forming  a  glass  which  is  yellow  while 
hot;  but  if  saturated,  is  rendered  turbid  by  flaming,  and  acquires  a  dinsy 
yellowish  red  colour.  The  mineral  dissolves  slowly  in  microcosmic  salty 
yielding  in  the  outer  flame  a  yellow,  and  in  the  inner  flame  a  colourless 
glass,  which,  when  sufliciently  saturated,  assumes  a  reddish  tint,  and  in 
that  case  becomes  opaque  on  cooling  or  after  slight  flaming.  It  is  decom- 
posed by  carbonate  of  soda  without  being  dissolved,  and  leaves  a  reddish 
slag.  (Berzelius.)  It  is  also  decomposed  by  fusion  with  bisulphate  of 
potash. 

Atoms.  Hartwall. 

CeO    1  ....  54*0  ....  5-98  ....  4-68 

YO 10  ....  400*0  ....  44-33  ....  41-91 

ZrO    1  ....  30-4  ....  3-37  ....  302 

TaO»  2  ....  418-0  ....  4632  ....  47*75 

U  v.r      ......... ...........  ....  .•••  ••••  U  tfO 

Fe^O* ....  ....  ....  0-34 

SnO'  ....  ....  ....  1*00 

i         Z         902-4       il       100-00        Z         99*65 

6.  Yttro-tanialite, — «.  Brownisli  black  vainety. — 4(CaO;  YO;  UO;  FeO), 
TaO'. — Translucent  and  of  a  pale  yellow  colour,  when  in  thin  laminas. 
Decrepitates  slightly  before  the  blowpipe,  and  assumes  a  light  yellow 
colour,  without  fusing.  With  a  large  quantity  of  borax  it  forms  a  trans- 
parent, yellow  glass;  with  a  smaller  quantity,  a  dark  yellowish  brown 
glass.  It  dissolves  in  a  still  larger  quantity  of  microcosmic  salt— with 
separation  of  a  white  skeleton,  which  disappears  but  very  slowly  and 
yields  a  glass  which  is  yellow  while  hot  and  colourless  when  cold:  if 
the  quantity  of  3^ttro-tantalite  is  greater,  a  turbid  glass  is  produced  in 
the  inner  flame,  pale  green  while  hot,  but  covered  with  white,  opaque 
streaks  after  cooling.  Does  not  dissolve  in  carbonate  of  soda.  Contams 
5-7  per  cent,  of  water.  (Berzelius.) 

/3.  Black  variety. —S{C2lO;  YO;  FeO),  (TaO';  WO^).— Specific  gravity 
=  5*305.  Scratches  glass.  Black;  opaque;  possessed  of  metallic  lustre; 
decrepitates  slightly  before  the  blowpipe,  and  becomes  dark  brown,  but 
without  fusing.  With  borax  it  yields  a  transparent,  colourless  or 
yellowish  glass,  which,  when  it  contains  a  comparatively  small  propor- 
tion of  the  yttro-tantalite,  is  rendered  opaque  by  flaming;  but  when  it 
contains  a  larger  quantity,  becomes  opaque  without  flaming.  Dissolves 
slowly  in  microcosmic  salt  with  separation  of  a  very  insoluble  skeleton, 
producing  a  colourless  or  yellowish  glass,  which,  with  a  large  quantity  of 
yttro-tantalite  in  solution,  becomes  saffron-red  and  finally  opaque  in  the 
inner  flame.  It  swells  up  with  carbonate  of  soda,  and  remains  in  the  form 
of  a  white  mass  after  the  soda  has  been  absorbed  by  the  charcoal.     Con- 
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tains  5'4  per  cent  of  water.  (Berzelias.)  IT  Specific  gravity  a=  5-882 
(Ekeberg);  =  5 '67  (Peretzk  loses  5*54  per  cent,  of  water  by  ignition^ 
after  wbich  its  specific  gravity  is  6-40.  It  contains  pare  tantalic  acid  free 
from  niobic  and  pelopic  acids.  (Rose,  Fogg.  72,  155.)  IT 

y.  Yellow  variety. — The  same  formula  as  3.  Specific  gravity  =  5-882. 
(Ekeberg.)  Softer  than  gUss.  Brownish  yellow  and  opaque.  Decrepi- 
tates slightly  before  the  blowpipe,  and  becomes  pale  yellow^  but  does  not 
fuse.  With  borax,  in  the  inner  flame,  it  yields  a  transparent,  yellow 
glass,  which  becomes  darker  yellow  on  cooling,  and  is  rendered  milk-white 
by  flaming.  With  microcosmic  salt  it  behaves  in  a  similar  manner  to  a^ 
excepting  that  the  saturated  bead  assumes  a  fine  green  colour  in  the  inner 
flame,  and  on  cooling  becomes  pale  rose-red  and  very  turbid,  owing  to 
the  presence  of  ferrous  tungstate.  Contains  4*6  per  cent,  of  water. 
(Berzelius.) 

All  three  varieties  of  y  ttro- tan  tali  te  are  insoluble  in  aqueous  acids,  but 
are  completely  decomposed  by  fused  bisulphate  of  potash.  According  to 
Berzelius,  the  water  which  they  contain  does  not  appear  to  be  essential 
to  their  constitution.  The  following  specimens  were  analysed  after 
ignition : 


At. 

Yttro-tantalite,  a. 

Berzelius. 

CaO    .... 

11 

3080 

318         

3-26 

YO 

95 
1 

38000 
680 

39-27        

0-71         

38-52 

UO 

•  ••• 

104 

FeO    

1 

35-2 

0-36         

0-49 

TaO»  

25 

52250 

54-00        

51-82 

W0»  

2 

■  >.. 

240-0 

2M8         

2-59 

a 

•I.. 

9676-2 

.     10000        

97-72 

At. 

YttrO'tai 

\talite,  p. 

Berzelias. 

CaO    

«•■• 

4 

112-0 

7-48         

6-25 

YO 

•  ••• 

9 

3600 

24-03         

20-25 

UO 

■  ••• 

0-47 

FcO    

■  ••• 

2 

70-4 

4-69        

3-16 

T80»  

■  ••• 

4 

8360 

55-79        

57-00 

WO^  

1 

1200 

801         

8*25 

.... 

1 

1498-4 

100-00         

95-38 

YttrO'tantalite,  y ;  different  specii 

mens,  1  and  2. 

At. 

I. 

Berzelias. 

CaO    

2 

560 

•  ••1 

0-57         

0-50 

YO 

75 

30000 

•  •■1 

30-34        

29-78 

UO 

8 

544-0 

!«■< 

5-50        

6-25 

PeO    

3 

105-6 

•  ••1 

107         

104 

TaO»  

29 

60610 

■  •  • 

61-30        

6012 

woa 

1 

120-0 

•  •• 

1-22         

104 

1 

9886-6 

•  ■• 

.     10000        

98-73 

At. 

2. 

Berzelias. 

Penetz. 

CaO    

...     10 

280     .... 

2-87 

•  •■• 

3-29            

7-55 

YO 

...     71 

2840     .... 

29-13 

•  ••■ 

29-90            

21-25 

UO 

...       4 

272     .... 

2-79 

•  •■• 

2-99            

3-94 

FeO    

...       5 

176     .... 

1-81 

•  ••• 

2-44             

6-29 

TaO'  

...     29 

60G1     .... 

6217 

•  ••■ 

59-50            

58-65 

W0»  

1 

120     .... 

1-23 

•  ■  »• 

1-25     i  +  ^'K^' 
*^^     t       CuO 

'"^}       2-40 

9749 


100-00 


99-37 


100-08 


The  tungstic  a<;id  in  a  and  y  1  was  found  by  Berzelius  to  contain 
stannic  acid. — He  obtained  the  uranium  and  iron  in  his  analyses  as  sesqni* 
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oxidee,  but  thej  are  calculated  as  protoxides. — The  calculations  do  not 
quite  agree  with  the  analyses;  probably  from  an  admixture  of  foreign 
m  1  n6r&.ls 

c.  Hilxenite.—Ahovit:  4(CaO;MgO;Ceq;  LaOj  YO;UO),lTiO»,lTaO», 
the  proportion  of  the  bases  to  the  acids  being  therefore  as  2  :  1. — Specific 
gravity  =  4*60.  Brownish  black,  with  metallic,  waxy  lustre.  Emits  a 
faint  light  when  heated,  and  gives  off  water.  Infusible  before  the  blow- 
pipe. With  borax,  in  the  outer  flame,  it  yields  a  brownish  yellow  glass, 
which,  if  a  sufficient  quantity  of  the  mineral  is  dissolved,  retains  its 
colour  on  cooling,  and  also  in  the  inner  flame;  by  flaming,  it  is  converted 
into  a  yellowish  enamel.  It  dissolves  in  microcosmic  salt,  producing  in 
the  outer  flame,  a  yellow  glass  which  becomes  colourless  on  cooling:  if, 
however,  it  contains  a  large  quantity  of  the  mineral,  it  becomes  green  on 
cooHug  (uranium);  after  exposure  to  the  inner  flame,  the  green  colour 
becomes  darker  and  less  pure  (from  admixture  of  the  violet  colour  of  tita- 
nium). The  mineral  is  insoluble  in  hydrochloric  acid  and  aqua-regia,  but 
is  decomposed  by  fusion  with  bisulpnate  of  potash.  It  contains  about 
2*47  percent,  of  lime,  0't29  of  magnesia,  2*18  of  protoxide  of  cerium,  0  96 
of  oxide  of  lanthanum,  25  09  of  yttria,  6*34  of  protoxide  of  uranium,  7'94 
of  titanic  acid,  49*66  of  tantalic  acid,  and  3*97  of  water  (loss  1*10).  (Th. 
Scheerer,  Fogg.  50,  1 49.) 

Tantalum  and  Thorinum. 

Pyrochlore.'—Ahoni :  2(2[CaO ;  CeO; YO ;  ThO ;  MnO ;  FeO],  TaO»)  -f- 
NaF.  Occurs  in  regular  octohedrons,  without  any  plane  of  cleavage. 
Sp.  gr.  from  4*206  to  4*326.  Harder  than  felspar.  Dark  reddish  brown; 
translucent  at  the  edges,  the  transmitted  light  exhibiting  a  brown  colour. 
When  heated,  it  emits  a  faint  light,  and  evolves  water  containing 
hydrofluoric  acid.  Before  the  blowpipe  it  assumes  a  pale,  brownish- 
yellow  colour,  and  fuses  with  great  difficulty,  yielding  a  black  slag. 
With  borax  in  the  outer  flame,  it  forms  a  clear,  reddish-yellow  glass, 
which  by  flaming  is  readily  converted  into  a  yellow  enamel;  or  if  a  large 
quantity  of  the  mineral  is  held  in  solution,  into  a  white  enamel.  With 
borax  in  the  inner  flame,  it  forms  a  dark  red  glass,  which  is  converted  by 
flaming  into  a  light  greyish-blue  enamel.  Dissolves  in  microcosmic  salt, 
with  slight  effervescence,  yielding  a  glass,  which,  if  the  outer  flame  is 
used,  is  yellow  while  hot  and  grass-green  when  cold,  but  in  the  inner 
flame,  becomes  dingy  green  at  first  and  then  violet-red.  (The  pyrochlore 
of  Fredrikswam  and  Brevig  behaves  in  this  manner;  that  from  Miask 
does  not  give  the  uranium  reaction.)  The  mineral  is  decomposed  by  long 
digestion  with  oil  of  vitriol  at  high  temperatures.  The  pyrochlore  of 
Miaijk  contains:  lime  10*98;  magnesia  a  trace;  sesquioxide  of  cerium 
(probably  protoxide  in  the  mineral  itself)  with  thorina  13*15;  yttria  0*8J; 
protoxide  of  manganese  0*15;  protoxide  of  iron  1*29;  tantalic  acid  67*38; 
titanic  and  stannic  acids,  a  trace;  water  1*16  per  cent.  The  pyrochlore 
of  Brevig  contains  nearly  5  per  cent,  of  sesquioxide  of  uranium  and  7 
per  cent,  of  water.  (Wohler,  Fogg.  7.  417;  48,  83.) 

Tantalum  and  Alumi.num. 
Tantalate  of  Alumina. — Insoluble  in  water.  (Berzelius.) 

Other  Compounds  of  Tantalum. 
With  Manganese  and  with  Iron. 
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H.  Rose,  Pogg,  63,  317j  69,  118;  also  K  Ann,  Chim,  Fhys.  13,  350;  19, 
165.  Farther,  Fogg.  70,  672;  71,  157;  72,  155  and  471;  73,  455; 
74,  288. 

Th.  Scheerer,  Fogg,  7^,  561. 


Hitiory, — ^Wollaston  {Schw.  6,  256;  21,  60),  very  soon  after  the 
discovery  of  tantalum,  observed  that  the  tantalite  from  America,  and  the 
tantalite  from  Finland,  though  to  all  appearance  nearly  the  same  in  com- 
position, were  nevertheless  of  different  densities.  Thomson,  in  1836, 
likewise  examined  a  mineral  containing  tantalum,  found  at  Middleton  in 
Connecticut,  and  from  its  very  low  specific  gravity,  was  induced  to  give 
it  a  new  name,  TorrelUe.  Other  specimens,  varying  in  density,  were  also 
analysed  by  Ekeberg  &  Berzelius,  one  of  which,  in  consequence  of  the  large 
quantity  of  iron  which  it  contained,  received  the  name  of  Ferro-tantalite. 
(J,  pr.  Cfiem,  13,  217;  Fogg.  53.)  The  different  densities  of  tantalites 
m>m  different  localities,  and  of  the  acid  obtained  from  them,  was  likewise 
the  first  remarkable  circumstance  that  induced  Rose  to  enter  upon  a  closer 
examination  of  tantalum  and  its  compounds.  Thus,  it  was  found  that 
black  tantalite  from  Bodenmais  has  a  density  of  6 '39,  and  the  tantalic 
acid  obtained  from  it,  6*542;  reddish  brown  tantalite  from  the  same 
locality  has  a  density  of  5*6996,  the  acid  5*605;  tantalite  of  the  same 
colour  from  North  America,  5*708,  the  acid  5*452.  In  consequence  of 
these  facts.  Rose  examined  more  minutely  into  the  nature  of  the  so-called 
tantalic  acid;  and  from  the  behaviour  of  the  chloride,  arrived  at  the 
conclusion  that  it  contained  a  new  metal,  which  he  called  Niobium; 
subsequently  he  found  in  it  another  new  metal,  to  which  he  gave  the 
name  of  Pelopium. 

Sources, — In  conjunction  with  tantalum,  in  the  various  minerals  which 
contain  that  metal;  but  more  especially  in  the  tantalite  from  Bodenmais 
in  Bavaria,  which  contains  niobic  acid  with  a  considerable  quantity 
of  pelopic  acid;  the  tantalite  from  Massachussets,  North  America,  which 
chiefly  contains  niobic  acid;  and  the  tantalite  from  the  Ilmengebirg  in 
Siberia,  which  contains  niobic  acid  with  mere  traces  of  pelopic  acid. 
Scheerer  has  lately  found  niobic  acid  in  Pyrochlore,  and  variable  quan- 
tities of  the  two  acids  in  Eukolite  or  Wohlerite,  a  mineral  containing 
silica  and  zirconia ;  in  Euxenite;  and  in  a  variety  of  Pitchblende,  found 
in  the  valley  of  Satersdalen. 

Freparation. — Niobium  is  reduced  to  the  metallic  state  by  passing 
a  current  of  dry  ammoniacal  gas  over  the  chloride.  The  reduction  is 
attended  with  rise  of  temperature  and  evolution  of  hydrochloric  acid  gas. 


16  NIOBIUM. 

The  reduction  of  niobiam  takes  place  at  a  lower  temperature  than  that 
of  tantalum. 

Froperties. — Black  powder,  which  ia  carried  through  the  filter  by  pure 
water:  this  inconvenience  may,  however,  be  prevented  by  the  addition 
of  alcohol.  When  heated  in  the  air,  it  is  converted  into  nlobic  acid. 
Nitric  acid  and  aqua-regia  have  no  effect  upon  it;  but  a  mixtnre  of 
hydrofluoric  and  nitric  acid  attacks  it  at  ordinary  temperatures.  If  we 
assume  that  the  composition  of  niobic  acid  is  analogous  to  that  of  tantalic 
acid,  the  atomic  weight  of  niobium  will  be  greater  than  that  of  tantalum. 

Compminds  of  Niobium, 

Niobium  and  Oxygen. 
Niobic  Acid.     NiO'  \    . 

Preparation, — The  acid  prepared  from  Bavarian  tautalite  is  mixed 
with  charcoal  and  heated  in  a  current  of  chlorine  gas.  By  this  treatment 
it  is  converted  into  a  yellow,  very  fusible,  and  volatile  chloride,  and  a 
white  chloride  which  is  infusible  and  but  slightly  volatile.  The  two 
chlorides  when  immersed  in  separate  portions  of  water,  are  converted  into 
oxygen-acids  and  hydrochloric  acid.  The  hydrochloric  acid  is  then 
removed  by  boiling  the  mixture  and  washing  the  insoluble  residues 
with  water.  The  acid  obtained  from  the  infusible  white  chloride  is  again 
mixed  with  charcoal  and  exposed  to  a  current  of  chlorine,  and  the  whit« 
chloride  obtained,  kept  distinct  as  before  from  the  volatile  yellow  chlo- 
ride; the  latter  decreases  in  quantity  on  each  repetition  of  the  process. 
Nevertheless,  Rose  did  not  succeed  in  obtaining  a  perfectly  colourless 
chloride  entirely  free  from  the  yellow  compound,  even  after  repeating 
the  above  operation  a  great  number  of  times.  The  white  chloride  itself, 
however,  is  partially  volatile,  and  on  freeing  it  by  sublimation,  first  from 
the  yellow  chloride,  and  afterwards  from  the  non- volatile  white  portion, 
and  then  digesting  in  water  as  above,  an  acid  is  obtained,  which  yields 
an  almost  colourless  and  perfectly  volatile  chloride.  This  is  the  Chloride 
of  Niohium,  The  fixed  white  residue  appears  to  be  a  compound  of  the 
chloride  with  the  oxygen-acid  of  the  other  metal;  for,  if  mixed  with 
charcoal  and  treated  with  chlorine,  it  yieMs  a  largo  quantity  of  yellow 
chloride  with  a  small  residue  of  the  white  compound ;  and  if  this  com- 
pound is  again  submitted  to  the  same  process,  it  yields  similar  results, 
till  at  last  little  or  no  residue  remains.  Rose  has  observed  similar  pheno- 
mena on  treating  the  pure  tantalic  acid  obtained  from  the  tautalite  of 
Finland  with  charcoal  and  chlorine ;  and  finds  that  the  formation  of  the 
fixed  white  compound  may,  in  this  case,  be  entirely  prevented  by  exclud- 
ing air  and  moisture.  Chloride  of  tungsten,  under  the  same  circum- 
stances, likewise  yields  a  fixed  white  residue,  which  is  resolved  by  heat 
into  red  chloride  of  tungsten  and  tungstic  acid. 

The  acid  obtained  from  the  yellow  chloride  of  the  mineral  from 
Bodenmais,  Rose  calls  Pelopic  Aci<l,  and  the  metal  itself  Pelopium.  (See 
next  Chapter.) 

Properties. — Colourless,  both  in  the  hydrated  and  anhydrous  state: 
the  hydrated  acid,  like  tantalic  acid,  becomes  incandescent  during  its 
transition  into  the  anhydrous  state.  When  heated,  it  acquires  a  yellow 
colour,  much  deeper  than  that  of  tantalic  acid  under  the  same  circum- 
stances: on  cooling,  it  again  becomes  colourless.  After  ignition,  it  appears 
in  fragments  having  a  high  degree  of  lustre,  whereas  tantalic  acid  forms 
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a  dull  powder.     When  ignited  in  a  current  of  ammoniacal  gas,  it  turns 
black,  and  yields  a  large  quantity  of  water:  in  a  current  of  hydrosulphu- 
ric  acid,  it  is  slowly  converted  into  sulphide  of  niobium.     The  specific 
gravity  of  niobic  acid  is  considerably  lower  than  that  of  tantalic  acid,  and 
moreover  is  subject  to  the  same  remarkable  variations,  and  from  the  same 
causes ;   €,  g.,  specific  gravity  of  the  amorphous  acid,  prepared  by  decom- 
posing the  chloride  with  water,  after  it  had  been  exposed  to  the  air  for  a 
considerable  time,  and  igniting  over  a  spirit  lamp;  (1)  =  5*12;  (2)  = 
4*977;  after  exposure  to  the  intense  heat  of  a  charcoal  fire,  (1)  =  4*5612; 
(2)  =  4*562  at  20°;  in  the  porcelain-furnace,  the  acid  was  converted  into 
a  loosely  coherent  mass,  easily  reduced  to  a  sandy  powder,  and  in  this 
state  had  a  specific  gravity  (1)  =  46;  (2)  =  4*602  at  20°;   specific 
gravity  of  niobic  acid  prepared  from  the  chloride  without  previous  expo-, 
sure  to  the  air  •=.  5*257;  after  exposure  to  a  charcoal  fire  for  four  hours, 
4*581  at  20°;  after  ignition  in  a  porcelain-furnace,  4*589  at  15®;  specific 
gravity  of  niobic  acid  obtained  from  North  American  Columbite  =  5*259 
at  10°;  after  ignition  in  the  porcelain-furnace  and  subsequent  pulveriza- 
tion, the  powder  had  a  specific  gravity  of  4*601;  niobic  acid  from  the 
Samarskite  of  Siberia  =  5*262  at  13°;  after  heating  in  a  porcelain-fur- 
nace, 4*626  at  12°.     Amorphous  niobic  acid  varies  in  density  between 
5-2545  and  5*2620,  the  crystalline  acid  between  4*664  and  4*7633.     The 
mean  densities  of  the  two  varieties  are  to  one  another  as  1  :  0*875.    Niobic 
acid  is  insoluble  in  all  reagents  after  ignition. 


Comhinaiioru, — a.  With  Water. — Niobic  acid  is  thrown  down  from  its 
alkaline  solutions  by  acids, — ^but  most  completely  by  sulphuric  acid^  even 
at  ordinary  temperatures — in  the  form  of  white  oyarate. 

6.  With  Acids.  Hydrated  niobic  acid  is  sparingly  soluble  in  hydro- 
chloric acid,  so  that  when  an  alkaline  solution  of  niobic  acid  is  precipi- 
tated by  a  large  excess  of  hydrochloric  acid,  the  filtrate  retains  traces  of 
the  acid  in  solution.  Niobic  acid  is  soluble  to  a  certain  extent  in  oxalic 
acidy  and  probably  also  in  hydrofluoric  acid.  The  ignited  acid  likewise 
dissolves  in  fused  bisulphate  of  potash  or  ammonia,  forming  a  mobile 
liquid,  which  in  the  former  case  oecomes  crystalline  on  cooling,  and  in 
the  latter — provided  the  sulphuric  is  in  excess — ^forms  a  clear,  thick  syrup. 

c.  With  Salifiable  Bases. — Niobic  acid  expels  carbonic  acid  from  car- 
bonate of  soda  when  fused  with  it;  and  it  is  remarkable  that  the  quantity 
of  oxygen  expelled  from  the  carbonic  acid  is  more  than  double  of  that 
which  is  contained  in  the  niobic  acid  itself.  The  resulting  salt  is  more 
fusible  than  the  corresponding  tantalate.  Niobic  acid,  like  tantalic  acid- 
and  pelopic  acid,  is  remarkable  for  forming,  when  fused  with  alkaline  car- 
bonates, acid  salts,  which  are  more  or  less  insoluble  in  water,  but  dissolve 
in  solution  of  potash  or  carbonate  of  potash;  but  if  the  fusion  be  sufii- 
ciently  prolonged,  the  resulting  salt  is  completely  soluble  in  pure  water, 
which  is  not  the  case  either  with  tantalic  or  pelopic  acid. 

Alkaline  Niobiates  are  soluble  in  water,  in  solution  of  potash,  and  in 
carbonate  of  potash,  but  dissolve  with  great  difficulty  in  excess  of  soda 
and  carbonate  of  soda;  niobiate  of  soda  indeed  is  much  less  soluble  in 
these  reagents  even  than  tantalate  of  soda.  Niobic  acid  is  precipitated 
from  its  alkaline  compounds  by  acids,  especially  by  sulphuric  acid,  even 
at  ordinary  temperatures — nnbke  tantalic  acid,  which  requires  the  aid  of 
heat.  Oxalic  acid  does  not  affect  alkaline  niobiates;  but  acetic  acid, 
chloride  of  ammonium,  and  a  current  of  carbonic  acid  gas,  produce  a 
precipitate — soluble  in   the  latter  case   in   a  large  quantity  of  water. 

VOL.    IV.  c 
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Niobiate  of  soda  acidulated  with  sulphuric  or  hydrochloric  acid,  and 
treated  with  infusion  of  galls,  deposits  a  deep  orange-red  precipitate,  some- 
what like  that  formed  by  titanic  acid.  This  precipitate  is  soluble  in 
alkalis,  and  is  not  produced  in  the  presence  of  fixed  organic  acids.  Fer- 
rocyanide  of  potassium,  added  to  a  solution  of  niobiate  of  soda  acidulated 
with  sulphuric  acid,  forms  a  deep  red  precipitate  somewhat  like  that 
thrown  down  from  an  acid  solution  of  niobic  acid  itself  bv  solution  of 
galls.  The  precipitate  is  slightly  soluble  in  a  large  excess  of  hydrochloric 
acid.  Ferricyanide  of  potassium  gives  a  bright  yellow  precipitate  with 
niobiate  of  soda.  If  a  solution  of  the  same  salt  be  mixed  with  sulphuric 
or  hydrochloric  acid,  and  a  piece  of  zinc  immersed  in  it,  a  precipitate  is 
obtained  having  a  beautiful  blue  colour;  the  more  acid  the  solution,  the 
more  rapidly  is  the  precipitate  deposited.  After  a  while,  however,  the 
blue  colour  becomes  dingy,  and  finally  brown. 

Niobium  and  Sulphur. 

A.  Sulphide  op  Niobium. — Formed  by  decomposing  chloride  of  nio- 
bium or  niobiate  of  soda  by  a  current  of  dry  hydrosulphuric  acid  gas  with 
the  aid  of  heat.  Crystalline;  black;  decomposed  by  chlorine  at  ordinary 
temperatures. 

B.  Basic  Sulphate  of  Niobic  Acid. — When  niobic  acid  is  fused  with 
bisulphate  of  potash  or  ammonia,  the  niobic  acid  obtained  from  the  fused 
mass  is  intimately  combined  with  a  portion  of  sulphuric  acid:  to  free  it 
from  this,  it  is  necessary  to  wash  the  niobic  acid,  first  with  pure  water 
and  then  with  water  containing  ammonia. 

Niobium  and  Chlorine. 

Chloride  of  Niobium. — This  compound  is  formed  at  a  lower  tem- 
perature than  chloride  of  tantalum  or  chloride  of  pelopium,  though  it  is 
less  volatile  than  either;  hence  it  is  more  easily  reduced,  whether  alone 
or  in  combination.  It  dissolves  completely  in  sulphuric  acid  with  the  aid 
of  a  gentle  heat :  the  solution  is  not  rendered  cloudy  by  boiling;  but  if 
diluted  with  water  and  then  boiled,  it  becomes  turbid,  and  ultimately 
deposits  the  whole  of  the  niobium  in  the  form  of  niobic  acid.  When 
treated  with  hydrochloric  acid,  it  neither  dissolves  nor  forms  a  jelly;  and 
the  addition  of  water  does  not  produce  any  chance.  Dilute  hydrochloric 
acid  behaves  in  the  same  manner;  but,  on  the  aadition  of  water,  a  clear 
solution  is  obtained,  which  does  not  deposit  niobic  acid  on  boiling,  but  b 
rendered  turbid  by  sulphuric  acid  at  ordinary  temperatures.  It  is  com- 
pletely decomposed  by  a  large  quantity  of  boiling  water;  a  milky  liquid 
being  formed,  from  which  niobic  acid  is  precipitated  in  flakes  by  "boiling. 
Caustic  potash  dissolves  it  completely,  so  likewise  does  a  boiling  solution 
of  carbonate  of  potash.  Hydrosulphuric  acid  does  not  attack  it  at  ordi- 
nary temperatures,  but  readily  converts  it  into  sulphide  of  niobium,  when 
aided  by  beat. 

Niobium  and  Potassium. 

^  Niobiate  op  Potash  and  Carbonate  of  Potash. — On  fusing  niobic 
acid  with  carbonate  of  potash,  a  double  salt  of  niobiate  and  carbonate  of 
potash  is  formed,  from  which  the  carbonate  may  be  separated  by  keeping 
the  temperature  low,  and  arresting  the  process  before  the  whole  of  the 
carbonic  acid  is  expelled.  On  digesting  in  water,  an  insoluble  acid  salt 
of  potash  is  obtained.     The  latter  is  soluble  in  solution  of  potash. 
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Niobium  and  Sodium. 


NioBiATB  o^  Soda.— a.  MononiobicUe, — Niobic  aoid  when  fused  with 
soda  forms  a  compound  which  is  soluble  in  water,  especially  at  a  boiling 
heat.  The  solution  is  not  decomposed  either  bj  continued  boiling  or 
by  slow  evaporation.  The  salt  may  be  rendered  anhydrous  without 
losing  its  solubility.  A  strong  solution  of  niobiate  of  soda  gives  a  crystal- 
line precipitate  with  caustic  soda  and  carbonate  of  soda.  The  salt  is 
decomposed  at  a  red  beat  by  bydrosulphuric  acid  gas,  the  product  beins 
a  black  mass,  which  is  resolved  by  water  into  sulphide  of  hydrogen  and 
sodium,  and  insoluble  sulphide  of  niobium. 

h.  Acid  Nwbiate  of  Soda, — Obtained  like  the  acid  niobiate  of  potash. 

c.  With  borax,  niobic  acid  yields  a  colourless  bead,  which,  if  the  acid 
is  in  sufficient  quantity,  becomes  opaque  on  flaming.  In  the  inner 
flame,  the  bead  assumes  a  greyish  blue  colour,  provided  it  contains  a 
sufficient  quantity  of  acid  to  produce  opacity  on  cooling. 

d.  Niobic  acid  dissolves  in  large  quantity  in  microcosraio  salt,  and 
forms  a  colourless  bead  in  the  outer  flame;  in  the  inner  flame,  a  violet- 
colour  is  produced;  and  if  the  bead  be  saturated  with  the  acid,  it  assumes 
a  beautiful  blue  colour.  The  colour  disappears  in  the  outer  flame;  the 
addition  of  ferrous  sulphate  changes  the  blue  colour  to  blood-red.  When 
mixed  with  tuugstio  acid — e,  ^.,  as  obtained  from  Samarskite — ^it  imparts 
both  to  borax  and  microcosmic  salt  a  yellow  colour  which  disappears  on 
cooling. 

Niobium  and  Yttrium. 

Samarskite, — This  mineral,  first  named  Urano-tantalite  or  ColwmhUe^ 
and  afterwards  called  Yttro-ilmenite  by  Hermann,  and  Samarskite  by 
Rose,  is  found  in  the  Ilmen^ebirg  in  Siberia.  Specific  gravity  =  5*617 
(H.  Rose);  5*6142  (Wornam);  specific  gravity  of  Yttro-ilmenite  =  5*398 
....5*45  (Hermann).  Fracture  conchoidal,  with  a  high  lustre,  almost  metal- 
lic. Decrepitates  when  heated,  exhibiting  vivid  incandescence,  and  is 
afterwards  perfectly  insoluble  in  hydrochloric  acid.  Does  not  change 
colour  when  heated  in  a  close  vessel;  in  contact  with  air  it  acquires  a 
brownish  colour  on  the  outside.  {Pogg,  72, 471.)  The  metallic  acid  ootained 
from  this  mineral  consists  almost  wholly  of  niobic  acid,  with  small  quan- 
tities of  tungstic  acid  and  pelopic  acid:  hence  niobic  acid  may  be  obtained 
from  it  in  a  state  of  greater  purity  than  from  the  columbites  of  Bodenmais 
and  North  America. 

Penets. 


Columbite,  SamankUe,  VttrO'ilmenite, 

Ttom  Sibttia. 

1.  2. 

CaO    0-76         2'08 

MgO  3*01         0-75        2-44 

PcO    12-76        15-94        8*06      8*50 

MnO I        .  .«       +CaO  /  1*88        MnO          1*00      609 

YO   j       *'"         \  8*36         19-74       2*00 

U«0»  0-56        16-77         UO           5*64      0*50 

CuO    -01         '      ' 

TiO»   1*50 

HO 1*66 

NiO»  78*59         55-91         61*33    +WOS      80*47 


100*17         99*61         101*01       100*00 

c  2 
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The  large  qaantiij  of  magDesia  found  in  the  Siberian  colnmbite  distin- 
gnishes  it  from  all  other  tantalites.  Yttro-ilmenite  (included  by  Rose 
under  the  name  of  Samarskite)  was  examined  bj  Hermann,  and  supposed 
bj  him  to  contain  the  acid  of  a  new  metal,  llmenium.  This  acid,  how- 
ever, has  been  proved  by  Rose  to  consist  of  niobic  acid  mixed  with  a  small 
quantity  of  tungstio  acid,  to  which  are  owing  the  peculiarities  that  induced 
Hermann  to  suppose  the  existence  of  a  new  and  distinct  metal.  ( Vid, 
Fogg.  73,  455.) 


T  Chapter  XVII.  (b.) 

PELOPIUM.- 


H.  Rose.     Pogg,  63,  377,  &c.,  &c. 


Histary.     Given  in  connection  with  that  of  niobium. 

Sources.  As  pelopic  acid,  more  or  less  mixed  with  niobic  acid,  in  the 
tantalites  of  Bavaria  and  of  North  America,  but  more  especially  in  the 
former. 

Preparation.  Similar  to  that  of  niobium,  by  passing  a  current  of  dry 
ammoniacal  gas  over  chloride  of  pelopium.  This  salt  requires  greater 
heat  for  its  reduction  than  chloride  of  niobium. 

Properties,  Black  powder,  resembling  metallic  tantalum  in  appear- 
ance. This  resemblance  between  pelopium  and  tantalum  runs  through 
all  their  compounds,  so  that  they  are  very  difficult  to  distinguish  j  and 
when  they  occur  together,  cannot  be  separated  by  any  known  method. 

The  atomic  weight  of  pelopium  has  not  yet  been  determined. 


Compounds  of  Pelopium. 

Pblopium  and  Oxygen. 

Pelopic  Acid.    PeOM 

Preparation.  The  more  volatile  yellow  chloride  obtained  from  Bava- 
rian tantalite  in  the  preparation  of  niobic  acid,  is  similarly  treated  with 
water,  and  the  resulting  acid  washed,  dried,  and  ignited  over  a  spirit- 
lamp. 

Properties.  Resembles  tantalic  acid  very  closely  in  all  its  properties. 
Colourless  at  ordinary  temperatures.  When  ignited,  it  acquires  a  yellow 
colour  iRtermediate  in  depth  between  that  of  tantalic  and  that  of  niobic 
acid ;  becomes  colourless  again  on  cooling.  Like  niobic  acid,  it  is  dark- 
ened by  a  current  of  hydrogen  at  a  red  heat,  though  not  so  strongly; 
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when  Ignited  in  the  air  it  again  becomes  white.  A  current  of  dry  ammo- 
niacal  gas  likewise  blackens  it  at  a  red  heat,  a  large  quantity  of  water 
being  formed  at  the  same  time.  When  ignited  in  a  current  of  hydrosul- 
phnric  acid  gas,  it  is  slowly  converted  into  sulphide  of  pelopinm.  Pelopic 
acid,  like  tantalic  and  niobic  acid,  varies  in  density  according  to  the 
temperature  at  which  it  has  been  ignited :  thus,  the  density  of  pelopic 
acid  prepared  from  the  chloride  and  ignited  over  a  spirit-lamp,  was 
found  to  be  (1)  =  5*98;  (2)  =  5*982  at  20°;  after  exposure  to  a  strong 
charcoal  fire  for  six  hours,  and  reduction  of  the  semi-fused  mass  to  pow- 
der in  an  agate  mortar,  the  specific  gravity  of  the  powder  was  (1)  = 
6'd61;  (2)  6*370  at  20*^;  after  ignition  in  a  porcelain  furnace  and  redac- 
tion to  powder  as  before — the  powder  under  the  microscope  having  a 
crystalline  appearance— the  specific  gravity  was:  (1^  and  (2)  =:  5*793  at 
22"^.  The  acid,  after  exposure  to  the  heat  of  the  porcelain  furnace,  re- fusion 
in  bisulphate  of  potash — in  which,  under  these  circumstances,  it  dissolves 
with  great  difficulty, — washing  with  a  large  quantity  of  hot  water,  and  then 
with  water  containing  ammonia,  till  the  filtered  liquid  no  longer  rendered 
baryta  salts  turbid,  appeared  very  bulky,  and  had  a  specific  gravity  of 
(1)  6140;  (2)  6*146,  after  heating  in  a  charcoal  fire;  (1)  and  (2)  = 
6*4825;  and  lastly,  after  re-exposure  to  the  porcelain  furnace,  whereby  it 
became  caked  together,  and  exhibited  the  same  properties  as  before,  its 
density  was  reduced  to  5*830.  Pelopic  acid  prepared  from  chloride  of  pelo- 
pinm which  had  not  been  exposed  to  the  air,  and  having  an  amorphous 
appearance  under  the  microscope,  had  a  specific  gravity  of  6*236  at  15°; 
after  heating  in  a  charcoal  fire  for  one  hour,  its  density  was  increased  to 
6*416;  and  after  exposure  for  three  hours  longer,  to  6*725,  the  acid  still 
retaining  its  amorphous  state.  A  portion  of  acid  prepared  from  the  chloride 
after  exposure  to  the  air  for  two  months,  decrepitated  strongly  and  became 
incandescent  when  heated — appeared  crystalline  under  the  microscope — 
and  had  a  specific  gravity  of  6*239,  or  nearly  the  same  as  the  amorphous 
acid.  Pelopic  acid  obtained  by  the  decomposition  of  the  acid  chloride,  and 
found  in  the  tube  used  in  the  preparation  of  chloride  of  pelopinm,  had  the 
lowest  specific  gravity  yet  found,  viz.,  5*495  at  15°;  and  after  exposure  for 
an  hour  to  a  charcoal  m«,  5*566;  this  acid  appeared  under  the  microscope 
to  consist  of  distinct  acicular  crystals.  Pelopic  acid  from  North  American 
Columbite,  prepared  from  the  chloride,  had  a  specific  gravity  of  6*098;  and 
after  ignition  in  a  porcelain  furnace-— whereby  it  became  caked  together, 
and  appeared  under  the  microscope  to  consist  of  large  crystals — the  specific 
gravity  was  increased  to  6*17.  From  these  results.  Rose  concludes  that 
pelopic  acid  is  susceptible  of  three  modifications :  (1)  amorphous;  (2)  crys- 
talline before  ignition;  (3)  crystalline  after  ignition  in  the  porcelain- 
fnmace.  The  specific  gravity  of  (1)  and  (2)  varies  according  to  the  mode 
of  their  preparation;  that  of  (3)  is  constant.  The  range  of  specific  gravity 
for  pelopic  acid  appears  to  be  between  5*495  and  6*725.  From  this  it 
will  be  seen  that  its  density  is  intermediate  between  that  of  tantalic  and 
that  of  niobic  acid.  It  is  insoluble  in  all  reagents  after  ignition,  unless 
previously  fused  with  bisulphate  of  potash  (or  alkaline  carbonates  ?). 

Of  the  three  acids,  niobic  is  the  strongest  and  most  easily  reduced, 
tantalic  acid  the  weakest  and  least  easily  reduced  to  the  metallic  state, 
pelopic  acid  occupying  the  intermediate  position. 

Cambinatums, — a.  With  water.  Obtained  in  the  same  mAner  as 
hydrated  tantalic  and  niobic  acid.  Sulphuric  acid  precipitates  it  less 
completely  than  niobic  acid.     White;  amorphous. 
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6.  Witli  Acids.  H  jdraied  pelopic  acid  is  more  solable  in  hydrochloric 
acid  than  niobic  acid;  the  solution  appears  opalescent,  and  is  completely 
precipitated  by  boiling  with  sulphoric  acid.  Pelopic  acid  likewise  dis- 
solves in  fused  bisalphate  of  potash:  the  mass  does  not  appear  crystalline 
on  cooling,  as  in  the  case  of  niobic  acid. 

c.  With  Salifiable  Bases.  Pelopic  acid,  like  tantalic  and  niobic  acid, 
when  fused  with  excess  of  carbonate  of  soda,  expels  a  quantity  of  carbonic 
acid  much  larger  than  that  which  corresponds  to  its  own  amount  of 
oxygen.  It  likewise  forms  acid  salts  by  fusion  with  alkaline  carbonates; 
but  the  quantity  of  acid  pelopiate  produced  is  smaller  than  the  quantity 
of  acid  tantalate  formed  by  the  action  of  tantalic  acid  on  alkaline  carbo- 
nates. These  acid  salts  are  insoluble  in  water,  but  dissolve  in  excess  of 
potash  or  carbonate  of  potash. 

AUcaline  Felopiates  are  soluble  in  water,  and  likewise  in  potash  or  its 
carbonate,  but  are  precipitated  from  a  strong  solution  by  soda  and  carbo- 
nate  of  soda.  They  are  precipitated  by  the  same  reaeents  as  niobic 
acid  (p.  17).  When  acidulated  with  sulphuric  or  hydrochloric  acid, 
they  yield  an  orange-yellow  precipitate  with  tincture  of  galls,  and  a 
brownish-red  precipitate  with  ferrocyanide  of  potassium.  Alkaline  pelo- 
piates,  when  mixed  with  a  large  excess  of  hydrochloric  acid,  are  pre- 
cipitated at  first,  and  the  precipitate  afterwards  redissolved,  an  opalescent 
solution  beinff  obtained,  which,  unlike  tantalic  acid,  is  completely  preci- 
pitated by  sulphuric  acid  at  a  boiling  heat.  A  neutral  solution  of  pelo- 
piate of  soda  does  not  become  turbid  on  exposure  to  tho  air  (a  peculiarity 
which  serves  to  distinguish  pelopic  from  tantalic  acid).  When  a  piece  of 
zinc  is  immersed  in  the  solution  of  an  alkaline  pelopiate  strongly  acidu- 
lated with  hydrochloric  acid,  the  precipitated  acid  does  not  assume  a  blue 
colour,  but  only  appears  a  little  less  white  or  slightly  grey :  on  adding 
sulphuric  acid,  however,  it  acquires  a  pure  blue  colour,  which,  after  some 
time,  grows  dull,  but  does  not  change  to  brown.  A  beautiful  blue  colour 
is  obtained  by  treating  chloride  of  pelopium  with  hydrochloric  acid, 
diluting  with  water,  and  adding  a  piece  of  zinc. 


Pelopium  and  Sulphur. 

A.  SuLPHiDB  OF  PELOPiuM.^-Obtaiued  in  a  similar  manner  to  the  sul- 
phide of  niobium;  but  the  decomposition  is  effected  at  ordinary  tempera- 
tures. Black.  Not  attacked  by  chlorine  at  ordinary  temperatures,  but 
decomposed  on  the  application  of  heat. 

B.  Basic  Sulphate  op  Pelopic  Acid. — Formed  under  the  same  cir- 
cumstances as  the  corresponding  niobium  compound.  Decomposed  likewise 
by  prolonged  washing,  especially  with  water  containing  ammonia. 


Pelopium  and  Chlorine. 

Chloride  of  Pelopium. — Produced  at  a  lower  temperature  than 
chloride  of  tantalum.  Chloride  of  pelopium  has  a  great  tendency  to 
combine  with  pelopic  acid;  and  in  preparing  it  from  pelopic  acid,  char- 
coal, &•.  (p.  16),  it  is  necessary  to  place  a  layer  of  pure  charcoal  beyond 
the  mixture  to  prevent  this  combination.  Chloride  of  pelopium  volatilizes 
at  125°  and  fuses  at  212°  C;  hence,  like  chloride  of  tantalum,  it  begins  to 
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Yolatilize  before  fusion.  The  pore  salt  forms  a  clear  yellow  liqaid^  which 
solidifies  more  slowly  than  fused  chloride  of  tantalum.  It  dissolves  in 
sulphuric  acid,  formmg  a  solution  which  is  similar  in  its  properties  to 
that  obtained  with  chloride  of  tantalum,  excepting  that  the  jelly  formed 
on  boiling  is  less  dense.  It  likewise  dissolves  in  hydrochloric  acid  at 
ordinary  temperatures;  but  if  it  be  treated  with  boiling  hydrochloric  acid^ 
and  the  mixture  when  cold  diluted  with  water,  a  clear  solution  is  obtained, 
which  is  not  precipitated  by  boiling  or  by  sulphuric  acid  at  ordinary 
temperatures.  It  is  decomposed  by  boiling  water;  but  the  resulting  acid 
is  not  of  a  floculent  appearance,  and  is  very  difficult  to  collect  on  a  filter. 
It  is  much  more  soluble  both  in  caustic  potash  and  its  carbonate,  than 
chloride  of  tantalum.  It  is  blackened  and  decomposed  by  hydrosulphuric 
acid  at  ordinary  temperatures. 

Pelopium  and  Potassium. 

Acid  Pelopiatb  of  Potash. — By  fusing  pelopic  acid  with  carbonate 
of  potash,  and  treating  the  residue  with  water,  an  insoluble  acid  salt  is 
obtained,  though  in  much  smaller  quantity  than  in  the  case  of  tautalio 
acid.    The  salt  is  soluble  in  solution  of  potash. 

Pelopium  and  Sodium. 

Pelopiatb  of  SoDA.^-a.  Neutral  mU.  When  pelopic  acid  is  fused 
with  excess  of  carbonate  of  soda,  and  the  fused  mass  treated  with  water,  the 
solution — as  in  the  case  of  the  other  two  acids — does  not  contain  a  trace 
of  pelopic  acid;  but  on  again  addiug  a  lar^o  quantity  of  water,  an  opales- 
cent solution  is  formed,  less  turbid  than  with  tautalate  of  soda.  Pelopiate 
of  soda  is  less  stable  than  the  corresponding  salt  of  niobic  acid;  for  on 
boiling  its  aqueous  solution,  a  white  precipitate  is  formed — less  consider- 
able, however,  than  with  tantalate  of  soda.  When  a  cold  solution  of  this 
salt  is  treated  with  caustic  soda,  and  the  mixture  evaporated  over  oil  of 
vitri(d,  a  mass  is  obtained  which  does  not  again  dissolve  completely  in 
boiling  water;  but  this  character  is  not  so  well  marked  as  with  the  tanta- 
late of  soda.  A  strong  solution  of  pelopiate  of  soda  is  precipitated  by 
caustic  soda  or  carbonate  of  soda;  and  if  the  mixture  be  slowly  and  care- 
fully made,  the  salt  is  obtained  in  the  crystalline  state,  though  the  crys- 
tals are  less  distinct  than  in  the  corresponding  niobium  compound.  It  is 
decomposed  by  hydrosulphuric  acid  in  a  similar  maimer  to  niobiate  of  soda. 

h.  Add  Salt, — Obtained  in  a  similar  manner  to  the  acid  salt  of  potash, 
and  likewise  by  boiling  a  solution  of  the  pelopiate.  It  is  decomposed  by 
a  current  of  hydrosulphuric  acid  at  a  red  heat,  the  mass  becoming  black 
in  consequence  of  the  formation  of  sulphide  of  pelopium;  on  cooling,  the 
decomposed  mass  exhibits  a  deep  brown  colour. 

c.  With  borax,  pelopic  acid  behaves  in  a  precisely  similar  manner  to 
tantalic  acid. 

d,  Microcosmic  salt  dissolves  pelopic  acid  in  large  quantity,  forming 
a  colourless  bead  in  the  outer  flame.  In  the  inner  flame,  the  bead  assumes 
a  clear  brown  colour  slightly  tinged  with  violet;  in  the  oxidizing  flame, 
the  colour  disappears  again  after  some  time.  If  sulphate  of  ferrous 
oxide  is  added  to  the  brown  bead,  it  assumes  a  crimson  colour. 

A  mixture  of  niobic  and  pelopic  acids— as  obtained,  for  instancO,  from 
the  tan  tali  te  of  Bodenmais — ^generally  communicates  a  brown  colour  to 
microcosmic  salt  in  the  inner  flame.  IF 
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Chaptbb  XVIII. 


TUNGSTEN 


Scheele:  Opu9C,  2,  119. 

De  Luyart  (The  brothers).     Ckemiscke  Zergliederung  des  Wolframs,  &e, 

translated  by  Gren.  HaUe,  1786. 
Klaproth.     Beitrdge,  3,  44. 
Vaaqaelin  &  Hecht.     J<mm,  de$  Mines,  19,  3. 
Richter.     Ueber  die  neuem  Gegenstdnde  der  Chemie,  1,  45;  10,  148. 
Bucholz.     Schw.  3,  1. 
Berzeliiis.     Schw.  16,  476. — Also  Ann,  Chim,  Phys,  17,  13. — Also  Pogg. 

4,  147;  8,  267. 
Wohler.     Pogg,  2,  345. 

Malagati.     Ann.  Chim.  Phys.  60,  271;  also  J.  pr.  Chem.  8,  179. 
Anthon.     J.  pr.  Chem.  8,  399;  9,  6,  8,  &  337. 
Margueritt^.     J.  Pharm,  3,  7,  222. 


Wolfram,  Tungst&ne,  Scheel,  Seheelium,  Wolframium, 

History.  Tangstic  acid  was  discovered  by  Scheele,  in  1781;  metallic 
tungsten  was  first  obtained  from  it  by  the  brothers  De  Luyart.  Its  com- 
binations were  principally  examined  by  Berzelius. 

Sources.  As  tungstio  acid  and  some  of  its  salts  in  Tungstite,  tungstate 
of  lead,  and  Wolfram  (unless  the  latter  contains  suboxide  of  tungsten), 
and  in  small  quantities  in  Yttro-tantalite. 

Preparation.  1.  By  exposing  tungstic  acid  mixed  with  powdered 
charcoal  in  a  covered  crucible  to  the  strongest  heat  of  a  powerful  blast 
furnace  (De  Luyart);  or  by  strongly  igniting  tungstate  of  ammonia  in  a 
charcoal  crucible.  (Bucholz.)  The  metal  is  rarely  obtained  in  large 
grains. — 2.  Hydrogen  gas  is  passed  over  ignited  tungstic  acid  containing 
potash  as  long  as  oxvgen  given  ofi*,  and  the  reduced  metal  is  boiled  with 
solution  of  potash,  which  (Cssolves  out  the  adhering  tungstate  of  potash. 
(Wohler.)— -3.  At  a  strong  red  heat,  pure  tungstic  acid  may  likewise  be 
reduced  by  hydrogen  gas.  (Berzelius.) — 4.  With  carbonate  of  soda  on 
charcoal,  tungstic  acid  may  also  be  easily  reduced  in  the  inner  blowpipe 
flame.  (Berzelius.) — 5.  Children  succeeded  in  reducing  tungstic  acid  by 
means  of  his  voltaic  battery. — 6.  Clarke  obtained  m>m  tungstic  acia, 
before  the  oxy-hydrogen  blowpipe  flame,  a  copper-coloured  (7)  metal. 
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Properties.  The  metal,  as  obtained  by  the  first  method,  is  steel-grey, 
and  has  a  rather  powerful  metallic  lustre;  its  specific  gravity  is  17*22 
(Allen  &  Aiken),  17*4  ^Bucholz),  17*6  (De  Luyart).  It  is  very  hard, 
being  scarcely  scratched  oy  a  file;  brittle;  barely  fusible  in  a  blast-furnace 
— ^less  readily  even  than  manganese.  It  is  not  magnetic. — The  metal  pre- 
pared by  the  second  method  is  a  tin-white,  heavy  powder :  that  obtamed 
by  the  third  and  fourth  methods  is  a  steel-grey,  heavy  metallic  powder ; 
and  that  obtained  by  the  fifth  method  is  greyish  white,  brilliant,  and 
very  brittle. 

Compounds  of  Tungsten. 
Tungsten  and  Oxygen. 
A.     TuNOSTOUs  Oxide.    Brown  Oxide  op  Tungaten.    WO'. 

FreparcUion.  1 .  Hydrogen  gas  is  passed  over  tungstic  acid  free  from 
potash,  and  feebly  ignited  in  a  ^^ass  tube.  (Berzelius.) — 2.  Tungstic  acid 
is  heated  to  redness  with  a  small  quantity  of  finely  divided  charcoal  in  a 
Qovered  crucible.  (Bucholz,  Wohler.)— ^.  A  mixture  of  tungstate  of 
potash  with  excess  of  sal-ammoniac,  obtained  by  evaporating  the  mixed 
aqueous  solutions  of  the  salts  to  dryness,  is  fused  in  an  earthen  crucible  till 
the  whole  of  the  sal-ammoniac  is  expelled;  the  chloride  of  potassium  is  then 
removed  by  water;  the  acid  tungstate  of  potash  which  remains  undecom- 
posed  dissolved  out  by  a  boiling  dilute  solution  of  potash,  and  the  residue 
well  washed  with  water.  (Wohler.) — 4.  Dilute  hydrochloric  acid  is  made 
to  act  on  a  mixture  of  tungstic  acid  and  zinc— the  zinc  and  hydrochloric 
acid  being  renewed  till  the  whole  of  the  tungstic  acid  is  converted  into 
copper-coloured  scales.  These  scales  are  then  purified  with  water,  out  of 
contact  of  air,  and  preserved  under  water.  (Wohler.)-— 5.  Bichloride  of 
tungsten  is  decomposed  by  water.  (Wohler.) 

Properties.  The  oxide  prepared  by  the  first  and  second  methods  is  a 
brown  powder,  leaving  a  dark  copper-coloured  streak;  that  obtained  by 
the  third'  method  is  a  jet-black  powder,  which,  under  the  burnishing 
steel,  becomes  grey  and  assumes  the  metallic  lustre;  the  fourth  method 
yields  the  oxide  m  copper-coloured  lamince,  having  a  metallic  lustre; 
the  oxide  prepared  by  the  fifth  method  is  violet- brown,  Sp.  gr. = 1 2  *  11 09. 
(Karsten.) 

Calcalation  according  to  Berzelius. 

W 96  ....  85-7 

20 16  ....  14-3 

W03 m  Z.  1000 

Decomposition.  By  strong  ignition  in  a  current  of  hydrogen  gas  (and 
if  potash  is  present,  even  at  a  lower  temperature),  this  oxide  is  resolved 
into  metallic  tungsten  and  water;  by  ignition  with  dry  carbonate  of  soda 
out  of  contact  of  air,  into  tungsten  and  tungstate  of  soda.  (Wohler.) 

B.  Tungstio  Oxide.    Blue  Oxide  of  Tungsten. 

Formed  by  the  action  of  various  deoxidizing  agents  on  tungstic  acid. — 
1.  By  igniting  tungstate  of  ammonia  in  a  covered  crucible.  According 
to  Malaguti,  a  variable  quantity  of  tungstic  acid  remains  mixed  with  the 
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blue  oxide.— 2.  By  passing  hydrogen  gas  over  tnnffstie  acid  heated  in  a 

flasB  tabe  by  a  spirit-lamp,  as  long  as  water  continues  to  be  given  off. 
'he  tungstic  acid  thus  treated  loses  3*054  per  cent,  of  oxygen.  (Malaguti.) 
According  to  Malaguti,  the  brown  oxide  is  never  produced  at  the  companir- 
tively  low  temperature  of  the  spirit-lamp,  as  long  as  the  stream  of  hydrogen 
is  kept  up ;  this  statement,  however,  is  opposed  to  that  of  Berzelius. — 
8.  Carbonic  oxide  reduces  tungstic  acid  at  a  red  heat  to  blue  oxide. 
(Gobel;  Gmelin.) 

Blackish  indigo-blue;  opaque. 

Calculation^  according  to  Malaguti. 

2W 192  ....  82-76 

50  , 40  ....  17-24 

W20^  =  WO-,W03  232  Z  10000 


C.  Tungstic  Acid.    WO*. 
Scheelsdure,  Wolframsaure,  A  cide  tungstique, — Found  native. 

Formation,  I.  Tunssten  does  not  oxidise  in  the  air  at  ordinary  tem- 
peratures; but  at  a  red  heat  it  takes  fire,  and,  if  in  a  state  of  powder, 
burns  like  tinder,  producing  tungstic  acid.  Under  these  circumstances 
100  parts  of  tungsten  absorb  24  parts  of  oxygen.  (De  Luyart.)  Nitric 
acid  and  aqua-regia  oxidize  tungsten  and  convert  it  into  tungstic  acid. 
Water,  hydrochloric  acid,  and  sulphuric  acid  do  not  act  on  the  metal. 
(De  Luyart.) — 2.  The  brown  oxide  prepared  by  either  of  the  first  three 
methods  remains  unchanged  in  the  air  at  ordinary  temperatures,  but 
bums  like  tinder  when  heated,  and  forms  tungstic  acid  (Berzelius, 
Wbhler);  that  prepared  by  the  fourth  method  oxidizes  rapidly  in  the  air 
even  at  ordinary  temperatures,  first  yielding  blue  oxide  and  then  yellow 
tungstic  acid.  (Wbhler.)  The  brown  oxide  likewise  dissolves  in  a  boiling 
concentrated  solution  of  potash,  evolving  hydrogen  gas  and  forming 
tungstate  of  potash.  (Berzelius.)'-d.  The  blue  oxide  remains  unaltered 
in  the  air  at  ordinary  temperatures,  but  gradually  absorbs  oxygen  at  a 
red  heat  (3*15  per  cent.,  according  to  Malaguti),  by  which  its  blue  colour 
is  first  changed  into  green  and  lastly  into  the  characteristic  yellow  colour 
of  tungstic  acid*  It  dissolves  very  slowly  in  aqueous  solutions  of  the 
alkalis,  after  being  first  converted  into  tungstic  acid  by  the  addition  of 
oxygen  derived  from  the  water.  (Berzelius.) 

Freparation.  1 .  Finely-pounded  wolfram  is  digested  for  a  long  time 
with  rather  strong  hydrochloric  acid — the  mixture  frequently  shaken — ^the 
acid  renewed — and  a  portion  of  nitric  acid  added  towards  the  end  of  the 
process  to  convert  the  protoxide  of  iron  still  combined  with  the  tungstic 
acid  into  sesquioxide,  and  dissolve  it.  This  process  is  continued  till  the 
acid  has  removed  the  whole  of  the  seequioxides  of  iron  and  manganese, 
and  the  brown  powder  is  for  the  most  part  changed  to  yellow.  The 
insoluble  portion,  consisting  of  tungstic  acid,  un decomposed  wolfram, 
and  quartz,  after  being  well  washed,  is  then  shaken  up  with  solution  of 
ammonia,  which  dissolves  the  liberated  tungstic  acid.  The  crystals  of 
tungstate  of  ammonia  obtained  by  evaporating  the  filtered  solution,  are 
converted  into  tungstic  acid  by  ignition  in  the  air. — 2.  Richter  fuses  one 
part  of  powdered  wolfram  with  4  parts  of  nitre  (Bucholz  uses  2  parts  of 
carbonate  uf  potash);  exhausts  the  mass  with  water;  precipitates  tung- 
state of  lime  from  the  filtrate  containing  tungstate  of  potash,  by  adding 
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chloride  of  calcium;  and  decomposes  the  lime-salt,  after  washing,  with 
nitric  acid.     The  tuogstic  acid  is  then  separated  in  the  form  of  powder, 
and  is  purified  from  nitrate  of  lime  by  washing  with  water. — The  tung- 
state  of  lime  must  be  mixed  with  a  small  quantity  of  water  and  treated 
with  a  large  excess  of  boiling  and  moderately  dilute  sulphuric,  hydrochlo- 
ric, or  nitric  acid  (3  parts  of  water  to  one  of  oil  of  vitriol), — ^boiled  for  a 
quarter  of  an  hoar — and  the  tungstic  acid  washed  till  the  solution  begins 
to  pass  turbid  through  the  filter.     Or  the  boiling  solution  of  tungstate  of 
potash  may  be  supersaturated  with  hydrochloric  acid;  the  mixture  boiled 
for  a  quarter  of  an  hour;  the  precipitated  tungstic  acid  washed,  dried, 
and  dissolved  in  ammonia;  and  crystals  of  tungstate  of  ammonia  obtained 
from  the  filtrate  by  evaporation.    (Anthon.)  —  In  a  similar  manner, 
L.  Mayer  (Zeitsckr.  Phys.  v.  W.  5,  221)  fuses  I  part  of  powdered  wolfram 
with   1   part  of  nitre  and  2  parts  of  carbonate  of  potash,  till  the  mix- 
ture enters  into  tranquil  fusion  or  nearly  so;  pours  out  the  fused  mass: 
reduces  it  to  powder;  dissolves  in  the  smallest  possible  quantity  of  water; 
decants  the  solution  from  sesquioxide  of  iron;  agitates  it  with  \  of  its 
Yolame  of  spirit  containing  95  per  cent,  of  alcohol,  which  throws  down 
sesquioxides  of  iron  and  manganese  (the  latter  being  dissolved  as  man- 
ganic acid);  filters;  distils  off  the  alcohol;  precipitates  the  tungstic  acid 
By  an  excess  of  hydrochloric  acid;  boils  the  milky  liquid  rapidly  over  an 
open  fire,  till  it  becomes  yellow;  collects  the  tungstic  acid  on  a  filter; 
and  lastly  washes  and  dries  it — If  the  heat  be  too  slowly  applied,  the 
mixture  remains  white;  the  precipitated  white  powder  must  be  collected 
on  a  filter,  again  dissolved  in  potash,   and  after  supersaturation  with 
hydrochloric  acid,  rapidly  heated  to  the  boiling  point.  (Mayer.)     It  is 
only  when  small  quantities  of  material  are  used  in  this  process  that  the 
tungstic  acid  is  obtained  yellow;  larger  quantities  remain  white.  (Witt- 
stein.) — The  mixture  of  wolfram,  nitre,  and  carbonate  of  potash,  must  be 
ignited  in  a  platinum  or  earthen  crucible  for  about  eight  hours,  till  the 
dark  green  mass  fuses  tranquilly  and  becomes  thick,  and  a  portion  taken 
out  for  trial  diffuses  itself  in  water  with  a  dark  green  colour,  the  inso- 
luble part  no  longer  feeling  gritty  when  rubbed  with  a  glass  stirring  rod. 
If  the  fusion  is  not  sufficiently  prolonged,  the  whole  of  the  tungstic 
acid   does  not  combine   with    the   potash,   whence   a  portion  is  lost. 
The  fused  mass  is  poured  out;  boiled  with  eight  times  its  weight  of 
water,  to  which  a  small  quantity  of  alcohol  is  added  to  precipitate  the 
manganese;  and  the  filtrate  precipitated  by  a  quantity  of  chloride  of 
calcium  equal  to  that  of  the  wolfram  used  in  the  first  instance.     Hydro- 
chloric acid   is  then   added  till   the   liquid  becomes  strongly  acid,  in 
order  to  redissolve  the  carbonate  of  lime  which  is  thrown  down  at  the 
same  time;  the  precipitated  tungstate  of  lime  washed  by  decantation 
and  subsidence,  and  boiled  with  a  largo  excess  of  hydrochloric  acid,  for 
a  quarter  or  half  an  hour,  till  the  yellow  colour  of  the  mixture  no 
longer  increases  in  depth :  the  tungstic  acid  is  then  thrown  on  a  filter, 
washed,  and  dried. — If  the  tungstate  of  lime  is  not  thoroughly  purified 
from  potash  by  wafihing,  the  tungstic  acid  set  free  by  the  hydrochloric 
acid  does  not  exhibit  a  yellow  colour.  (Wittstein,  Reperi,  73,  82.) — [As 
wolfram  is  generally  mixed  with  quartz,  the  tungstic  acid  prepared  by 
the  second  method  may  contain  silica,  unless  it  has  been  previously 
exhausted  by  ammonia,  filtered,  and  then  ignited.] — 3.  Berzelius  fuses 
one  part  of  wolfram  with  2  parts  of  carbonate  of  potash;  dissolves  the 
mass  in  water;  filters;  precipitates  with  nitric  acid;  digests  the  precipi- 
tate (consisting  of  tungstic  acid,  nitric  acid,  potash,  and  silica),  with 
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bihjdrosulphate  of  ammonia,  which  dissolves  the  tangsiic  acid;  filters; 
throws  down  sulphide  of  tungsten  by  nitric  acid;  washes  it  with  water 
containing  nitric  acid,  because  it  is  solnble  in  pure  water;  dries  the  pre- 
cipitate; and  converts  it  by  gentle  roasting  into  pure  tungstic  acid. — 
4.  Wohler  boils  the  wolfram,  after  fusion  with  an  aqueous  solution  of 
2  parts  of  carbonate  of  potash,  and  mixes  the  filtrate,  while  still  hot,  with 
sal-ammoniac.  On  cooling,  tungstate  of  ammonia  crystallizes  out ;  it  is 
then  washed  with  water  holding  sal-ammoniac  in  solution  (in  which  it  is 
less  soluble  than  in  pure  water),  and  ignited;  the  tungstic  acid  thus  obtained 
is  contaminated  with  a  small  quantity  of  potash. — 5.  For  this  reason  it 
is  better,  according  to  Wohler,  to  evaporate  the  alkaline  filtrate  with  the 
sal-ammoniac  to  dryness;  heat  the  residue  in  a  hessian  crucible  till  the 
sal-ammoniac  is  expelled;  and  prepare  the  brown  oxide  according  to  the  third 
method  (p.  25).  This  oxide,  by  ignition  in  an  open  Tessel,  is  readily 
converted  into  tungstic  acid. — 6.  According  to  Wohler,  also,  a  mixture 
of  one  part  of  powdered  wolfram  with  2  parts  of  chloride  of  calcium  may 
be  fused  in  a  hessian  crucible  for  an  hour;  and  the  mass — after  being 
poured  out,  cooled,  and  reduced  to  powder — ^boiled  with  water  to  dissolve 
out  the  chlorides  of  calcium,  iron,  and  manganese.  The  tungstate  of  lime, 
which  remains  undissolved,  is  then  to  be  boiled  with  concentrated 
hydrochloric  acid  to  remove  the  lime;  and  the  insoluble  tungstic  acid, 
washed,  dissolved  in  ammonia,  filtered,  evaporated  to  dryness,  and 
ignited. — 7.  From  Tvnffsten  (native  tungstate  of  lime)  tungstic  acid  may 
be  directly  separated  by  nitric  acid. 

Properties.  Tungstic  acid,  when  separated  from  any  of  its  salts  by 
boiling  with  an  acid,  forms  a  soft,  lemon-yellow  powder;  when  prepared 
by  igniting  tungstate  of  ammonia,  it  is  sulphur-yellow,  and  retains  the 
crystalline  form  of  the  ammoniacal  salt.  Specific  gravity  ^  5*274  f  Hera- 
path),  6  12  (De  Luyart^,  7*1396  (Karsten).  Its  colour  becomes  aarker 
when  it  is  heated. — It  is  tasteless,  and  does  not  redden  litmus,  at  least 
after  ignition.  When  rubbed  up  to  a'  fine  powder  with  water,  part  of  it 
goes  through  the  filter,  producing  a  white  milky  liquid. — [For  its  reaction 
with  fluxes,  see  p.  42.] 

Berzeliufl.  Bucholx.    DeLuyart.      Aiken. 

later,  earlier. 
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Decompositions.  Tungstic  acid  turns  green  when  exposed  to  the  direct 
rays  of  the  sun.  (De  Luyart.)  Probably,  the  organic  particles  and  dust 
diffused  in  the  air  may  exert  a  deoxidizing  action  upon  it,  so  that  a  small 

f>ortion  of  the  blue  oxide  may  become  mixed  with  the  tungstic  acid:  the 
OSS  of  oxygen  is,  however,  so  slight,  that  it  is  impossible  to  estimate  its 
amount. — By  strong  ignition  in  an  earthen  crucible,  tungstic  acid  is  con- 
verted into  the  blue  oxide,  which,  on  being  heated  to  redness  in  the  air, 
absorbs  2  per  cent,  of  oxygen,  and  is  again  converted  into  yellow  tungstic 
acid.  (DeLuyart.)  [This  effect  is  doubtless  produced  by  the  carbonic  oxide 
in  the  furnace,  since  the  blue  oxide  may  likewise  be  obtained  by  igniting 
tungstic  acid  in  a  current  of  carbonic  oxide  gas.] — By  ignition  with  sul- 
phur, it  is  likewise  converted  into  the  blue  oxide.  (De  Luyart.)  By 
charcoal,  at  a  low  red  heat,  it  is  reduced  to  the  brown  oxide  (by  which 
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eans  Bucholz  first  obtained  this  oxide);  at  a  higher  temperature,  it  is 
reduced  to  the  metallic  state. — By  hjdrogen  gas,  at  a  red  heat,  it  is  first 
reduced  to  the  dark  blue  oxide,  then  to  the  brown  oxide,  and  lastly,  at 
a  stronger  heat,  to  metallic  tungsten.  (Berzelius.) — By  potassium  or 
sodium,  at  a  gentle  heat,  it  appears  to  be  reduced^  with  vivid  incandes- 
cence, to  the  metallic  state  (Gay  Lussac  &  Th^nard); — by  ignition  with 
cinnabar,  to  sulphide  of  tungsten.  (Berzelius.) — In  contact  with  zinc  and 
hydrochloric  acid,  it  first  assumes  a  blue,  then  a  black,  and  then  a  violet 
colour,  and  is  finally  converted  into  the  copper-coloured  oxide.  (Wohler.) 
Protochloride  of  tin,  boiling  vinegar,  and  other  deoxidizing  agents,  convert 
tuncstic  acid  into  the  blue  oxide.  An  aqueous  solution  of  sulphurous 
acid  has  no  action  upon  tungsten  acid. 

Cofnbinaiions.-- a.  With  Water?  (see  p.  31,  4). 

h.  With  Acids. — Tungstic  acid  appears  to  be  insoluble  in  all  acids, 
excepting  concentrated  hydrochloric  acid  and  hydrofluoric  acid,  and  but 
slightly  soluble  even  in  those. 

c.  With  Salifiable  Bases,  yielding  the  Salts  of  Tumgstic  Acid; 
TuKGSTATES. — The  alkaline  and  earthy  tungstates  are  colourless.  The 
salts  of  tungstic  acid  have  a  very  high  specific  gravity.  They  are  fixed 
in  the  fire  unless  the  base  is  volatile.  The  only  salts  of  tungstic  acid 
that  are  soluble  in  water  are  the  tungstates  of  ammonia,  potash,  soda, 
lithia,  and  magnesia.  None  of  the  tungstates  are  dissolved  by  alcohol. 
Those  which  are  soluble  in  water  have  a  bitter  metallic  taste,  and  produce 
a  disagreeable  sensation  in  the  throat.  Sulphuric,  hydrochloric,  and  nitric 
acids  decompose  the  tungstates.  From  the  insoluble  tungstates  they  sepa- 
rate either  pure  tungstic  acid  in  the  form  of  a  yellow  powder,  or  a  white 
compound  of  tungstic  acid,  the  composition  of  which  has  not  yet  been 
determined  with  certainty.  [That  the  substance  thus  separated  is  tungstic 
acid,  is  proved  by  the  following  facts.  When  placed  in  contact  with 
hydrochloric  acid  and  zinc  or  iron,  it  is  first  converted  into  the  blue  oxide 
and  then  into  the  brown  oxide,  which,  on  removing  the  metal,  is  again 
converted,  by  exposure  to  the  air,  into  yellow  tungstic  acid ;  it  likewise 
imparts  the  characteristic  colours  to  borax  and  microcosmic  salt  before 
the  blowpipe  (p.  42).  The  undecomposed  tungstates,  however,  occa- 
sionally give  similar  reactions  with  the  fiuxes;  though  several  bases  are 
found  to  interfere  with  the  result.  (Berzelius.)]  A  solution  of  tungstate 
of  ammonia^  potash,  or  soda,  gives  with  sulphuric,  hydrochloric,  nitric, 
acetic,  and  phosphoric  acid,  at  ordinary  temperatures,  a  white  precipitate, 
which  contains  the  greater  portion  of  the  tungstic  acid  (a  small  quantity, 
however,  remains  dissolved);  the  precipitate  is  not  soluble  in  excess  of 
either  of  these  acids,  except  the  phosphoric.  Oxalic,  tartaric,  and  citric 
acids  do  not  precipitate  the  above-mentioned  alkaline  tungstates.  The 
precipitate  produced  by  hydrochloric  or  nitric  acid  becomes  yellow  after 
the  lapse  of  some  time,  but  more  rapidly  if  the  liquid  is  heated;  that  pro- 
duced by  sulphuric  acid  remains  white  for  a  longer  time,  and  does  not 
acquire  so  deep  a  yellow  colour  when  heated.  A  solution  of  an  alkaline 
tungstate  supersaturated  with  sulphuric,  hydrochloric,  phosphoric,  oxalic, 
or  acetic  acid,  yields,  on  the  introduction  of  a  piece  of  zinc,  a  beautiful 
blue  colour,  arising  from  the  formation  of  blue  oxide  of  tungsten;  this 
effect  is  not  produced  with  nitric,  tartaric,  or  citric  acid.  (H.  Rose.) — 
A  solution  of  the  above-mentioned  alkaline  tungstates  gives,  with  lime- 
water,  and  likewise  with  salts  of  baryta,  lime,  oxide  of  zinc,  oxide  of 
lead,  protoxide  of  mercury,  and  oxide  of  silver,  white  precipitates  of 
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tungstate  of  baryta,  dx.  After  an  addition  of  bihydrosnlphate  of 
ammonia^  the  Bolution  giyee  with  hydrochloric  acid,  a  yellow  precipitate 
of  tersulphide  of  tungsten. 

IT  Margueritte  (J,  Pliarm,  3'  9er.  7,  222)  describes  a  pecnliar  series 
of  alkaline  tungstates  containing  excess  of  acid  (from  2  to  6  atoms  to 
1  atom  of  base)  which  are  obtained  in  the  following  manner:  when 
hydrated  tungstic  acid  is  kept  for  some  time  in  a  moderately  concentrated 
solution  of  a  neutral  alkaline  tungstate,  at  a  high  temperature^  a  consi- 
derable quantity  of  the  acid  dissolves;  but  on  cooling,  the  saturated 
solution  again  deposits  tungstic  acid.  If  it  be  now  filtered,  a  second 
separation  of  the  acid  takes  place;  and  lastly,  a  salt  crystailizes  out, 
which  differs  in  form,  according  to  its  composition,  but  may  be  recrystal- 
lized  without  decomposition.  These  salts  are  not  decomposed  by  nitric^ 
hydrochloric,  or  sulphuric  acid  at  ordinary  temperatures,  but  only  on 
boiling.  Those  which  contain  two  atoms  of  acid  are  less  soluble  in 
water  than  those  in  which  the  proportion  of  acid  is  greater.  On  mixing 
their  solutions  with  caustic  alkalis  or  alkaline  carbonates,  a  precipitate  is 
formed,  consisting  of  hydrated  tungstic  acid  containing  alkali^  insoluble  in 
an  excess  of  the  precipitant  at  ordinary  temperatures,  but  instantly  disap- 
pearing on  adding  the  solution  of  a  neutral  tungstate.  These  salts  have 
a  strong  acid  reaction  and  very  bitter  taste;  when  heated,  they  lose 
water  and  become  yellow  and  insoluble.  This  effect  is  only  produced 
at  temperatures  above  220^  IT 

Nature  of  ike  Preciptt4Jte  produced  in  the  Solution  of  Tungstate  of 
Ammonia,  Potash,  or  Lithia,  on  the  addition  of  an  Acid. 

All  these  precipitates  agree  in  the  following  particulars :  their  taste 
is  sweet  and  bitter  at  the  same  time;  they  redden  litmus;  dissolve  in 
water,  especially  when  hot,  but  scarcely  at  all  in  water  containing  any 
portion  of  the  acid  by  which  they  have  been  precipitated  (hence,  accord- 
ing to  Berzelius,  they  are  precipitated  by  acids  from  an  aqueous  solution); 
and  are  turned  yellow  by  boiling  with  excess  of  sulphuric,  hydrochloric, 
or  nitric  acid. 

The  four  following  theories  concerning  the  nature  of  this  precipitate 
are  subjoined. 

1.  Scheele  erroneously  regarded  the  precipitate  as  pure  tungstic 
acid. 

2.  According  to  the  brothers  De  Luyart,  it  is  a  compound  of  tnngstio 
acid  with  small  portions  of  the  alkali  with  which  that  acid  was  pre- 
viously combined,  and  with  the  acid  used  to  eJQfect  its  precipitation. 
Hence  it  would  appear  that  the  precipitate  is  a  compound  of  tungstic 
acid  with  an  alkaline  sulphate,  hydrochlorate,  nitrate,  or  acetate. 

The  following  precipitates  were  more  particularly  examined. 

a.  Tungstate  of  Ammonia  precipitated  by  Nitric  Acid, — White 
powder;  tastes  sweet  at  first,  but  afterwards  very  bitter;  reddens  litmus. 
When  ignited  in  closed  vessels,  it  leayes  a  blue  residue;  in  open  vessels  it 
leaves  yellow  tungstic  acid.  With  potash  it  evolves  ammonia.  Turns  blue 
on  the  addition  of  sulphuric  acid.  Dissolves  sparingly  in  water;  the  solu- 
tion becomes  milky  and  blue  on  boiling,  and  deposits  a  blue  powder. 
The  solution  mixed  with  lime-water  disengages  an  ammoniacal  odour  and 
gives  a  precipitate  of  tungstate  of  lime;  and  the  filtrate,  after  being 
Freed  from  the  excess  of  lime  by  a  current  of  carbonic  acid  gas,  an<l  after- 
wards boiled  and  filtered,  leaves  nitrate  of  lime  on  evaporation. 
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b.  Tun^^staie  of  PoUuh  precipitated  by  Nitric  ^cm?.— Tbe  precijpitate 
tastes  sweet  and  th^i  bitter,  and  produces  an  unpleasant  sensation  in  the 
throat.  When  heated  it  evolves  nitric  acid.  The  residue  is  yellow  while 
hot,  but  white  after  cooling;  insoluble,  tasteless,  but  fusible  before  the 
blowpipe.  The  precipitate  turns  yellow  when  treated  with  sulphuric, 
hydrochloric,  or  nitric  acid,  which  removes  the  potash;  when  distilled  with 
sulphuric  acid,  it  gives  off  nitric  acid  vapours.  A  solution  of  this  substance 
in  water  is  not  precipitated  by  a  small  addition  of  the  above-mentioned 
acids,  even  on  boiling,  though  its  sweet  taste  is  diminished  and  its  bitter- 
ness increased;  but  a  larger  quantity  of  acid  added  to  a  boiling  solution 
precipitates  yellow  tungstic  acid.  The  solution  decomposed  with  lime- 
water,  then  filtered,  first  from  tungstate  and  afterwards  from  carbo- 
nate of  lime,  and  subsequently  evaporated,  yields  a  mixture  of  nitrate  of 
potash  and  nitrate  of  lime. 

c.  Tungstic  Acid  tmth  Acetic  Acid  and  Potash, — «.  When  an  aqueous 
solution  of  tungstate  of  potash  is  boiled  with  acetic  acid  and  then  left  to 
cool,  feathery  crystals  separate  from  it.  These  taste  sweet  at  first,  then 
bitter,  and  retlden  litmu&  On  ignition,  they  first  turn  blue,  then 
yellow,  and  after  cooling  appear  white.  An  aqueous  solution  of  this 
compound  is  precipitated  by  alcohol.  The  crystals  dissolve  in  warm 
acetic  acid,  producing  a  blue  colour;  on  cooling,  the  solution  becomes 
colourless,  and  deposits  on  the  sides  of  the  vessel  the  tenacious  mass  y. 
If  the  acetic  acid  solution  of  the  crystals  be  boiled  for  a  long  time,  its 
colour  is  destroyed,  and  it  deposits  nothing  on  cooling. 

/3.  If  the  acetic  acid  solution  is  nearly  evaporated  to  dryness,  and  the 
acetate  of  potash  removed  by  repeated  washing  with  alcohol,  a  very  bitter 
white  powder  remains,  which  is  neutral  to  blue  or  red  litmus,  behaves  in 
the  fire  like  a,  and  is  readily  dissolved  by  water;  the  solution  is  turned 
blue  by  sulphuric  acid,  and  gives  a  white  precipitate  of  sulphate  of  copper. 

y.  If  the  precipitate  6,  produced  in  a  solution  of  tungstate  of  potash 
by  nitric  acid,  is  dissolved  in  boiling  acetic  acid  and  then  left  to  cool,  it 
deposits  on  the  sides  of  the  vessel,  a  white,  adhesive,  waxy  mass,  which, 
after  kneading  in  water,  becomes  tenacious  like  bird-lime;  in  this  state  it 
has  a  greasy  and  very  sweet  taste,  but  after  drying,  becomes  dark  grey 
and  solid,  and  tastes  very  bitter.  It  behaves  in  the  fire  like  a.  The 
aqueous  solution  reddens  litmus,  turns  blue  on  the  addition  of  sulphuric 
acid,  and  precipitates  sulphate  of  copper. 

The  compounds  a,  /3,  and  y,  when  dissolved  in  water  and  treated  with 
lime-water  and  carbonic  acid  as  in  a,  yield  acetate  of  potash,  which, 
however,  in  the  case  of  /3,  is  mixed  with  carbonate  of  potash.  [So  far  De 
Luyart.] 

3.  According  to  Berzelius,  the  precipitate  consists  only  of  tungstic  acid 
combined  with  a  small  quantity  of  the  acid  used  for  precipitation,  and 
with  water.  According  to  the  same  authority,  the  precipitate  produced 
by  sulphuric  or  hydrochloric  acid,  is  white  and  very  soluble  in  pure 
water;  that  produced  by  nitric  acid,  yellow  and  but  sparingly  soluble. 

4.  Accoiding  to  Anthon,  the  precipitate  consists  of  hydrated  tungstic 
acid,  which  is  also  formed  when  the  anhydrous  yellow  tungstic  acid  is  washed 
for  a  long  time  with  water,  the  water  at  last  passing  milky  through  the 
filter,  in  consequence  of  the  formation  of  hydrate  of  tungstic  acid.  Anthon 
examined  the  precipitate  produced  by  nitric  acid.  A  warm  solution  of 
the  tungstate  of  potash  or  soda  remains  clear  on  the  addition  of  nitric 
acid ;  but,  on  cooling,  deposits  a  white,  bulky,  gelatinous  mass,  which, 
when  thoroughly  washed  and  dried,  appears  brilliant,  of  a  yellowish-grey 


i 


32  TUNGSTEN. 

colour,  and  translooent,  but  sometimes  black  and  opaque;  it  also  reddens 
litmus.  The  precipitate  loses  by  ignition,  13*5  per  cent.  (2  At.)  of  water, 
and  leaves  a  bluish-black  residue,  which,  after  being  boiled  with  nitric 
acid  and  subsequently  ignited  in  the  air,  is  converted  without  alteration 
in  weight,  into  yellow  tungstic  acid.  [Potash  was  not  sought  for.]  The 
precipitate  when  immersed  in  water  immediately  after  preparation,  fre- 
quently assumes  a  blue  colour,  the  water  itself  acquiring  a  violet  tint, 
even  without  exposure  to  the  direct  rays  of  the  sun :  if  the  water  contains 
chlorine,  the  colouring  does  not  take  place.  The  precipitate,  when  finely 
pounded,  dissolves  in  from  250  to  300  parts  of  cold,  and  in  30  parts  of 
boiling  water;  the  hot  solution  becomes  turbid  on  cooling;  the  cold  solu- 
tion is  not  clouded  by  the  addition  of  a  strong  acid.  The  precipitate 
dissolves  with  effervescence  in  the  alkaline  carbonates.  (Anthon.) 

IT  Laurent  (Ann.  Ckim,  Fhy%,  3,  21,  54),  from  an  examination  of 
tungstic  acid  ana  its  ammoniacal  salts,  concludes  that  it  is  susceptible  of 
at  least  5  or  6  modifications,  and  distinguishes  it  as  Tungstic  (the  ordi- 
nary variety),  ParcUungstic,  MetatungstiCy  Isotungstic,  and  Polytungttic 
acid,  according  to  its  saturating  power  (similarly  to  phosphoric  acid). 
Paratungstic  add  is  that  which  exists  in  the  bitungstates  with  or  without 
water,  and  the  formula  of  its  salts  is,  W^O^^  2M0.  Metatungstic  acid  is 
obtained  by  boiling  paratungstate  of  ammonia  for  several  hours,  and 
afterwards  heating  the  dry  salt.  The  solution  when  evaporated,  yields 
very  soluble  octohedrons.  It  is  not  precipitated  by  hydrochloric  acid: 
WW,  MO,  with  or  without  water.  Isotungstic  acid:  W*0*,  MO.  Prepared 
by  boiling  metatungstate  of  ammonia  with  excess  of  ammonia,  and  heating 
the  dry  salt  as  before.  The  ammoniacal  salt  is  sparingly  soluble  in  water. 
The  solution  deposits  isotungstic  acid  on  the  addition  of  acids.  Polg- 
tungstic  add:  probably  W'O^,  3M0.  Formed  by  treating  the  yellow 
acid  obtained  from  wolfram  with  ammonia,  and  slowly  evaporating  the 
solution;  paratungstate  and  isotungstate  of  ammonia  separate  first,  and 
the  mother-liquor  then  separates  into  two  strata,  one  of  which  is  brown 
and  of  a  syrupy  consistence,  and  is  converted  on  drying  into  a  readily 
soluble,  crystalline  mass.  This  liquid  mixed  with  boiling  hydrochlono 
acid,  yields  a  white  precipitate  of  polytun^stic  acid  which  is  not  gela- 
tinous, and  does  not  become  yellow  after  boiling.  Polytungstic  acid  is 
characterized  by  yielding  with  ammonia,  a  very  soluble  salt  which  forms 
a  gummy  mass  on  evaporation.  IT 


Tungsten  and  Phosphorus. 

Phosphide  of  Tungsten. — Prepared  by  Pelletier,  but  not  further 
examined. 

Tungsten  and  Sulphur. 

A.  Sulphide  op  Tungsten. — a.  Bisulphide;  Tungstous  Sulphide, 
SvXphotungstoiLS  Acid,  Wolfram-pyrites, — 1.  A  mixture  of  one  part  of 
tungstic  acid  with  6  parts  of  cinnabar  is  pressed  into  an  earthen  crucible, 
which  is  fitted  with  a  cover  and  placed  in  a  larger  crucible  filled  with 
charcoal,  and  the  whole  strongly  ignited  for  half  an  hour. — 2.  Vapour  of 
sulphur  or  hydrosulphuric  acid  gas  is  passed  over  tungstic  acid  strongly 
ignited  in  a  porcelain  tube.  (Berzelius.)  Sulphur  ignited  with  tungstic 
acid,  acts  on  it  but  imperfectly.  (Berzeliub.) 
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Soft,  greyish-black  powder,  which,  when  enbmitted  to  pressure,  acquires 
the  metallic  lustre  and  a  steel-grey  colour.  (Berzelius.) 

Berzelius. 
1.  2. 

W  96      ....       75      ....       75-04      ....      74-891 

28  32      ....       25       ....       24-96      ....       ^5109 

WS«   128       ....     100       ....     10000       ....     100000 

After  prolonged  ignition  in  the  air,  it  leaves  93*5  per  cent,  of  a  brown 
oxide,  which,  when  very  strongly  heated,  turns  green  without  any  change 
of  weight,  and  must  be  regarded  as  tungstic  acid.  By  aqua-regia,  it  is 
converted  into  tungstic  and  sulphuric  acid.  (Berzelius,  Ann,  Phil.  3,  245.) 
At  a  red  heat,  it  slightly  decomposes  aqueous  vapour,  but  with  greater 
jbcility  at  a  higher  temperature.  (Regnault.) 

b.  Termlpkide,  Tungstic  Sulphide^  Sulphotungstic  acid, — 1.  Formed 
by  dissolving  tungstic  acid  in  bihydrosulphate 'of  potash,  and  precipitating 
the  solution  by  an  acid. 

2W0»  +  3(K0, 2HS)  +  3S0«  =  2WS»  +  6H0  +  3(K0,  SO^). 

2.  By  saturating  an  aqueous  solution  of  tungstate  of  ammonia  with  hydro- 
sulphuric  acid  gas,  precipitating  bv  an  excess  of  acid,  then  washing  the 
precipitate  with  cold  water  and  drying  it.  As  the  tersulphide  of 
tungsten  is  somewhat  soluble  in  water,  the  water,  after  the  first  yellow 
liquid  has  passed  through  the  filter,  becomes  continually  darker  in  colour, 
and  on  evaporation,  leaves  tersulphide  of  tungsten  in  the  form  of  a  brown 
residue  less  soluble  in  water  than  before.  If  the  liver-coloured  precipitate 
is  boiled  with  hydrochloric  acid,  it  becomes  darker  in  colour,  and  ulti- 
mately blackish-olue,  from  closer  aggregation  of  its  particles,  but  remains 
soluble  in  water.  (Berzelius.) 

The  dried  precipitate  is  black,  but  yields  a  liver-coloured  powder. 

When  heated  in  a  retort  it  evolves  sulphur,  and  is  converted  into 
bisulphide  of  tungsten.  At  the  same  time  it  gives  off  traces  of  water 
and  hydrosulphuric  acid,  the  latter  being  either  combined  with  the  sul- 
phide of  tungsten,  or,  what  is  more  probable,  produced,  together  with 
portions  of  tungstic  acid,  by  the  decomposition  of  the  mechanically  com- 
bined water.  A  small  quantity  of  hydrosulphuric  acid  is  likewise  evolved 
by  merely  boiling  the  sulphide  in  a  retort  with  water.  It  dissolves  in  an 
aqueous  solution  of  potash  or  of  carbonate  of  potash  (in  the  latter  case 
without  effervescence,  because  bicarbonate  of  potash  is  produced),  yielding 
a  dark  brown  solution,  which  contains  a  compound  of  tersulphide  of 
tungsten  with  sulphide  of  potassium,  besides  tungstate  of  potash.  If  the 
solution  is  boiled  in  an  open  vessel,  it  attracts  oxygen,  and  becomes 
lighter  in  colour,  passing  through  green  into  yellow.  Solution  of  ammonia 
dissolves  dry  tersulphide  of  tungsten  very  slowly,  but  the  recently  pre- 
cipitated sulphide  somewhat  more  readily.  The  alkaline  bihydrosulphates 
dissolve  it,  with  evolution  of  hydrosulphuric  acid.  Water  dissolves  the 
tersulphide  in  small  quantity,  especially  with  the  aid  of  heat.  From  the 
yellow  solution,  sal-ammoniac  and  acids  precipitate  the  greater  part  of 
the  substance.  (Berzelius.) 

Tersulphide  of  tungsten  forms  with  the  more  basic  metallic  sulplijdes^ 
a  class  of  compounds  called  Stilpko-tungstates,  which  generally  have  the 
composition,  MS,WS',  the  symbol  MS  representing  the  more  basic  metallic 
sulphide.  The  compounds  with  the  alkali-metals  are  obtained  by  satu- 
rating an  aqueous  solution  of  the  tungstate  with  hydrosulphuric  acid: 
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KO,WO'+4HS  =  ES,WS>+4HO.  The  last  portions  of  tho  alkftline 
tungetate  are  decompoied  with  great  difficaliy  by  the  hydronilpharic  acid. 
The  insoluble  sulpho-tungstates  are  prepared  by  decomposing  a  solution 
of  one  of  the  soluble  compounds  with  another  metallio  salt.  The  com- 
pounds containing  the  alkali-metals  are  red  and  crystallizable,  taste  of 
sulphur^  and  yield  a  yellow  or  red  solution  with  water.  This  solution 
may  contain  MO^HS-f  WO^SHS.  The  liquid  gradually  becomes  colour- 
less when  exposed  to  the  air,  depositing  sulphur  and  tersulphide  of  tung- 
sten, while  tungstate  and  sulphate  of  the  alkali  remain  in  solution.  If 
the  base  is  in  excess,  oxidation  takes  place  more  rapidly  and  without 
separation  of  insoluble  matter.  The  aqueous  solution  is  still  capable  of 
dissolving  an  additional  quantity  of  tersulphide  of  tungsten,  which  colouni 
it  deep  brown ;  in  this  case,  a  more  careful  addition  of  acid  is  necessary. 
An  excess  of  acid  precipitates  the  tersulphide  of  tungsten,  with  evolution 
of  hydrosulphuric  acid  and  formation  of  an  alkaline  salt.  Those  oxides 
of  the  heavy  metals  which  retain  their  oxygen  with  but  feeble  affinity, 
are  decomposed  in  the  solution,  producing  an  alkaline  tungstate  and 
a  sulphide  of  the  metal  employed,  (e.  g.  aS,  WS'  +  4CuO  ;=  KO,  W0» 
-|-4CuS).  (Berzelius.) 

B.  TuNOSTATB  OF  Tersulphide  OF  Tttnostbn  t«-*If  an  aqueous 
solution  contains  an  alkaline  tungstate  and  an  alkaline  sulpho-tungstate 
together  [M0,W0'-hMS,W8*],  the  addition  of  an  acid  causes  the  sepa- 
ration of  a  light,  reddish-brown  compound,  which  is  not  blackened  by 
boiling  with  hydrochloric  acid,  but  when  dry  evolves  sulphurous  acid  on 
ignition,  and  leaves  a  greyish  blue  mixture  of  bisulphide  and  blue  oxide 
of  tungsten.  (Berzelius.) 

C.  StTLPHATE  OF  TuNosTio  AciD  % — Concentrated  nitric  acid  produces 
in  an  aqueous  solution  of  tersulphide  of  tungsten,  and  sulphuric  acid  in 
a  solution  of  tungstate  of  ammonia,  a  white  heavy  precipitate,  consisting 
of  sulphuric  acid,  tungstic  acid,  and  water.  On  ignition,  this  compound 
evolves  sulphuric  acid,  and  leaves  pure  tungstic  acid;  it  likewise  dis^ 
solves  in  water,  but  is  again  precipitated  by  nitric  or  sulphuric  acid. 
(Berzelius.) 

Tungsten  and  Bromine. 

A.  OxT-BROMiDB  OF  TuNOSTSN. — Formed  by  passing  vapour  of  bro- 
mine in  small  quantities  over  an  ignited  mixture  of  tungstic  acid  and 
charcoal.    Its  formula  is  W*OHW*Br*. 

B.  Tungstate  of  Bromide  of  TuNGSTBN.-^Formed  when  the  same 
mixture  is  raised  to  a  higher  temperature,  and  bromine  vapour  passed 
over  it  in  greater  quantity:  W0'-|-2WBr%  (Bonnet^  «7,  />n  C%em* 
10,  206.) 

A.  Bonnet.  B,  Bonnet. 

4W  ....    384    ....    47-06    ....     45-97  3W....H..    2880    ....    36-81     ....    37 

6Br  ....     302     ....     4804     ....     4800  6Br 4704     ....     6012     ....     60 

50    ....       40     ....       4*90     . ..       6-03  30 24-0     ....       3-07     ....       8 

816  ....  100-00  ,...  100-00  782-4  ....  10000  ....  100 
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Tungsten  and  Chlortnb. 

A.  Chloridb  of  Tungsten.— a.  Bichloride. — Tungsten  heated  in 
cUorine  gas  takes  fire  and  bums  with  a  dull  red  light,  sometimes  pro- 
ducing small  dark  red  needles  collected  together  in  woolly  tufts,  some- 
times a  deep  red,  dense,  fused  mass,  with  glassy  fracture.  The  com- 
pound fuses  readily  and  then  boils,  and  is  converted  into  a  red  yapour 
darker  in  colour  than  nitrous  acid.  (H.  Davy,  W6hler.) 

CalculAtion.  Malagnti. 

W  960      ....      67-55        ....        57-61 

2C1 70-8      ....      42-45        ....        42-39 

WCP  166-8      ....     100-00        Z       10000 

When  immersed  in  water  it  rapidly  assumes  a  violet  colour,  and  is 
gradually  resolved  into  brown  oxide  of  tungsten  and  aqueous  hydro- 
chloric acid.  (Wdhler.)  The  product  of  this  action  is  a  blue  oxide,  which, 
after  being  washed  and  dried,  does  not,  when  ignited  in  the  air,  absorb 
7-1  per  cent,  of  oxygen,  as  pure  tungstens  oxide  should  do,  but  at  most 
only  3-2  per  cent.;  probably  because,  after  being  separated  from  the 
chloride  of  tungsten,  it  is  converted  into  a  higher  oxide  by  exposure  to 
the  air.  (Malagnti.) — It  dissolves  in  solution  of  potash  with  evolution  of 
hydrogen  gas,  yielding  tungstate  and  hydrochlorate  of  potash,  With 
ammonia  it  behaves  in  the  same  manner,  excepting  that  the  solution 
is  yellow,  and  when  heated  becomes  colourless  and  deposits  brown  oxide. 
(Wbhler.) 

h.  Terchloride. — Dry  chlorine  gas  is  passed  over  heated  bisulphide  of 
tungsten.  (Wohler.)  For  this  purpose  a  tube  with  five  bulbs  is  used,  the 
end  being  orawn  out  to  a  fine  point.  The  first  bulb  contains  the  sulphide 
of  tungsten  heated  by  means  of  a  spirit-lamp.  At  first  a  white  cloud 
appears,  which  condenses  into  white  flakes  and  is  expelled  by  warming 
the  bulbs.  After  this,  the  red  compound  b  passes  into  the  second  bulb 
and  collects  in  the  form  of  an  oily  liquid.  Another  less  volatile  compound 
[which  Malagnti  regards  as  terchloride  of  tungsten :  see  below]  is  like- 
wise mixed  with  it.  .  To  purify  the  red  compound  6  from  this  substance^ 
the  second,  third,  and  fourth  bulbs  are  warmed  in  succession,  so  that  it 
finally  collects  in  the  fifth  bulb  in  a  state  of  purity,  while  the  less 
volatile  compound  remains  behind.  The  fifth  bulb  is  then  separated  from 
the  rest  by  fusion  in  the  flame  of  a  spirit-lamp.  (Malagnti.) 

Terchloride  of  tungsten  crystallizes  in  very  long,  transparent  needles 
of  a  dark  red  colour;  it  fuses  readily,  and  on  cooling,  reorystallizes  in 
needles  which  adhere  to  the  glass  vessel.  It  is  easily  converted  into 
vapour^  the  colour  of  which  resembles  that  of  hyponitric  acid.  (W&hler.) 

Calcnlation.  Malaguti. 

W 06*0        ....        47-48        ....        51-35 

3Cl 106-2        ....        52-52 


WCl»  202-2        ....       10000 


•  •ft 


•  ••■ 


Malagnti,  from  his  analysis  of  the  compound  6,  deduces  the  formula 
W^CP.  Nevertheless,  he  satisfied  himself  that  when  treated  with  water, 
in  the  absence  of  all  oxidising  agents,  it  is  immediately  converted  into 
hydrochloric  and  tungstic  acids  without  any  evolution  of  hydrogen  gas; 

D  2 
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whereas  WCl'  would  neceasarily  be  resolved  into  liydrochloric  acid 
and  blue  oxide  of  tungsten.  In  the  preparation  of  the  compound  h,  a 
second  and  less  volatile  substance  is  formed,  which  Malaguti,  according 
to  his  own  analysis,  regards  as  tercbloride  of  tungsten,  but  which,  accord- 
ing to  H.  Rose*s  experiments,  is  a  compound  of  tungstic  acid  with  teN 
chloride  of  tungsten  (described  under  B).  The  formation  of  tungstic  acid 
probably  took  place  because  the  chlorine  which  acted  on  the  sulphide  of 
tungsten  was  not  quite  free  from  air  or  moisture.  Probably  also  the  volati- 
lization of  the  compound  b  from  one  bulb  into  the  other  aid  not  suffice  to 
separate  this  tungstate  of  cbloride  of  tungsten  completely,  so  that  the 
compound  b,  when  decomposed  by  water,  yielded  too  large  a  quantity  of 
tungstic  acid,  and  Malaguti  calculated  the  tungsten  accordingly;  and  as 
he  did  not  estimate  the  amount  of  chlorine^  the  matter  remained  unex- 
plained. 

Tercbloride  of  tungsten  is  almost  immediately  decomposed  by  exposure 
to  the  air  (by  the  action  of  the  moisture  present)  into  hydrochloric  and 
tungstic  acicTs ;  in  water  it  swells  up  with  a  hissing  noise  and  evolution 
of  heat,  like  lime  in  the  act  of  slaking,  and  is  almost  entirely  converted 
into  hydrochloric  and  tungstic  acids.  (Wohler.) 

B.  Tungstate  of  Chloride  of  Tungsten. — Dry  chlorine  is  passed 
over  brown  oxide  of  tungsten  heated  in  the  bulb  of  a  glass  tube.  Under 
these  circumstances,  this  brown  oxide  becomes  incandescent,  whereas  the 
black  oxide  does  not.  The  bulb  becomes  filled  with  dense  yellowish 
yapours  which  condense  into  scales.  (Wohler.) 

3W02  +  3C1  =  WC1«,  2W0» 

Yellowish  white  scales,  resembling  boracic  acid;  readily  volatilized, 
even  before  fusion,  in  dark  yellow  vapours,  which  have  a  pungent  odour 
like  that  of  hydrochloric  acid.  (Wohler.) 

Calculation.  H.  Rose.  Malaguti.  Bonnet, 

3W 2880      ....       65-13       ....       66-67       ....       46-72      ....       55-2 

3C1 106-2       ....       24-01       ....  ....  ....       40-0 

60 48-0       ....       10-86       .... .^ 4-8 

WC1»,2W08 442-2       ....     100*00      ....  ....  ....     100-0 

According  to  Bonnet,  the  formula  should  be  2WC1^  W0\  This 
substance,  wnen  strongly  heated,  is  partially  resolved  into  fixed  tungstic 
acid,  volatile  bichloride  of  tungsten,  and  chlorine  gas.  Hence,  a  small 
quantity  of  bichloride  of  tungsten  (separable  by  its  greater  volatility)  is 
lormed  during  the  preparation,  partial  decomposition  taking  place  at  the 
heated  sides  of  the  glass  bulb.  (H.  Rose.)  When  exposed  to  a  damp 
atmosphere  it  is  conyerted,  in  the  course  of  a  few  hours  or  days,  into 
hydrochloric  acid  gas  and  tungstic  acid;  water  decomposes  it  rapidly, 
the  products  being  tungstic  and  hydrochloric  acids.  When  this  compound 
is  yolatilized  over  a  spirit-lamp,  the  aqueous  vupour  generated  by  the 
combustion  decomposes  the  volatile  chloride  of  tungsten,  producing 
vapours  of  hydrochloric  acid,  and  a  luminous  smoke,  which  diffuses  itself 
through  the  room,  and  afterwards  condenses  into  thin  yellow  flakes 
of  tungstic  acid.  Solution  of  ammonia  dissolves  the  chloride  of  tung- 
sten instantaneously,  with  a  hissing  noise  and  great  rise  of  tenipe* 
ratare,  the  products  being  tungstate  and  hydrocmlorate  of  ammonia* 
(Wohler.) 
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C.  HTDR0C&L6RATE  OP  TuNGSTic  AciD. — Highly  concentrated  hydro- 
chloric acid  dissolves  tungstic  acid  in  small  quantities;  water  precipitates 
from  the  solution  a  white  curdy  substance  ^tungstic  acid  containing 
hydrochloric  acid?).  (Berzelius.)  The  precipitate  obtained  by  super- 
saturating a  solution  of  tungstate  of  ammonia  with  hydrochloric  acid  is 
likewise  regarded  by  Berzelius  as  a  compound  of  tungstio  and  hydro- 
chloric acids. 

TUNGSTGX  AND   FlUORINE. 

Flctoride  of  Tungsten  and  Hydrqfluatb  op  Tungstic  Acid. — 
Tungstio  acid  after  ignition  is  sparingly  dissolved  by  aqueous  hydrofluoric 
acid;  that  which  is  prepared  in  the  wet  way  forms  with  hydrofluoric 
acid  a  yellow  milky  liquid  soluble  in  a  large  quantity  of  water.  The  solu- 
tion, when  slowly  evaporated,  yields  a  yellow  syrup,  which,  at  a  higher 
temperature,  gives  oft'  a  portion  of  its  acid  and  solidifies  to  a  greenish, 
fissured  mass.  This  mass  is  not  decomposed  when  ignited  in  a  close  vessel; 
it  redissolves  imperfectly  in  water,  forming  a  milky  liquid  as  above; 
the  insoluble  part  consists  of  tungstic  acid,  which  retains  a  portion  of 
the  hydrofluoric  acid  so  obstinately,  that  the  latter  can  only  be  expelled 
by  igniting  the  tungstic  acid  with  lumps  of  carbonate  of  ammonia.  The 
solution  contains  tungstic  acid  with  excess  of  hydrofluoric  acid.  Ter- 
fluoride  of  tungsten  forms  with  the  more  basic  metallic  fluorides,  com- 
pounds which  nave  not  yet  been  isolated,  and  are  known  only  in  combi- 
nation with  tungstates  of  the  metallic  oxides.  (Berzelius.) 


Tungsten  and  Nitrogen. 

A.  Nitrate  op  Tungstic  Acid. — The  lemon-yellow  precipitate  pro- 
duced in  a  solution  of  tungstate  of  ammonia  by  nitric  acid  must,  accord- 
ing to  Berzelius,  be  regarded  as  thus  constituted.  It  dissolves  in  pure 
water,  forming  a  yellow  solution,  and  is  again  precipitated  on  the  addi- 
tion of  nitric  acid. 


B.  Tungstate  of  Ammonia. — a.  Monotungstate. — Obtained  in  solu- 
tion by  leaving  tungstic  acid  for  some  time  in  contact  with  ammonia.  The 
liquid,  added  to  a  solution  of  chloride  of  calcium,  precipitates  mono- 
tunffstate  of  lime;  but  when  evaporated,  it  evolves  ammonia  and  yields 
the  oitungstate.  (An then.) 

b.  Bihingstate  of  Ammonia. — Tungstic  acid  separated  from  wolfram 
by  acids,  dissolves  in  ammonia  with  ease;  the  ignited  acid  less  readily; 
and  the  blue  oxide  more  slowly  still. — 1.  Tungstic  acid  prepared  from 
wolfram  by  the  first  method  (p.  26)  with  hydrochloric  acid  and  aqua- 
regia,  is  digested  in  aqueous  ammonia;  and  the  solution  filtered  and  eva- 
porated to  the  crystallizing  point.  The  solution  prepared  with  the  aid 
of  heat,  deposits  yellow  flakes  on  cooling,  which  dry  up  to  a  yellowish 
brown,  transparent,  resinous  mass,  consisting  of  tungstic  acid  and  sesqui- 
oxide  of  iron.  The  liquid  flltered  from  this  substance  yields  pure  crys- 
tals of  the  salt.  The  mother-liquor  leaves,  on  evaporation^  a  gummy 
mass  (before  remarked  by  Bucholz,  and  declared  to  be  the  pure  salt), 
likewise  consisting  of  tungstate  of  ammonia,  but  probably  of  diflerent 
composition. — 2.    When  a  hot  aqueous  solution  of  monotungstate  of 
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potash  or  soda  is  mixed  with  8al-aininoniae,  ammonia  ig  set  free,  and, 
as  the  liquid  coolSy  bitungstate  of  ammonia  crystallises  out,  (Wbhler, 
Anthon.) 

The  salt  crystallizes  in  four-sided  needles  containing  water,  or  in 
rhombic  tables,  having  an  acrid,  bitter,  metallic  taste.  According  to 
Anthon,  it  reddens  litmus  slightly. 

Yanq.  h 
Benelins.  Anthon.      Hedit. 

CiyBtallixed.  1.  2. 

NH' 17    ....      6-18     ....      5-63    ....      6*338    ....      6    ....    78 

2WO"   240     ....     87-27     ....     88-80     ....     87-000     ....     87 

2HO 18     ....      6-55     ....      5'67    ....      6*662     ....       7 

NH<0,2W0*  +  Aq.  275     ....  10000    ....  10000    ....  100000    ....  100 

The  crystals  do  not  undergo  an^  alteration  in  the  air.  They  cannot, 
however,  be  rendered  anhydrous  without  decomposition.  At  a  red  heat 
they  evolve  water,  ammonia,  and  nitrogen  gas,  and  leave  blue  oxide  of 
tungsten,  or,  if  air  is  admitted,  tungstic  acid.  (De  Luyart.)T-They  dis- 
solve in  25  or  28  parts  of  cold  water,  but  not  in  alcohol.  fAnthon.) 
The  aqueous  solution  evolves  ammonia  when  evaporated,  ana  becomes 
more  acid  in  consequence.  (De  Luyart.) — It  yields  a  white  precipitate 
with  nitric  acid,  which,  after  long  standing,  or  immediately  on  boiling, 
becomes  yellow.  IT  Margaeritt6  has  succeeded  in  forming  two  new  com- 
pounds of  tunpstic  acid  with  ammonia:  the  first — NH*0,3WO*+5HO— 
forms  octohedral  crystals,  which  melt  under  water  like  phosphorus;  the 
second — NH*0,6WO*+6HO — separates  in  definite,  scaly  crystals.  IT 

C.  SuLPHo-TUNGSTATE  OP  Ammonium. — NH*S,WS'. — If  a  concentrated 
solution  of  tungstate  of  ammonia  is  saturated  with  hydrosulphuric  acid 
gas,  this  compound  gradually  separates  in  difilcultly  soluble,  yellowish  red 
crystals.  The  mother-liquor  yields  by  spontaneous  evaporation  yellow 
rectangular  tables,  which  in  other  respects  possess  similar  characters  to 
the  above,  and  are  consequently  dimorphous.  The  crystals  decrepitate 
strongly  when  heated,  evolve  water  and  hydrosulphate  of  ammonia, 
and  leave  grey  bisulphide  of  tungsten,  having  a  metallic  lustre  and  the 
form  of  the  crjrstalline  fragments  after  decrepitation.  They  dissolve 
more  readily  in  pure  water  than  in  Irater  containing  a  saline  substance  in 
solution.  The  solution  is  slowly  decomposed  by  exposure  to  the  air. 
(Berzelius.) 

D.  Fluoride  of  Tungsten  with  Hybrofluate  of  Ammonia,  or 
Fluoride  of  Tungsten  and  Ammonium. — Ammonuhjluoride  qfiufi^tten, 
— Analogous  to  the  corresponding  potashnsalt^  both  in  externad  appearance 
and  in  composition,  (Berzelius.) 

Tungsten  and  Potassium. 


A.  Tungstate  op  Potash. — a.  Monotunggtate, — 1.  Tungstic  acid  is 
digested  with  an  equivalent  quantity  of  aqueous  caustic  potash  or  carbonate 
of  Dotash  (in  the  latter  case  carbonic  acid  is  expelled),  the  solution  filtered, 
and  evaporated  to  the  crystallizing  point. — 2.  One  part  of  carbonate  of 
potash  is  heated  to  fusion  in  an  iron  crucible,  and  powdered  wolfram 
thrown  into  it  as  long  as  effervescence  continues — for  which  purpose  about 
one  part  is  necessary.   The  mass  is  kept  for  some  time  in  a  state  of  fusion] 
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ftftar  wbioh  it  is  poured  out,  broken  to  pieces^  boiled  in  water,  and  the 
Bolntion  filtered  and  evaporated  to  dryness;  the  residue  is  then  treated 
with  an  equal  weight  of  luke-warm  water,  which  generally  leaves  a  per* 
tion  of  bitunffstate  of  potash  nndissolyed, — ^then  filtered,  partially  evapo*- 
rated,  and  left  to  crystallice.  (Anthon.) 

The  salt  has  a  rough,  bitter  taste  and  strong  alkaline  reaction;  it 
fuses  just  below  redness,  and  forms  a  transparent  liqaid,  which  solidifies 
to  a  crystalline  mass  on  cooling.  Crystal liies  from  an  aqueous  solution  in 
hydrated  six-sided  prisms,  with  two  of  their  lateral  faces  broader  than  the 
rest;  and  either  having  the  terminal  edges  replaced  by  planes,  or  acumi- 
nated, or  with  dihedral  summits  resting  on  the  broader  lateral  faces. 
Attracts  moisture  from  the  air,  and  dissolves  in  an  equal  weight  of  cold 
water  and  in  half  its  weight  of  boiling  water,  the  salt  b  often  separating, 
and  the  solution  retaining  an  excess  of  potash.  Sulphuric,  hydrochloric, 
or  nitric  acid,  produces  a  white  precipitate  in  a  dilute  solution  of  the 
salt  (p.  31);  but  with  a  concentrated  solution,  on  boiling,  these  acids  form 
a  yellow  precipitate  of  pure  tungstic  acid.  (Anthon.) 


Anhydrous. 

KO 47-2     ....      28-23 

WO»    1200    ....      71-77 


Crystallized.  Anthon. 

KO  ....      47-2     ....       22*24  ....       22-0 

WO*....     120-0     ....       56-55  ....       57-5 

5H0....      45-0     ....       21-21  ....       205 


KO,WO»....     167-2 


100-00 


+  5Aq.     212-2 


100-00 


100-0 


I.  JBitungstate, — 1.  To  the  salt  a,  in  a  state  of  fusion,  a  quantity  of 
tungstic  acid  is  added  equal  to  that  which  it  contains;  and  the  mass  when 
cold  is  broken  up,  boilea  in  a  small  quantity  of  water,  filtered,  and  left 
to  crystallize  on  cooling. — 2.  To  a  boiling  aaueous  solution  of  caustic 
potash,  carbonate  of  potash,  or  monotungstate  ot  potash,  tungstic  acid  is 
added  as  long  as  it  dissolves,  and  the  liquid  filtered  boiling  hot  and  left 
to  cool.  The  resulting  crystalline  powder  becomes  anhydrous  when 
heated. 

The  anhydrous  salt  turns  yellow  when  heated,  and  fuses  below  red- 
ness to  a  clear  yellow  liquid,  which,  on  cooling,  solidifies  in  a  bluish  or 
greenish  mass  of  crystals.  It  reddens  litmus,  and  tastes  like  the  salt  a, 
but  not  so  strong.  The  hydrated  crystalline  powder  appears  under  the 
microscope  to  consist  of  rhombic  tabular  crystals,  which,  by  replacement 
of  the  edges,  are  converted  into  hexagonal  prisms.  The  crystals  are  per- 
manent in  the  air.  They  dissolve  in  100  parts  of  water  at  16°,  and  in  8^ 
parts  of  boiling  water,  separating  for  the  most  part  as  the  liquid  cools. 
The  solution  is  precipitated  white  by  acids,  but  not  till  after  some  time 
if  largely  diluted.  (Anthon.) 


Anhydrous. 

KO    47-2    ....     16-43 

2W0»    240-0    ....     83-57 


KO  ... 

2W0» 

2H0.. 


Crystallized.  Anthon. 

47-2     ....     15-46  ....     14-25 

240-0    ....     78-64  ....     79*75 

18-0     ....       5-90  ....       600 


K0,2W0»....     287-2     ....100-00  +2Aq 305-2 


100*00 


100-oa 


c.  ffyper-aeid  SalL^^When  an  excess  of  tungstic  acid  is  fused  with 
hydrate  or  carbonate  of  potash,  a  bluish  grey,  crystalline,  metallic-shihinr 
mass  is  produced;  it  appears  to  yield  the  salt  b  to  boiling  water.  (Anthon.) 
T  Margueritt^  describes  a  pentatungstate  of  potash^— K0,5W0*  +  8H0-i- 
which  forms  prismatic  crystals.  IT 
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C.  SuLPHO-TCNOSTATE  OP  PoTAS8i0M. — KS,WS*. — Formed  by  treating 
tnngstate  of  potasH  with  hydrosulpliuric  acid,  or  by  dissolying  tiingstic 
acid  or  tersmpbide  of  tungsten  in  bydrosulphate  of  potash,  or  teraul- 
phide  of  tnngsten  in  caostic  potash. — An  aoneous  solution  of  mono- 
tnngstate  of  potash  is  saturated  with  hydrosuiphuric  acid  gas,  and  the 
brownish  yellow  solution  evaporated,  either  in  vacuo  over  potash,  or 
simply  by  exposure  to  the  air.  In  the  former  case,  small  yellow 
crystals  are  obtained;  in  the  latter,  pale  red^  broad,  flat,  four-sided  prisms, 
with  dihedral  summits.  The  crystals  are  anhydrous.  When  heated  in 
a  close  vessel,  they  fuse  without  decomposition,  and  form  a  dark  brown 
mass,  which  becomes  brownish  yellow  on  cooling.  The  salt  dissolves  in 
water,  forming  a  brownish  yellow  solution,  from  which  it  is  precipitated 
by  alcohol,  after  some  time,  in  delicate,  cinnabar-coloured  prisms;  but  the 
precipitation  is  not  complete,  for  the  salt  is  also  slightly  soluble  in  alcohol. 
By  careful  addition  of  an  acid  to  the  aqueous  solution,  the  compound  is 
converted  into  KS,  2WS',  the  dark  brown  solution  of  which  leaves  a  black 
mass  on  evaporation.  (Berzelius.) 

Crystallixed.  Bendiiu. 

K 39-2        ....        19-68        ....        19-91 

W    96-0        ....         48-19        ....        46*80 

4S   ^         64-0        ....         3213 

KS,  WS»  ~,        Z       199^2        Z       100  00 

IT  TUNCMSTATE  OP  PoTASH  ANP  Ammonia.— -NH^O,  KO,  4WO*H-6HO. 
—Prepared  by  Margueritt^.  T 

D.   SULPHO-TITNGSTATB  OP  POTASSIUM  WITH  NiTRATB  OP  PoTASD.— 

2(KS,  WS'^  +  KO,  NO'.— If  the  solution  of  monotungstate  of  potash  which 
is  saturatea  with  hydrosuiphuric  acid,  contains  nitre — ^brilliant,  ruby-red, 
transparent,  anhydrous  crystals  are  obtained,  which  remain  unaltered 
after  repeated  crystallization.  The  crystals  explode  like  gunpowder  just 
as  they  beffin  to  melt,  and  leave  a  pale  yellow  mass,  from  which  water 
extracts  suTpho-tungstate  of  potassium  and  tungstate  of  potash,  leaving  an 
insoluble  residue  of  bisulphide  of  tungsten.  Sulphuric  or  hydrochloric 
acid  disengages  hydrosuiphuric  acid  gas,  and  with  the  aid  of  heat,  nitric 
oxide  also;  whereupon,  a  portion  of  the  precipitated  tersulphide  of  tung- 
sten immediately  turns  yellow.  Hydrated  oxide  of  copper  converts  the 
solution  of  this  compound  into  a  solution  of  nitrate  and  tungstate  of  cop- 
per, with  separation  of  sulphide  of  copper.  The  compound  is  very  soluble 
in  water,  and  disEolves  almost  as  readily  in  cold  water  as  in  hot.  The 
solution  has  a  deep  red  colour,  and  the  salt  is  precipitated  from  it  by 
alcohol  in  crystalline  grains.  (Berzelius.) 

TUNOSTBN  AND  SODIUM. 

A.  TuNGSTATB  OP  SoDA. — a,  Monotung^oU. — Prepared  by  dissolving 
tungstio  acid  in  solution  of  caustic  soda,  or  by  fusing  wolfram  with  car- 
bonate of  soda,  and  exhausting  with  water.  Anthon  projects  powdered 
wolfram  into  fused  carbonate  of  soda  as  long  as  it  causes  effervescence; 
keeps  the  mass  at  a  red  heat  for  some  time;  reduces  it  to  powder  when  cold; 
boils  it  for  some  time  with  water;  filters  the  solution;  and  evaporates  to 
the  crystallizing  point.— By  heating  the  crystals,  the  salt  may  be  obtained 
anhydrous.     In  this  state  it  is  white,  opaque,  and  permanent  in  the  air, 
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and  lias  a  bitter,  rough,  saline  taste,  and  alkaline  reaction.  It  fuses 
below  a  red  heat,  and  forms  a  clear  liquid,  which  solidifies  to  an  opaque, 
crystalline  mass.  (Anthon.)  Before  the  blowpipe,  the  fused  salt  first 
becomes  blackish  blue  and  afterwards  reddish  brown.     It  is  not  decern- 

Sosed  by  ignition  in  an  atmosphere  of  hydrogen.  (Wohler.)  The  crystals 
eposited  from  an  aqueous  solution  are  translucent,  of  a  pearly  lustre,  and, 
according  to  Yanquelin  &  Hecht,  have  the  form  of  long,  four-sided  laminse, 
•^-accormng  to  Anthon,  of  rhombic  tables. — The  crystals  dissolve  in 
4  parts  of  cold  and  in  2  parts  of  boiling  water  (Vauquelin  &  Hecht);  m 
1*1  pt.  of  cold  and  in  0*5  pt.  of  boiling  water  (Anthon). 


NaO  

WO*  

Anhydrous* 
31-2     ....     20-63 
..     120-0    ....     79-37 

NaO 

W0» 

2HO    

CiyBtalline. 

31-2     ....     18-44 

..     120-0    ....     70-92 

18-0    ....     10-64 

Anthon. 

....     18-1 
....     71-0 
....     10-9 

NaO^WC 

..     151  2    ....  10000 

+  2Aq 

..     169-2    ....  100-00 

....  100-0 

b.  BUungstate, — 1.  Formed  when  tungstic  acid  is  thrown  into  a 
fused  mass  of  the  salt  a, — Wohler  adds  the  tungstic  acid  as  long  as  it 
continues  to  be  dissolved,  and  then  allows  the  mass  to  cool. — Malaguti,  to 
avoid  obtaining  an  acid  salt,  uses  a  smaller  quantity  of  tunsstic  acid,  so 
that  a  portion  of  the  salt  a  remains  unacted  on,  and  is  afterwards  dis- 
solved out  by  boiling  water,  leaving  the  salt  6  in  the  form  of  scales. — 
2.  A  hot  solution  of  caustic  soda  or  of  carbonate  or  monotungstate  of  soda 
is  completely  saturated  with  tungstic  acid;  the  hot  filtrate  allowed  to 
crystallize;  and  the  mother-liquor  again  evaporated,  to  obtain  an  addi- 
tional quantity  of  crystals.  (Anthon.) — IT  3.  An  aqueous  solution  of 
monotungstate  of  soda  (as  obtained  by  fusing  a  mixture  of  wolfram  and 
carbonate  of  soda,  and  exhausting  with  water)  is  mixed  with  hydrochloric 
acid  till  the  precipitated  acid  is  no  longer  dissolved  on  agitation.  The 
liquid  is  then  filtered — evaporated — separated  from  the  tungstic  acid 
which  first  separates — and  then  from  the  chloride  of  sodium — and  lastly 
set  aside  to  crystallize.  (Margueritte.)  IT 

The  fused  anhydrons  salt  obtained  by  the  first  method,  crystallizes  as 
it  cools,  forming  long  needles  on  the  surface.  (Wohler.)  In  the  fused 
state  it  forms  a  transparent,  yellowish  liquid.  (Anthon.) — When  ignited 
in  a  current  of  hydrogen  gas,  it  assumes  a  copper  colour,  which  is  at  first 
superficial  only,  but  gradually  extends  throughout  the  mass,  and  on  cool- 
ing, changes  to  golden  yellow;  it  appears  to  be  converted  by  this  process 
into  a  mixture  of  the  salt  a  with  tungstate  of  tungstous  oxide  and  soda. 
(Wohler.) — The  crystals  deposited  from  an  aqueous  solution,  which  also 
contain  water,  are  striated  rhombohedrons  resembling  those  of  nitrate  of 
soda;  they  are  permanent  in  the  air;  redden  litmus;  and  have  at  first  a 
sweet,  afterwards  a  rough,  bitter  taste,  and  dissolve  in  8  parts  of  cold 
water.  (Anthon.)  [The  white  unctuous  scales  which  Malaguti  obtained 
by  the  first  method  appear  to  be  less  soluble.] 

Anhydrous.  Crjst.  from  water.       Anthon* 

NaO  31-2    ....     11'51        NaO 31-2     ....    1016    ....      9 

2W03 240-0     ....     88-49         2W0»  2400    ....     7812     ....     79 

4HO    360     ....     11-72     ....     12 

NaO,2W03  ....     271-2     ....  lOOOa         +4Aq 307*2     ....  100-00     ....  100 

IT  Margueritte  describes  this  salt  as  forming  laminated  crystals  which 
contain  A\  atoms  of  water,  and  are  decomposed  by  acids  at  ordinary 
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tempermtures.    He  aUo  meniioDs  a  salt  oontaining  4  atoms  of  aoid  = 
NaO,4WO*+8HO.  IT 

Tungstio  aoid  gives  with  carbonate  of  soda,  on  platinum  wire  before 
the  blowpipe,  a  transparent,  dark  yellow  glass,  which,  on  cooling,  crys- 
tallizes to  a  white  or  yellowish  )vhite  opaqae  mass.  By  exposure  to  the 
inner  flame  on  charcoal,  tungsten  is  reduced.  (Berselins.) 

G.  Tungstic  acid  3ri6lds  with  borax,  in  the  outer  blowpipe  flame,  a 
transparent  glass,  which  remains  clear  even  after  gentle  flaming;  In  the 
inner  flame,  the  glass  acquires  a  yellow  colour,  darker  in  proportion  to 
the  quantity  of  tungstic  acid  present;  on  cooling,  it  changes  to  blood-red. 
The  addition  of  tin  renders  the  glass  milk-white  on  cooling.  (Berzelius.) 

D.  With  microcosmic  salt,  in  the  outer  flame,  tungstic  acid  gives  a 
colourless  or  yellowish  glass;  in  the  inner  flame,  a  splendid  blue.  The 
addition  of  tm  accelerates  the  appearance  of  the  blue  colour.  When 
either  alumina  or  silica  is  present,  the  tin  is  necessary  to  bring  out  the 
colour.  If  iron  is  present,  the  glass  assumes  a  blood-red  colour  in  the 
inner  flame;  on  the  addition  of  tin,  however,  this  colour  changes  to  green 
or  blue,  e6i>ecial1y  if  the  substance  does  not  contain  too  large  an  excess  of 
tungstic  acid,  (^rzelius.) 

E.  SuLPHo-TUNosTiTB  OF  SoDtuM? — NaS,3WS*. — The  blackish-grey 
substance,  insoluble  in  water  and  decomposible  by  aqusrregia,  which, 
according  to  Wbhler,  remains  after  igniting  a  mixture  of  tungstate  of 
tun^tous  oxide  and  soda  with  sulphur,  must  be  regarded  as  a  compound 
of  this  nature  (p.  47). 

F.  SuLPHO-TUNosTATE  oi"  SoDitTM. — NaS,WS*. —  Crystallizes  with 
difficulty  from  a  highly  concentrated  aqueous  solution ;  with  greater 
facility,  however,  from  an  alcoholic  solution,  by  spontaneous  evaporation. 
Forms  an  entangled  mass  of  crystals,  which  rapidly  attract  moisture  from 
the  air,  and  become  yellow.  If  an  excess  of  sulphide  of  sodium  is  used, 
a  salt  equally  soluble  in  alcohol  is  produced,  which  soon  becomes  moist  in 
the  air,  and  oxidizes  at  the  same  time.  (Berzelius.) 


Tungsten  and  Lithium. 


Tungstate  of  Lithia. — a.  JUonotungstate, — 1.  Tungstic  acid,  after 
ignition,  is  dissolved  in  a  boiliuff  aqueous  solution  of  carbonate  of  lithia; 
and  the  solution,  which  is  but  slowly  formed,  evaporated  to  the  crystal- 
lizing point.  (C.  Gmelin.) — 2.  Tungstic  acid  is  projected  into  fused  car- 
bonate of  lithia  as  long  as  effervescence  is  produced;  and  the  resulting 
mass  dissolved  in  water  and  set  aside  to  crystallize.  (Anthon.)  The  salt 
forms  short,  thick,  oblique  rhombic  prisms,  of  a  sharp,  very  sweet,  and 
roughly  bitter  taste,  which  dissolve  in  water  with  tolerable  facility. 
(C.  Gmelin.)  Octohedrons  apparently,  having  an  alkaline  reaction;  very 
soluble  in  wate^'  (Anthon.) 

b.  BiTUNOSTATE. — Preparation,  similar  to  that  of  the  bitnngstate  of 
soda.  Crystallizes  readily;  reddens  litmus;  and  has  a  saline,  bitter,  and 
afterwards  somewhat  rough  taste.  Permanent  in  the  air.  Rather  less 
soluble  in  water.  (Anthon.) 
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Tungsten  and  Barium. 

A.  TuNGSTATB  OF  Babyta. — a.  MonotungstcUe.^^l .  Formed  bj 
precipitatiDg  a  salt  of  baryta  with  monotungstate  of  potash  or  soda.— • 
2.  By  boiling  recently  precipitated  carbonate  of  baryta  with  hydrated 
tungstic  acid  [t.  e,,  with  the  precipitate  produced  by  nitric  acid  in  a  solu- 
tion of  tungstate  of  soda].-— White  powder,  which  emits  a  strong  light, 
and  cakes  together  when  ignited,  without  undergoing  any  loss  of  weight. 
Decomposed  by  the  stronger  acids,  and  also  by  potash  or  soda,  both  in 
the  wet  and  in  the  dry  way.  With  boiling  aqueous  oxalic  acid  it  forms 
a  solution  which  becomes  turbid  as  it  cook.  Insoluble  in  water  and  in 
boiling  phosphoric  acid.  (Anthon.) 

Calculatiou.  Anthon. 

BaO  76*6        ....        38*96.        ....        39 

W0» 1200        ....        6104        ....        61 

BaO,  WO* 196-6        ~      10000        Z.       100 

6.  Bitungstate, — Formed  by  precipitating  a  soluble  salt  of  baryta  with 
bi tungstate  of  potash  or  soda.  The  hydrated  precipitate  is  white,  but 
becomes  yellowish  after  ignition,  from  loss  of  water.  It  does  not  dissolve 
in  cold  water,  and  but  yery  sparingly  in  boiling  water,  so  that  the  solu- 
tion, on  cooling,  or  on  the  addition  of  sulphuric  acid,  becomes  slightly 
clouded.   It  is  partially  dissolyed  when  boiled  with  oxalic  acid.  (Anthon.) 

jifier  tgnition.  Anthon.  Hpdrated,  Anthon. 

BaO 76-6    ....     242    ....     2414        BaO....     76-6     ....     2118     ....     21 

2W0» 2400     ....     76-8     ....     7586        2WO»     2400     ....     6637     ....     66 

6H0,...     450     ....     12-45     ....     13 

BaO,2WO*    316-6    ^..  1000    ....  100*00         +5Aq.  361  6    ....  100*00     ....  100 

B.  SuLPHo-TUNOBTATE  OF  Barium. — 1.  Recently  prepared  tung- 
state of  baryta  is  diflfused  in  water,  and  decomposed  by  hydrosulphurio 
acid;  the  process  goes  on  very  slowly.  The  lemon-yellow  solution 
yields,  by  spontaneous  evaporation,  a  yellow,  transparent  mass,  of  crys- 
talline-laminated texture* — 2,  Tersulphide  of  tungsten  is  dissolved  in  a 
boiling  aouoous  solution  of  mono-hydrosulphate  of  baryta.  Bi-hydrosul- 
phate  of  baryta  is  decomposed  but  slowly,  even  at  a  boiling  heat.  The 
yellow  solution  thus  obtained  dries  up  without  any  signs  of  crystallization. 
If  it  contains  an  excess  of  sulphide  of  tungsten,  it  leaves  a  brown  varnish. 
(Berzelius.) 

TUNCHSTBN  AND  STRONTIUM. 

A.  TuNOSTATB  OF  Strontia.  —  o.  Jfono^tm^^^o^tf.  —  Preparation, 
similar  to  that  of  the  baryta-salt.  Likewise  anhydrous.  White,  soft  to 
the  touch.  When  ignited,  it  emits  a  vivid  light,  cakes  together^  and 
becomes  rough  and  dense.  It  is  insoluble  in  water,  but  yields,  with 
boiling  aqueous  oxalic  acid,  a  solution  which  becomes  milky  on  cooling, 
from  formation  of  a  precipitate.  (Anthon.) 

CalcalatioD.  Anthon. 

SrO  52    ....    30-23    ....    30 

W0» 120    ....    69-77    ....    70 

SiO,WO» 172    Z.      10000    Z   100 
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h,  BUungttaie, — Prepared  in  a  similar  manner  to  the  corresponding 
salt  of  baryta.  White  powder,  which  loses  water  on  ignition,  and  becomes 
first  grey,  then  bluish,  then  green,  and  lastly  yellow.  It  is  insoluble  in 
cold  water,  but  dissolves  completely  in  hot  water  and  in  aqueous  phos- 
phoric or  oxalic  acid.  (An then.) 

After  ignition.             Anthon.  Hydnted.              Anthon. 

SrO 52     ....     17-81     ....     17*24             SrO  ....  52     ....     15-43  ....     15 

2W0» 240    ....     8219    ....    8276            2W0«  240     ....     7122  ....     72 

5HO....  45     ....     13-35  ....     13 

SrO,2W03   292     ....  10000     ....  lOO'OO  +5Aq.  337     ....  10000     ....  100 

B.  SuLPHo-TUNGSTATB  OP  STRONTIUM. — SrS,WS'. — Monotuugstato  of 
strontia  diffused  in  water  is  very  readily  decomposed  by  sulphuretted 
hydrogeu..  The  yellow  solution  thus  obtained  yields  lemon-yellow,  radiated 
crystals  on  evaporation.  If  an  additional  quantity  of  sulphide  of  tung- 
sten is  dissolved  in  the  solution,  it  leaves  a  brown  syrup  on  evaporation. 
(Berzelius.) 

Tungsten  and  Calcium. 

A.  TuNGSTATB  OF  LiMR. — Fouud  In  nature  as  Tungsten.  Tungstate 
of  potash  or  soda  precipitates  chloride  of  calcium  completely,  even  when 
a  slight  excess  of  acid  is  present.  (Anthon.)  The  precipitate  is  a  white 
powder.  Tungsten  belongs  to  the  square  prismatic  system  of  crystalliza- 
tion, and  is  found  in  two  different  square  octohedrons,  one  more  acute. 
Fig,  21,  and  one  less  acute.  Fig.  23.  In  the  first,  the  e  (above)  :  ^  (below) 
=  130^  20';  in  the  latter  =  113°  36'.  (Hauy.)  Specific  gravity  =  6-04. 
(Karsten.)  Harder  than  felspar;  colourless  and  transparent,  tiiefore  the 
blowpipe,  it  fuses  at  the  edges  to  a  translucent  glass.  Dissolves  readily 
in  borax,  yielding  a  transparent  glass,  which,  on  cooling,  rapidly  becomes 
milk-white  and  crystalline,  and  is  not  coloured  in  the  inner  flame,  even 
after  the  addition  of  tin.  With  microcosmic  salt,  in  the  outer  flame,  it 
fonns  a  clear  glass,  which,  when  exposed  to  the  inner  flame,  appears  green 
while  hot,  and  blue  after  cooling;  if  tin  is  added,  it  assumes  a  still  darker 
green  colour;  but,  after  long  exposure  to  the  blast,  with  a  sufficient 
quantity  of  tin,  its  colour  becomes  greenish  yellow  and  continually  paler, 
because  the  tungsten  is  reduced.  With  carbonate  of  soda,  tungsten  forms 
a  white  blistered  slag,  rounded  off  at  the  edges.  (Berzelius.) 

Hydrochloric  or  nitric  acid  extracts  the  base  from  powdered  tungstate 
of  lime,  separating  yellow  tungstic  acid.  A  boiling  solution  of  potash 
removes  tungstic  acid  from  the  powder.     The  salt  is  insoluble  in  water. 


Berzelius.             Bucholz  &  Brandes. 

Tungtten, 

Westmankiid.       Schlackenwalde.       Zinnwald. 

CaO 

28     ....       18-92 

19*40       ....       19-06      ....       16*50 

WO«    

120     ....       8103 

80*42       ....       18*00      ....       76-50 

Impurities  .... 

•  ■■« 

....                               ....           9*UU         ....           0*94 

CaO,WO«  ....     148     ....     10000        ....        99*82      ....      9906      ....      98*54 

B.  SuLPHo-TUNGSTATE  OF  Calcium. — CaS,WS'. — Prepared  in  a  similar 
manner  to  the  baryta  compound.  Forms  a  pale  yellow,  amorphous  mass, 
easily  soluble  in  water  and  alcohol.  With  an  excess  of  sulphide  of  tung- 
sten, it  yields  a  reddish  brown,  uncrystallizable  compound,  from  the 
solution  of  which  ammonia  throws  down  a  light  yellow  powder.  (Ber* 
melius.) 
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Tungsten  and  Magnesium. 

A.  TuNGSTATE  OF  Maonesia. — ^When  taugstic  acid  and  carbonate  of 
magnesia  are  boiled  in  water,  the  resulting  solution  yields,  on  evaporation^ 
Ginall,  brilliant  scales,  which  are  permanent  in  the  air,  readily  soluble  in 
water,  and  have  the  same  taste  as  other  salts  of  tungstic  acid.  From  a 
solution  of  this  salt,  acids  likewise  precipitate  a  white  substance,  probably 
a  ternary  compound. 

B.  SuLPHO-TUNGSTATB  OP  MAGNESIUM. — Prepared  by  the  same  me* 
thod  as  the  barytsrsalt.  The  solution,  which  is  readily  oxidized  in 
the  air,  dries  up  in  vacuo  to  a  kind  of  varnish,  which  readily  dissolves 
both  in  water  and  alcohol.  If  the  solution  contains  a  larger  quantity 
of  sulphide  of  tungsten,  it  yields,  on  evaporation,  a  brown  amorphous 
mass.  (Berzelius.) 

• 

Tungsten  and  Cerium. 

SuLPHO- TUNGSTATE  OP  Cerium. — CeS,WS'.  A  solutiou  of  sulpho-* 
^ungstate  of  potassium  gives  a  yellow  precipitate  with  cerous  salts;  but 
not  till  aft^r  the  lapse  of  twenty-four  hours.  (Berzelius.) 

Tungsten  and  Yttrium. 

TuNGSTATE  OF  Yttria. — Formed  when  a  sail  of  yttria  is  precipitated 
by  monotungstate  of  soda.    White  powder,  containing  11-6  per  cent,  of 
water;   its  formula  is  therefore  Y0,W0'  +  2Aq.     It  is  very  sparingly 
soluble  in  water,  but  rather  more  soluble  in  an  aqueous  solution  of  tung^, 
state  of  soda.  (Berlin.) 

Tungsten  and  Aluminum. 

TuNGSTATE  OP  Alumina. — Mouotuugstate  of  soda  precipitates  the 
salts  of  alumina  completely.  (Anthon.) 

The  neutral  salts  of  3rttria,  glucina,  and  alumina,  are  not  precipitated 
by  a  solution  of  sulpho-tungstate  of  potassium.  (Berzelius.) 

Tungsten  and  Thorinum. 

TuNGSTATE  OP  Thorina. — Monotungstato  and  bitun^state  of  potash 
or  soda  precipitate  the  salts  of  thorina  in  white  flakes.  (Berzelius.) 

Tungsten  and  Tantalum. 

Tantalous  acid  containing  Tungsten?  — Obtained  by  reducing 
tantaiic  acid  containing  tungstic  acid.  Resembles  pure  tantalous  acid,  but 
is  much  harder  and  denser,  and  jeadily  polished,  ((jahn,  Berzelius  Sc 
Eggertz.) 

Tungsten  and  Tungsten. 

A.  Tungstatb  op  Tungstous  Oxide  and  Potash. — Obtained  in 
a  similar  manner  to  the  corresponding  soda  compound.  (p»  47*)    Small 
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needled^  copper-coloured,  with  a  tinge  of  violet^  like  sublimed  indigo. 
Yields  a  blue  powder  haying  a  coppery  caat.  (Laurent,  Ann.  Chim.  Phyz. 
67,  219.) 

B.   SULPHO-TUNQBTATE  OF  PoTASSIUM  WITH  TuNGSTATB  OP  PoTABH,— - 

This  compound  is  sometimes  obtained  in  the  preparation  of  sulpho^tungstate 
of  potassium.  It  is  also  formed  by  fusing  a  mixture  of  monotungstate 
of  potash  with  sulphur  in  a  covered  crucible.  The  solution  yieUs  ou 
evaporation,  lemon-yellow  rectangular  tables,  containing  4*5  per  cent, 
of  water  of  crystalhzation.  If  the  water  is  expelled  by  heating  the  salt, 
it  becomes  opaque  and  deeper  in  colour,  and  then  fuses  at  commencing 
redness,  no  decomposition  taking  place,  provided  the  air  is  excluded. 
When  ignited  in  a  current  of  hyorogen  gas,  it  does  not  yield  water. 
Dissolves  easily  in  water.  The  lemon-yellow  solution  is  coloured  reddish- 
yellow  or  red  by  acids,  and  gives  no  precipitate  either  with  salts  of 
protoxide  of  manganese  or  with  alcohol.  100  parts  of  the  anhydrous 
salt  yield,  on  analysis,  63*64  parts  of  tungstic  acid,  and  49*03  parts  of 
sulphate  of  potash,  from  which  the  following  formula  may  be  assumed  as 
nearly  correct  for  the  crystallized  compound:  KS,WS*+K0,W0'-|-4Aq. 
(Berzelius.) 

C.  Fluoridb  of  Tungsten  and  Potassium  with  Tunostatb  of 
Potash.— (  Wolfram-Fluorkalium,)  KP, WF»  -h  KO,WO" -f  2 Aq.— 1 .  Pot^ 
ash  is  added  to  hydrofluate  of  tungstic  acid  till  a  permanent  precipitate 
begins  to  appear.  The  solution  is  then  evaporated  to  the  crystallizing 
point.  In  this  process,  half  the  potassium  remains  in  the  mother-liquor 
as  fluoride  of  potassium : 

2(WO»,3HF)  +  4KO  «  KF,WF»  +  KO,WO«+2KP  +  6HO. 

-—2.  Tungstate  of  potash  is  supersaturated  with  hydrofluoric  acid, 
2(K0,  WO'*)  -h  4HF  =  KF,WF»-f  KO,WO» -h  4H0.  The  compound  crjrs, 
tallizes  in  large  brilliant  scales  like  boracic  acid,  permanent  in  the  air, 
and  having  a  bitter  and  somewhat  metallic  taste*  At  a  temperature  a 
little  above  100^  these  scales  part  with  4*58  per  cent,  of  water  and 
become  reduced  to  a  fine  powder.  The  powder  fuses  at  a  red  heat  and 
without  decomposition,  provided  aqueous  vapour  and  silica  are  excluded : 
but  the  platinum  crucible  acquires  a  reddish-brown  colour  from  the  action 
of  hydrofluoric  acid.  The  fused  compound  solidifies  on  cooling  to  a  pale 
greenish  mass.  The  crystallized  salt  dissolves  with  difiiculty  in  cold,  but 
more  readily  in  hot  water;  it  is  not  decomposed  after  repeated  solution 
in  water  or  aqueous  hydrofluoric  acid,  and  subsequent  evaporation.  (Ber- 
zelius.) 

Crystallized;  calculated  accordinf  to  Berzeliiis. 


Or? 


KF 

...       57-9 
...     1521 

14*65 
38-49 

2K 

78-4 

19*84 

WF»  

tiTf        

...     1920 

48-58 

KO    

,..       47-2 

11-94 

4F 

...       74-8 

18-93 

WO» 

..     1200 

30-37 

40 

...       32-0 

8-10 

2Aq 

180 

4-55 

2Aq 

...       18-0 

4*55 

395*2 


100-00 


395-2 


10000 


100  parts  of  the  compound  yielded  in  the  analysis  made  by  Berzelius : 
Potash  24*24,  tungstic  acid  59 '57^  hypothetically  anhydrous  fluoric  acid 
11*39,  water  4*80. 

D.  Tunostatb  op  Tunostous  Oxidb  and  Soda.  —  NaO,WO' 
+ WO',WO'.    Dry  hydrogen  gas  is  passed  over  red*-hot  bitungstate  of 
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soda  as  long  as  water  coniinaes  to  be  formed,  and  the  monotungstate  of 
soda  removed  by  solution  in  water.  (Wbhler.)  100  parts  of  bitungstate 
of  soda  thus  treated,  lose  on  the  average  1*576  parts  of  oxygen,  and  yield 
1*82  parts  of  water;  or  2  atoms  of  the  bitungstate  of  sodla  lose  one  atom 
of  oxygen,  and  are  resolved  into  one  atom  of  monotungstate  of  soda  and 
the  double  salt :  (Malaguti.) 

2(NaO,2WO»)  +  H  -  NaO, W0»  +  ^NaO, WO»  +  W0« W0>)  +  HO. 

A  golden-yellow,  heavy  powder  remains  undissolved,  consisting  of  small 
cubes  which  exhibit  a  perfect  metallic  lustre,  even  after  pressure  with  the 
burnishing  steel  on  paper.  When  diffused  in  a  state  of  fine  powder 
through  water,  it  transmits  light  of  a  green  colour.  (According  to  Lau- 
rent, it  yields  a  blue  powder.)  It  may  be  ignited  in  a  close  vessel  without 
fusion  or  decomposition.  (Wohler.) 


CalcolatioA. 

Ori 

MalagntL    Wohler. 

NaO... 

31-2    ....      8-14 

Na 

23*2 

6'05 

6-03    ....     6-60 

W0«.... 

1120    ....    29-23 

oyf  ••(• 

2880 

....    7516 

•••t     74-30     ....  73-09 

2W0» 

240-0     ....     62-63 

90 

72-0 

....     18-79 

....     19-64 

383*2    ....  10000  3832    ....  100*00    ....  100*00 

When  ignited  in  the  bat,  it  assumes  a  steel-grey  colour  on  the  surface, 
fuses  gradually  (the  change  proceeding  from  the  surface  to  the  interior)^ 
and  yields  a  transparent  mass  of  [ter?]  tungstate  of  soda,  which,  on 
cooling,  forms  an  opaque  white  mass,  and  protects  the  inner  portions 
of  the  double  salt  from  oxidation.  It  behaves  in  a  similar  manner  in 
oxygen  gas,  exhibiting,  however,  a  feeble  combustion.  It  is  decomposed 
by  chlorine  at  a  red  heat,  with  feeble  emission  of  light,  the  products 
being  [tungstate  of]  chloride  of  tungsten  which  sublimes,  and  a  mixture 
of  chloride  of  sodium  with  a  large  quantity  of  tungstic  acid,  coloured 
green  by  tungstic  oxide.  By  fusion  with  sulphur  it  is  completely 
resolved  into  sulpho-tungstite  of  sodium,  (p.  42.)  (W&hler.)  100  parts 
of  the  double  salt  fused  with  sulphur  in  a  close  vessel,  yield  112*66 
parts  of  sulphide  of  tungsten  and  sodium.  (Malaguti.)  2(NaO,WO'-h 
WO*,  W0»)  +  23S  =  2(NaS,  3WS»)  +  9S0* ;  hence,  from  one  atom  of 
(Na0,W0'4- WO*,WO')  there  results  one  atom  of  NaS,3WS*;  the  former 
weighs  383*2,  the  latter  423*2;  now  383*2  :  423.2  =  100  :  110*44,  a 
number  which  accords  with  the  result  of  Malaguti^s  experiment.  The 
double  salt  is  decomposed  and  dissolved  by  hydrofluoric  acid,  but  not  by 
other  acids — not  even  by  boiling  aqua-regia; — *it  is  likewise  unaffected  by 
solutions  of  the  alkalis.  (Wohler.) 

E.  Fluoridb  op  Tungsten  and  Sodium  with  Tungstate  of 
Soda. — ^NaF,WFHNaO,WO'.  Crystalllxes  less  distinctly  and  dissolves 
more  readily  in  water  than  the  corresponding  potassium  compound. 
(Berzelins.) 

Othsr  Cohpounps  09  Tungsten. 

With  manganese,  antimony,  bismuth,  tin,  lead,  iron,  copper,  and 
silver;  but  not  with  gold  or  platinum.  These  alloys  have  a  brown  colour 
and  are  generally  brittle. 
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MOLYBDENUM 
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Wasserblei,  Molyhdan,  Ifolybdanum,  Molyldine, 

ITiHorjf.  Scheele  in  1778  discovered  molybdic  acid  in  a  mineral 
hitherto  confounded  with  graphite;  Hjelm  in  1782  prepared  the  metal 
from  molybdic  acid.  Berzelius  described  most  of  its  chemical  characters 
and  combinations. 

Sources.  In  small  quantity  only  as  molybdic  acid  {molybdic  ochre); 
as  sulphide  of  molybdenum  {Wasserblei)  ;  and  as  molybdate  of  lesid 
(Gelb-bleierz).  The  pig-iron,  obtained  in  smelting  the  Mansfeld  copper- 
ore,  contains  from  9  to  28  per  cent,  of  molybdenum.  (Heine,  J.  pr. 
Chem.  9,  204.) 

Preparation. — 1.  By  exposing  either  of  the  oxides  of  molybdenum,  or 
molybdate  of  ammonia,  or  the  acid  molybdate  of  potash  to  a  full  white 
heat  in  a  charcoal  crucible.  The  reduction  is  easily  effected,  and  may 
even  be  performed  before  the  blowpipe  on  charcoal  with  carbonate  of 
soda;  but  to  obtain  a  fused  button  of  metal,  a  very  strong  heat  is  re- 
quired. (Berzelius.) — 2.  Hydrogen  sas  dried  by  means  of  chloride  of 
calcium,  is  passed  over  molybdic  acid  heated  to  whiteness  in  a  porcelain 
tube,  till  no  more  water  is  produced;  the  apparatus  is  then  allowed  to 
cool,  the  current  of  hydrogen  being  kept  up  without  intermission.  (Ber-* 
zelius.) — 3.  By  exposing  molybdic  acid  to  the  oxy-hydrogen  blowpipe- 
flame  (Clarke); — or  4.  By  introducing  it  into  the  circuit  of  Children's 
voltaic  battery  (Children). 
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'  Prapei'ties,  The  metftl,  as  prepared  by  the  first  method,  is  silver- 
irhite,  with  a  strong  metallic  lustre,  and  has  a  specific  gravity  of  7 '5 
(Hjelm),  8*62  (Bacholz);  when  in  small  pieces  it  may  be  beaten  out  flat 
without  breaking;  it  scratches  an  alloy  of  8  parts  silver  and  1  part  copper. 
Fuses  but  imperJFectly  in  the  most  powerful  blast-furnaces,  so  that  it 
has  only  been  obtained  in  small  masses.  (Bucholz.) — The  molybdenum 
prepared  by  the  second  method  is  an  ash-grey  powder,  which  remains 
unaltered  in  the  air;  assumes  metallic  lustre  by  pressure;  and  conducts 
electricity.  (Berzelius.)  That  obtained  by  the  third  method  is  silver-white; 
that  obtained  by  the  fourth,  steel-grey. 

Compounds  of  Molybdenum, 
Molybdenum  and  Oxtoen. 

Molybdenum  loses  its  metallic  lustre  by  exposure  to  the  air  for  some 
days  at  ordinary  temperatures;  when  heated  in  the  air,  it  becomes  first 
brown,  then  blue,  and  lastly  white;  and — if  the  temperature  is  sufficiently 
high — emits  light,  gives  off  fumes,  and  is  converted  into  crystallized 
.molybdic  acid.  (Berzelius.) — On  charcoal  in  the  inner  blowpipe-flame, 
molybdenum  is  not  altered;  but  in  the  outer  flame  it  covers  the  charcoal 
for  a  small  space  around,  partly  with  transparent,  brilliant,  crystaUiue 
scales,  partly  with  powder  of  molybdic  acid,  which  is  yellow  while  hot 
and  becomes  white  on  cooling.  This  coating  may  indeea  be  driven  to  a 
greater  distance  by  the  action  of  the  outer  flame,  but  it  leaves  on  the  former 
spot  a  portion  of  dark  copper-coloured  oxide  of  molybdenum.  (Plattner.) 
— When  heated  with  nitre,  molybdenum  is  rapidly  oxidized;  with  hydrate 
of  potash,  the  action  is  slow,  and  attended  with  evolution  of  hydrogen 
gas.  (Berzelius.) — It  decomposes  aqueous  vapour  at  a  red  heat,  first  form*- 
ing  the  blue  oxide,  and  then  molybdic  acid.  (Regnault.) — It  dissolves  in 
nitric  acid  with  evolution  of  nitrous  fumes,  and  in  hot  oil  of  vitriol  with 
evolution  of  sulphurous  acid.  If  the  acids  are  used  in  small  quantity 
only,  the  metal  is  converted  into  molybdic  oxide ;  with  a  larger  propor- 
tion of  oil  of  vitriol,  the  blue  oxide  is  formed;  and  with  a  larger  proportion 
of  nitric  acid,  the  product  is  molybdic  acid,  which  is  also  partially  depo- 
sited in  the  solid  state.  A  mixture  of  nitric  acid  with  sulphuric  or  hydro* 
chloric  acid  rapidly  oxidizes  and  dissolves  the  metal.  An  aqueous  •solu- 
tion of  chlorine  likewise  oxidizes  and  dissolves  molybdenum.  Hydro- 
fluoric acid,  hydrochloric  acid,  dilute  sulphuric  acid,  boiling  solution  of 
potash,  and  water,  do  not  exert  any  oxidizing  power  upon  it.  (Bucholz^ 
Berzelius.) 

A.    MoLTBDous  Oxide,  or  Protoxide  of  Molybdenum.    MoO. 

FormeUion.  All  the  metals  which  decompose  water  withdraw  from 
molybdic  oxide  and  molybdic  acid,  in  presence  of  one  of  the  stronger 
acids,  such  a  quantity  of  oxygen  that  molybdous  oxide  is  produced. 

Preparation.  Equal  weights  of  mercury  and  hydrochlorate  of  molyb- 
dic oxide  dissolved  m  water  containing  free  acid,  are  introduced  into  a 
bottle,  and  liquid  amalgam  of  potassium  gradually  added  drop  by  drop; 
as  the  action  ceases,  the  liquid  first  becomes  greenish,  and  afterwards 
black  and  opaque.  As  soon  as  the  molybdous  oxide  begins  to  separate, 
and  the  potassium  appears  to  be  oxidized  by  the  waterj  the  solution  is 
VOL.  ly.  e 
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decanted  from  the  mercnry^-Hind  the  black  hydrate  of  molybdous  oxide 
precipitated  by  ammonia,  then  washed,  dried  orer  oil  of  vitriol  in  yacno, 
and  lastly  ignited  out  of  contact  of  air.  If  an  excess  of  hydrochloric  acid 
were  not  present,  hydrated  bi-oxide  of  molybdenum  would  be  thrown 
down  before  it  wad  converted  into  the  protoxide,  and  would  form  a  dark 
brown  instead  of  a  black  precipitate. — 2.  A  concentrated  solation  of 
molybdate  of  ammonia,  potash,  or  soda,  is  supersaturated  with  hydro- 
chloric acid  till  the  precipitated  molybdic  acid  is  re-dissolved.  The 
solution  is  then  digested  with  zinc,  by  which  it  is  first  turned  blue,  then 
reddish  brown,  and  lastly  black.  It  is  then  poured  off  from  the  zinc,  and 
mixed  with  a  quantity  of  ammonia  just  sufficient  to  precipitate  the  prot- 
oxide of  molybaenum  alone.  The  hydrated  protoxide  is  then  collected  on 
a  filter;  washed,  after  the  original  liquid  has  passed  through,  with  repeated 
quantities  of  water  containing  ammonia,  to  remove  the  oxide  of  zinc 
which  is  thrown  down  with  it  in  small  quantities;  afterwards  washed  with 
pure  cold  water;  and  lastly  pressed,  dried,  and  ignited  as  above.  Portions 
of  oxide  of  zinc  remain  mixed  with  the  molybdous  oxide  thus  obtained.— 
d.  Fused  or  sublimed  molybdic  acid  digested  for  a  long  time  with  hydro* 
chloric  acid  and  zinc,  is  wholly  converted  into  anhydrous  molybdoui 
oxide,  the  merest  trace  only  being  dissolved.  The  molybdous  oxide  thn« 
obtained  oxidizes  rapidly  in  the  air,  probably  because  the  oxygen  easily 
re-enters  the  pores  trom  which  it  has  been  expelled.  During  Uie  oxida* 
iion,  the  substance  first  assumes  a  purple  and  afterwards  a  olue  colour. 
(Berzelius.) 

Fropertiei*  Molybdous  oxide  prepared  by  the  first  and  second  methods 
is  pitch-black;  that  obtained  by  the  third  method  is  black,  but  when 
exposed  to  the  direct  rays  of  the  sun,  exhibits  a  dark  brass-yellow  colour; 
it  takes  the  crystalline  form  of  the  molybdic  acid  from  which  it  is 
prepared. 

Calculation^*  according  to  Berzeliiu* 

Mo 48       85-71 

0 8        14-29 

MoO  56        100-00 

MoO  ->  568-52  -h  100  «  698*52.    (BerzeUoB.) 

Decompositums,    By  charcoal,  and  by  potassium. 


ComhiTuUions.'^.  With  Water. — Hydhated  Molybdous  Oxibk.— 
Prepared  by  precipitating  the  protochloride  of  molybdenum  with  ammo- 
nia {vid.  sup,);  it  may  be  washed  in  the  open  air,  but  must  be  dried  in 
vacuo;  because,  if  exposed  to  the  air  during  the  latter  operation,  it  assumes 
a  somewhat  lighter  colour,  from  incipient*  oxidation.  It  is  black.  When 
heated  in  vacuo,  it  gradually  parts  with  its  water.  The  remaining  anhy- 
drous oxide,  when  heated  nearly  to  redness,  emits  a  vivid  light,  which, 
however,  lasts  but  for  a  moment.  (Berzelius.) 

♦  Svanberg  k  H.  Strove  (/.  pr.  Chem,  44,  301)  have  determined  the  atomic 
weight  6t  molybdenum  by  fixaing  a  given  weight  of  molybdic  add  with  carbonate  of  soda, 
and  observing  the  quantity  of  carbonic  add  expelled.  The  reanlts  of  three  experiments 
are  45*848,  46'12,  and  45*904.  By  a  different  process,  however,  vir.,  by  igniting  a 
weighed  qoantity  of  sulphide  of  molybdenum  in  moist,  and  afterwards  in  dried  air,  and 
observing  the  increase  of  weight,  the  atomic  weight  was  found  to  be  46*066  or  47*112: 
(sulphur  =:  16*06.)  But  the  errors  inddental  to  this  process,  and  indeed  to  every 
other  yet  tried,  render  the  atomic  wei^t  of  molybdenum  still  a  matter  of  uncertainty,  f 
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h.  AnhjinmB  mohrbdons  oxide  is  insoluble  in  acids;  the  hydrate  diffi- 
onltlj  soluble.  The  Molybdous  Salts  in  the  dolid  state  are  dark  grey 
or  blaokj  their  aqneons  solutions  are  black,  or  purple  (especially  if  they 
contain  ezoess  of  acid),  and  nearly  opaque;  when  largely  diluted,  how- 
ever, they  are  transparent  and  of  a  greenish  brown  colour.  Their  taste 
is  purely  astringeiit,  not  metallio.  They  oxidize  less  rapidly  in  the  air 
than  the  molybdic  salts:  consequently  their  aqueous  solutions  can  be 
more  easily  erapoTated  without  alteration.  Hydrosulphuric  acid  precipi- 
tates from  them  brownish  black  sulphide  of  molybdenum,  but  not  till 
after  some  time.  The  caustic  alkalis  and  their  carbonates  throw  down 
the  black  hydrated  protoxide,  which  redissolves  in  excess  of  carbonate 
of  ammonia,  and  sparingly  in  excess  of  carbonate  of  potash  or  soda. 
Phosphate  of  soda  precipitates  brownish  black  molybaous  phosphate. 
Hydrosulphflte  of  ammonia  precipitates  yellowish  brown  sulphide  of 
molybdenum,  solobl«  in  excess  of  the  ammoniaoal  salt.  If  oxide  of  zino 
is  present,  it  remains  undissolred  in  the  form  of  sulphide  of  zino.  Ferro* 
tfyanide  of  potassium  produces  a  dark  brown  precipitate,  which  dissolves 
m  an  excess  of  the  reagent,  forming  a  dark  brown  solution.  Ferricyanide 
of  potassiam  produces  a  reddish  brown  precipitate.  Oxalie  acid  does  not 
affeot  molybdous  salts. 

IT  8e$quioxide  of  Molybdenum*  Prepared,  according  to  K.obell  («7.  pr, 
Chem.  41, 158;  Pharm.  Centr.  1847>  678),  by  boiling  oopper  in  a  solution 
of  molybdic  aoid.  IT 

B.  MoLTsmo  OxiDB  or  Bi-oxidb  of  Molybdenum.     MoO'. 

Brown  or  VioUt-hrown  Oxide  of  Molyhdenvm  of  Bucholz. 

Formation  and  Preparation, — 1.  By  gently  heating  molybdenum  for  a 
i^hort  time  in  contact  with  the  air.  (Bueholz.) — 2.  Molybdoud  oxide  takes 
fire  when  heated  in  the  air,  burning  with  feeble  glow,  if  free  from  oxide  of 
zinc,  and  is  converted  into  molybdic  oxide.  (Berzelius.) — 3.  By  strongly 
igniting  molybdate  of  ammonia  in  a  covered  crucible.  (Bucholz.) — The 
oxide  obtained  by  this  latter  method  is  contaminated  with  molybdic  acid, 
which  gives  it  a  lighter  colour;  it  may,  however,  be  removed  by  solution 
of  potash  or  hydrofluoric  acid.  (Berzelius.) — 4.  Roasted  sulphide  of  molyb- 
denum is  dissolved  in  aqueous  solution  of  carbonate  of  soda;  the  mixture 
evaporated  to  a  small  bulk;  the  solution  filtered  from  the  insoluble  por- 
tions, and  evaporated  to  dryness;  the  residue  ignited;  the  resulting 
colourless  salt  dissolved  in  water,  which  takes  up  foreign  matters  at  the 
same  time;  the  solution  again  filtered,  and  evaporated  to  dryness;  the 
residue  reduced  to  powder,  and  intimately  mixed  with  half  its  weight  of 
sal-ammoniac;  the  mixture  ignited  in  a  closely  covered  crucible  till  the 
sal-ammoniac  is  entirely  expelled;  the  chloride  of  sodium  dissolved  out 
by  water,  and  the  molybdic  acid  by  a  boiling  dilute  solution  of  caustic 
potash;  and  lastly,  the  molybdic  oxide  thrown  on  a  filter,  washed  with 
water^  and  dried.  (Berzelius.) 

Properties,  Molybdic  oxide,  as  prepared  by  the  fourth  tfkethod,  is 
brownish  black  while  moist;  dark  brown  when  dry;  and  of  a  brilliant 
purple  colour  in  direct  sunshine  (Berzelius);  the  third  method  yields  it 
in  dark,  copper-coloured,  crystalline  scales,  having  the  metallic  lustre, 
and  of  specific  gravity  5-666,  (Bnchob.) 

e2 
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Calculation.  Beneliiii.        Baeholt. 

MO  48        ....        75        ....        75        ....        73 

20    16        ....        25         ....        25         ....         27 

MoO*  64        Z       100        Z       100        Z       100 

(MoO^  s  598*52  +  200  »  798-52.  BeneUot.) 

DecomposUtans, — Redaoed  to  the  metallic  state  by  charcoal  and  pota»- 
sinm.  According  to  Benelius,  it  renuuns  unaltered  after  ignition  in  aa 
atmosphere  of  dry  chlorine  gas. 


Cbm5t7ia<toiM.— a.  With  Water. — a.  Htdratbd  Moltbdic  Oxidb 
of  Bucholz. — 1.  An  aqueous  solution  of  bichloride  of  molybdenum  is 
precipitated  by  ammonia. — 2.  A  concentrated  solution  of  molybdic  acid 
in  hydrochloric  acid  is  digested  with  finely  divided  molybdenum  till  the 
liquid,  which  first  assumes  a  blue  colour,  becomes  dark  red;  the  oxide  is 
then  precipitated  by  ammonia.  —  3.  Molybdic  acid  is  digested  with 
hydrochloric  acid  and  copper,  till  it  is  entirely  dissolved;  and  the 
resulting  hydrochloric  acid  solution  of  molybdic  oxide  and  oxide  of  copper 
is  mixed  with  a  large  excess  of  ammonia,  by  which  the  oxide  of  copper 
is  redissolved.  The  molybdic  oxide  is  then  washed  with  water  con- 
taining ammonia.  The  precipitate  should  be  washed  on  the  filter,  first 
with  solution  of  sal-ammoniac,  and  afterwards  with  alcohol,  the  solvent 
action  of  which  is  much  less  than  that  of  pure  water.  The  oxide  is  then 
pressed  out  and  dried  in  vacuo  over  oil  of  vitriol,  to  prevent  oxidation. 

The  hydrated  oxide  is  reddish  brown  when  recently  precipitated,  but 
blackish  brown  after  drying.  When  ignited  in  vacuo,  it  leaves  the 
anhydrous  brown  oxide.  By  exposure  to  the  air  it  becomes  darker,  from 
formation  of  blue  oxide,  and  acquires  a  certain  degree  of  lustre.  From 
this  substance  water  dissolves  out  the  blue  oxide,  together  with  portions 
of  the  brown  oxide,  forming  a  green  solution  and  leaving  hydrated 
molybdic  oxide  in  a  state  of  greater  purity.  (Berzelius.) 

j9.  Solution  of  Molybdic  OxiDB.^-The  hydrate  dissolves  slowly 
and  in  small  quantity  only,  in  pure  water.  The  solution  is  yellow,  or 
when  fully  saturated,  dark  red;  reddens  litmus;  has  a  slightly  rough  and 
afterwards  somewhat  metallic  taste;  and  deposits  the  nydrate  on  the 
addition  of  sal-ammoniac  or  some  other  salt.  When  kept  for  several 
weeks  in  a  stoppered  bottle,  it  becomes  gelatinous,  but  does  not  lose  its 
transparency.  W  hen  spontaneously  evaporated  in  the  air,  it  first  gela- 
tinizes, and  then  dries  up  to  a  brownish  black  hydrate  which  is  no  longer 
soluble  in  water,  but  yields  up  the  blue  oxide  which  has  been  produced 
from  it.  (Berzelius.) 

b.  With  Acids  forming  the  Molybdic  Salts. — The  bi-oxide,  after 
ignition,  is  insoluble  in  all  aqueous  acids,  traces  only  being  dissolved  by 
boiling  oil  of  vitriol  and  by  a  boiling  solution  of  cream  of  tartar;  after 
which  no  more  is  taken  up,  even  if  the  oxide  be  digested  in  fresh  acid. 
It  dissolves  but  slowly  in  fused  bisulphate  of  potash  or  soda.  The 
molybdic  salts  are  therefore  prepared  either  by  dissolving  the  hydrated 
oxide  in  acids,  or  by  digesting  an  excess  of  molybdenum  in  the  acid  in 
which  it  is  to  be  dissolved,  and  adding  dilute  nitric  acid,  drop  by  drop 
(excepting  when  a  nitrate  is  to  be  formed),  till  the  other  acid  is  saturated 
with  molybdic  oxide;  or  by  digesting  an  excess  of  molybdenum  with 
molybdic  acid  and  the  acid  which  is  required  to  dissolve  the  oxide  when 
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Ibnnedy^-hjdroclilorio  acid,  for  example, ~^till  the  blue  colour  first  pro- 
duced is  conyertcd  into  a  reddish  brown;  or  lastly,  by  digesting  molybdio 
acid  with  copper  and  hydrochloric  acid,  which,  in  that  case,  dissolyes 
oxide  of  copper  and  moljbdic  oxide  together.  The  salts  of  molybdic 
oxide,  in  the  anhydrous  state,  are  almost  black ;  but  when  hydrated, 
they  are  red,  and  yield  reddish  brown  solutions  with  water.  They  have 
a  rongh,  somewhat  acid,  and  subsequently  metallic  taste.  Their  aqueous 
solutions,  when  heated  in  the  air,  have  a  tendency  to  become  blue  by 
oxidation.  With  zinc  they  first  blacken,  and  then  yield  a  black  precipitate 
of  hydrated  molybdous  oxide.  Hydrosulphuric  acid  gives  a  precipitate  of 
brown  sulphide  of  molybdenum,  but  not  till  after  some  time.  With  am> 
monia  or  potash,  they  yield  a  rusty  brown  precipitate,  insoluble  in  excess 
of  the  alkali.  If  the  quantity  of  ammonia  added  is  insufficient  for  satu- 
ration, the  precipitate  re-dissolves  in  the  liquid,  and  if  the  solution  b 
Venr  dilute,  it  does  not  appear  till  after  the  addition  of  sal-ammoniac,  by 
which  the  solubility  of  the  hydrated  oxide  in  water  is  destroyed.  The 
oarbonates  of  potash  and  soda  produce  the  same  precipitate,  which,  how- 
ever, is  soluble  in  excess  of  the  reagent.  Phosphate  of  soda  gives  a 
brownish  white  precipitate.  Hydrosmphate  of  ammonia  throws  down 
yellowish  brown  sulphide  of  molybdenum,  soluble  in  excess  of  the  ammo- 
niacal  salt.  Ferrocyanide  or  ferricyanide  of  potassium  gives  a  dark 
brown  precipitate,  insoluble  in  excess  of  the  precipitant.  Tincture  of 
galls  imparts  to  salts  of  molybdic  oxide  a  deep  reddish  brown  colour,  at 
the  same  time  producing  a  scanty  greyish  brown  precipitate.  Oxalic 
acid  causes  no  precipitation.  The  insoluble  molybdic  salts  are  rapidly 
decomposed  in  the  air,  when  covered  with  solution  of  caustic  potash  or 
soda,  an  alkaline  molybdate  being  formed.  (Berzelius.) 

Between  the  above  described  brown  oxide  and  molybdic  acid,  the 
olive  green  oxide  and  the  blue  oxide  must  be  interposed  accordins;  to 
their  proportions  of  oxygen :  these  compounds,  however,  should  perhaps 
be  regarded  not  as  distinct  oxides,  but  as  compounds  of  the  brown  oxide 
with  different  quantities  of  molybdic  acid. 

Olive-green  Oxide, 

1.  If  2  parts  of  powdered  molybdenum  are  digested  in  a  stoppered 
bottle,  at  a  temperature  between  40°  and  60°,  with  one  part  of  molybdic 
acid  and  a  very  large  quantity  of  water,  a  liquid  is  obtained  after  some 
days,  which  at  first  appears  dark  blue,  then  dark  green,  and  afterwards 
undergoes  no  further  change.  From  this  solution,  powdered  sal-ammoniac 
completely  precipitates  the  green  oxide,  which,  however,  redissolves  in 
pure  water. — 2.  When  a  mixture  of  the  brown  and  blue  oxides  of 
molybdenum  is  dissolved  in  hydrochloric  acid,  ammonia  throws  down 
from  the  solution  a  similar  green  precipitate,  which  may  be  washed  with 
water  containing  sal-ammoniac,  but  from  which  pure  water  dissolves  out 
the  blue  oxide,  leaving  the  brown  oxide  in  the  state  of  hydrate.  (Ber- 
selius.)  This  oxide,  according  to  Berzelius,  is  identical  with  the  ligM 
blue  oxide  which  Bucholz  obtamed  by  digesting  the  blue  oxide  with  finely 
divided  molybdenum  and  water. 

Bltte  Oxide;  Buoholz's  Molyhdenoue  ae\d. 

Formation  and  Preparation, — 1.  Molybdenum,  the  protoxide,  or  the 
brown  oxide  is  heated  in  the  air,  but  not  for  a  very  long  time. — 2.  Molyb- 
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dennm,  er  hydraied  molybdio  oxide,  b  moiaieBed  with  water  aud  ei:p08e4 
to  the  air  for  a  considerable  time,  or  boiled  with  water  in  an  open  vesael.-*- 
3.  A  mixture  of  4  parts  of  molybdio  acid  with  2  parts  of  molybdenum,  or 
with  3  parts  of  the  brown  oxide,  is  reduced  to  a  fine  paste  with  a  small 
quantity  of  water,  a  gentle  heat  being  applied.  The  mixture  is  then  boile4 
with  water;  the  clear  liquid  poured  off;  and  the  insoluble  portion  again 
rubbed  up  in  a  mortar  and  boiled  with  a  fresh  quantity  of  water.  The  blue 
solutions  thus  obtained  are  then  evaporated  out  of  eontact  of  air,  or  in  con- 
tact with  molybdenum.  (Bucholz.) — 4.  An  aqueous  solution  of  bimolybdat^ 
of  ammonia  is  mixed  with  a  solution  of  bichloride  of  molybdenum — where- 
upon the  liquid  immediately  becomes  blue  and  deposits  the  blue  oxide; 
this  is  collected  on  a  filter.  If  the  bimolybdate  of  ammonia  be  added  in 
excess,  the  solution  which  passes  through  the  filter  is  of  a  light-blue 
colour;  but  if  the  bichloride  of  molybdenum  predominates,  the  filtrate  is 
green.  The  hydrated  oxide  on  the  filter  is  washed,  first  with  water  con- 
taining sal-ammoniac,  which  acquires  but  a  slight  colour,  and  then  with 
alcohol  or  cold  water,  which,  howeyer,  dissolve  it  in  larger  quantity;  it  i^ 
lastly  dried  in  the  air,  as  it  is  not  liable  to  become  oxidized.  (Berzelius,)  . 
The  hydrated  oxide  prepared  by  either  of  the  aboye  methods  may  09 
rendered  anhydrous  by  ignition  in  vacuo.  (Berzelius.) 
The  oxide  is  nearly  black  after  ignition.  ^Berzelius.) 
As  the  blue  oxide  is  produced  by  the  double  decomposition  of  bimolybr 
date  of  ammonia  and  bicbloride  of  molybdenum,  it  must  be  a  compouna  of 
1  atom  (18  per  cent.)  of  molybdio  oxide,  and  4  atoms  (82  per  cent.)  of 
molybdio  acid. 

2(NH>,  2MoOS)  +  HoOS,  2HC1  »  8(NH>,  HCl)  +  MoO>,  4MoO*. 
In  fact,  the  analysis  by  ammonia  gives  this  proportion.  (Berzelius.) 

DecompMittons,  Ammonia  or  potash  dissolves  out  molybdio  acid  from 
the  hydrate,  and  leaves  molybdio  oxide  (a  very  dilute  alkaline  solution 
dissolves  the  whole  compound  and  does  not  deposit  the  molybdio  oxid^ 
till  it  is  boiled);  hence  molybdenous  acid  does  not  form  salts.  Th9 
stronger  acids  act  in  a  similar  manner  on  the  ignited  oxide.  (Berzelius.) 

CombincUions. — a.  With  Water. 

ft.  Hydrate  of  the  Blue  Oxide, — Prepared  by  either  of  the  four  methods 
ffiven  above.  Dark  blue  powder,  resembling  powdered  indiffo,  hSivipg  a 
bitter,  rough,  metallic  taste,  and  reddening  litmus  strongly.  (Bucholz,) 

/9.  iSolution  of  the  Blue  Oxide. — The  Ignited  oxide  imparts  to  water 
only  a  slight  blue  colour.  The  hydrate  dissolves  very  abundantly  ip 
water,  especially  in  hot  water,  and  nothing  is  deposited  on  cooling. 
From  the  intensely  dark  blue  solution,  which,  when  nighly  concentrated. 
Is  of  a  syrupy  thickness  (Bucholz),  sal-ammoniac  precipitates  nearly  all 
the  hydrate,  though  the  supernatant  liquid  still  retains  a  liffht  blue  colour. 
When  evaporated  In  the  air,  it  becomes  lighter  coloured  from  oxidation, 
(Berzelius.) 

&.  With  Acids,  forming  salts  whose  base  is  a  compound  of  molybdio 
acid  and  molybdio  oxide.  Acids  form  with  the  blue  oxide  dark  blue 
solutions^  which,  when  evaporated,  yield  dark  blue  masses  of  the  consist- 
ence of  syrup  or  extract,  and  on  exposure  to  the  air,  lose  their  colour  by 
oxidation,  especially  when  heated.  Potash  decolorizes  the  blue  solution, 
and  precipitates  hydrated  brown  oxide ;  when  largely  diluted,  however, 
the  liq&id  remains  blue ;  sal-ammoniac  preeipitates  some  of  theae  solutions 
only.  (Bucholz,  Berzeliys,)  •     .  .  ,  . 

€,  The  blue  oxid^  is  jiparingly  soluble  in  ^Ipohol. 
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C.  MoLYBDio  Acid.  MoO^ 


Found  native  as  Molyhdic  Ochre, 

FomuUion. — 1.  By  exposing  molybdenum,  or  ita  lower  oxides,  or 
sulphide  of  molybdenum,  to  long  continued  heat  in  the  air. — 2.  By  the 
action  of  nitre  on  the  same  8ub6tances.*-d.  By  igniting  the  metal  or  its 
oxides  in  an  atmosphere  of  aqueous  vapour,  ^egnault,  Ann,  Chim,  Fhys. 
02,  356),  or  with  hydrate  of  potash  (Liebig,  Kastn,  Arch,  2,  57),  in  which 
ease,  hydrogen  gas  is  likewise  evolved. 

Frepar<Uion,^-->1 .  Molybdenum  or  one  of  its  lower  oxides  is  dissolved 
in  excess  of  nitric  acid,  and  (a)  the  solution  either  evaporated  to  dryness, 
and  the  residue  ignited;  or  (6)  left  to  evaporate  spontaneously,  and  the 
molybdic  acid — which  in  this  case  is  deposited  as  a  white  powder — col- 
lected on  a  filter,  purified  with  water,  and  dried.  (Berzelius.) — 2.  Sul- 
phide of  molybdenum  is  digested  with  nitric  acid  till  it  loses  its  grey 
colour;  the  mixture  is  then  evaporated,  and  the  molybdic  acid  produced 
is  freed  from  the  adhering  nitric  and  sulphuric  acids  by  washing  with 
water.  (Scheele.) — 3.  Finely  divided,  pure  native  sulphide  of  molybdenum 
is  roasted — ^at  a  strong  heat  at  first,  but  afterwards  at  a  lower  tempe*- 
rature — till  it  appears  yellow  while  hot  and  white  on  cooling. — 4.  From 
impure  sulphide  of  molybdenum  mixed  with  quartz,  &o.,  it  is  necessary 
first  to  prepare  molybdate  of  ammonia,  {q,  v.;  The  salt  is  then  heated 
for  a  long  time  in  an  open  crucible,  at  a  temperature  low  enough  to 
prevent  fusion.  ^Berzelius.)  The  molybdate  of  ammonia  prepared  from 
the  native  molyodate  of  lead  may  likewise  be  used  for  this  purpose. 
(Wittstein.) 

Properties, — As  prepared  according  to  (1,  h,)  White,  bulky,  porous 
mass,  difinsing  itseli  in  water  in  small,  silky,  crystalline  scales:  after 
ignition,  by  which  it  loses  nothing  but  2  per  cent,  of  pure  water,  it 
appears  white  and  soft  like  talc;  after  fusion,  it  forms  greyish  or  yellow- 
ish white  radiated  masses;  or,  after  sublimation,  brilliant,  colourless, 
transparent  laminae  or  needles.  Its  specific  mivity  is  3*46.  (Bergman.) 
It  assumes  a  lemon-yellow  colour  every  time  it  is  heated.  Fuses  at  a  red 
heat  (and  more  readily  when  it  contains  alkali)  to  a  brownish  yellow  liquid; 
in  covered  vessels  it  volatilizes  at  high  temperatures  only,  but  when 
exposed  to  the  air,  even  at  its  meltine  point,  it  volatilizes  in  white  fumes, 
which  condense  above  the  fused  acid  m  the  form  of  a  crystalline  sublimate. 
Has  a  sharp  metallic  taste,  and  reddens  litmus.  Volatilizes  when  exposed 
on  platinum  wire  to  the  blue  flame  of  the  blowpipe,  imparting  to  it  a 
yellowish-^een  tinge.  ^Plattner.)  In  the  inner  name,  it  first  becomes 
blue  and  then  brown ;  il  heated  on  charcoal  it  fuses  and  is  absorbed ;  but 
is  reduced  by  a  powerful  blast  to  finely  divided  metal  which  sinks  in  the 
pores  of  the  charcoal ;  it  may  be  separated  by  washing  away  the  lighter 
particles  with  water.  (Berzelius.) 

Cslcolation.  Berieliiif.  Bncholx. 

MO 48        ....        66-7        ....        66-613        ..«        67    to    68 

30 24         ....         33-3         ....         33  387         ....        33     „     32 

MoO» 72        Z.      1000        Z.      100000        Z.       100  lOo" 

(MoO»  =  598-52  +  3.     100  =  898-52.  BcrzcUus.) 

Decampo9itums,^^\,  Reduced  to  the  metallic  state  by  ignition  with 
potassium  or  sodium  (with  vivid  incandescence),  or  with  charcoal ;  in  a 
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onrrent  of  hydrogen  gas ;  in  the  oxy-hydrogen  hlowpipe  flame ;  and  hy  a 
powerful  current  of  galvanic  electricity. — 2.  To  molybdous  oxide:  by 
digestion  with  hydrochloric  acid  and  amalgam  of  potassium,  zinc,  or  other 
metal  capable  of  decomposing  water. — 3.  To  the  state  of  brown  oxide : 
by  ignition  in  combination  with  ammonia,  or  by  digestion  with  hydro- 
chloric acid  and  molybdennm  or  copper. — 4.  To  the  state  of  blue  oxide : 
by  a  small  quantity  of  hydrosnlphuric  acid  in  presence  of  water  or  on 
exposure  to  heat,  the  action  being  attended  with  separation  of  sulphur ;  bpr 
sulphurous  acid,  with  production  of  sulphuric  acid;  by  aqueous  hydriodic 
acid,  with  separation  of  free  iodine,  and  formation  of  a  liquid  which  ^  is 
green  at  first,  but  afterwards  becomes  blue ;  by  boiling  hydxY)chloric  acid, 
with  disengagement  of  chlorine;  by  nitric  oxide  in  presence  of  water,  with 
formation  of  nitrous  acid  (Kastner,  Kastn.  Arck,  26,  465);  by  protochloride 
of  tin,  with  formation  of  bi-oxide  of  tin;  by  digestion  with  water  and  with 
metallic  molybdenum. — 5.  To  sulphide  of  molybdennm :  by  hydrosnlphuric 
acid  in  excess,  in  presence  of  water,  or  when  aided  by  heat.  Molybdio 
acid  is  not  affected  by  fusion  with  metallic  molybdenum.  (Berzelios.) 


(?om6tnafton«.-- a.  With  Water. — Ai^UBous  Molybdig  Acid. — Molyb- 
dic  acid  dissolves,  according  to  Bucholz,  in  500  parts  of  cold  water,  and  in 
a  much  smaller  quantity  at  a  higher  temperature:  according  to  Hatchett,  it 
requires  960  parts  of  hot  water.  The  solution  yields  a  red  precipitate  with 
ferrocyanide  of  potassium,  but  not  till  one  of  the  stronger  acids  is  added. 

h.  With  the  stronger  acids.  The  affinity  of  molybdic  acid  for  other 
acids  is  very  feeble.  After  ignition,  it  is  but  slightly  soluble  in  a 
boiling  aqueous  solution  of  cream  of  tartar;  before  ignition,  however,  it 
dissolves  m  some  of  the  other  acids.  The  solutions  thus  obtained  are 
sometimes  colourless,  sometimes  yellow  or  brownish.  By  metallic  zinc 
or  tin,  they  are  first  turned  blue,  then  green,  and  lastly  black,  molj^bdous 
oxide  being  precipitated ;  by  digestion  with  copper,  they  become  dark 
red.  Protochloride  of  tin  produces  a  greenish-blue  precipitate,  which 
dissolves  in  hydrochloric  acid,  formiue  a  green  solution.  Hydrosulphurio 
acid  in  small  quantity  colours  them  blue;  in  larger  Quantities  it  produces 
a  blackish  brown  precipitate  (a  mixture  of  bisulphide  of  molybdenum 
with  sulphur :  BeneliiLs).  The  supernatant  liquid  is  green,  and  deposits 
after  long  standing,  or  more  rapidly  when  heated,  a  further  quantity  of 
brown  sulphide  of  molybdenum;  a  small  quantity  of  molybdenum,  how- 
ever, still  remains  in  the  solution.  If  the  liquid  contams  but  a  very 
small  quantity  of  molybdic  acid,  it  forms  with  excess  of  sulphuretted 
hydrogen,  a  green  solution,  which  deposits  brown  sulphide  of  molyb- 
denum only  after  long  standing  or  when  heated.  Hydrosulphate  of 
ammonia  behaves  in  a  similar  manner  to  hydrosulphuric  acid,  (bucholz, 
Berzelius.)  Ferrocyanide  of  potassium  produces  a  dense,  reddish-brown 
precipitate,  soluble  m  excess  of  the  reagent  and  also  in  ammonia.  (Ber- 
zelius.^ Ferrocyanide  of  potassium  gives  a  somewhat  lighter  coloured 
precipitate,  which  is  likewise  soluble  in  ammonia.  (H.  Rose.)  Tincture 
of  galls  throws  down  a  green  precipitate.  (Smithson.) 

c.  With  Salifiable  Bases,  forming  the  Salts  of  Molybdio  Acid^ 
MoLYBDATRS.  Molybdic  acid  expels  carbonic  acid  from  solutions  of  the 
alkaline  cai'bonates.  It  chiefly  forms  salts  containing  one  or  two  atoms 
of  acid.  The  salts  are  generally  colourless  or  yellow;  when  soluble, 
they  have  a  faint  metallic  taste.  They  are  fixed  in  the  fire,  unless  the 
base  is  volatile.     The  addition  of  a  very  small  portion  of  concentrated 
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Biilphnric,  hydrocfalorio,  or  nitric  aoid  to  a  salt  of  moljbdio  acid  mixed 
with  a  small  quantity  of  water,  causes  the  separation  of  white,  ourdj 
molvbdio  acid,  which  is  soluble  in  a  slight  excess  of  either  of  the  three 
acids,  or  in  a  large  quantity  of  water;  phosphoric  acid  and  oxalic  acid  do 
not  produce  this  effect,  if  According  to  Svanberg  &  Struve,  when  phos-< 
phoric  acid  or  a  liquid  containing  it  is  added  to  a  solution  of  an  alkaline 
molybdate,  together  with  an  excess  of  hydrochloric  acid,  the  mixture  turns 
yellow,  and  after  some  time  deposits  a  yellow  precipitate.  (Gmelin  has 
likewise  observed  this  effect  in  the  case  of  molybdate  of  ammonia.)  This 
reaction  is  stated  to  be  so  delicate,  that  it  may  be  employed  for  the  detec-* 
tion  of  phosphoric  acid.  («7.  pr.  Chem.  44,  257.)  IT  The  molybdates,  when 
supersaturated  with  a  stronger  acid,  yield,  according  to  Berzelius,  the  same 
results  as  those  just  described  under  6.  The  molybdates  (molybdate  of 
ammonia,  but  not  the  potash  «dt:  Gmelin),  heated  with  oil  of  Titriol,  form 
a  blue  mass,  either  immediately  or  after  cooling.  (Smithson.)  When 
heated  on  charcoal  in  the  inner  blowpipe  flame  with  carbonate  of  soda, 
these  salts  yield  metallic  molybdenum,  or  an  alloy  of  molybdenum  with 
the  metal  existing  in  the  base.  With  borax  and  microcosmic  salt,  they 
give  a  brown  colour  in  the  inner  flame.  The  compounds  of  molybdic  acid 
with  the  fixed  alkalis,  when  mixed  with  sal-ammoniac  and  ignited,  yield 
molybdic  oxide,  together  with  chloride  of  the  alkali-metal,  which  latter 
may  be  extracted  by  water.  (Berzelius.)  The  alkaline  molybdates  in  solu- 
tion, give,  with  a  small  quantity  of  protochloride  of  tin,  a  blue  colour; 
with  a  larger  quantity,  a  dingy  blue  precipitate  which  dissolves  in  oil  of 
vitriol,  producing  a  splendid  blue  solution ;  with  a  still  larger  proportion 
of  the  tin-salt,  the  precipitate  is  of  a  dull  green  colour,  and  yielas  with 
oil  of  vitriol,  a  beautiful  green  solution.  The  molybdates  of  ammonia, 
potash,  and  soda,  are  the  only  salts  of  molybdic  acid  that  dissolve  readily 
in  water ;  of  the  rest,  some  dissolve  with  difficulty,  and  others  are  com- 
pletely insoluble.  The  aqueous  solutions  of  the  more  soluble  alkaline 
molybdates  are  coloured  yellow  by  hydrosulphuric  acid,  from  formation  of 
a  double  sulphide  of  molybdenum  and  the  alkali-metal,  [MS,MoS']  and 
then  yield  with  acids  a  brown  precipitate  of  tersulphide  of  molybdenum. 
They  give  white  precipitates  with  the  salts  of  the  earthy  alkalis  and  of 
the  earths,  and  precipitates  of  various  colours  with  those  of  the  heavy 
metals:  e.g.  white,  with  salts  of  lead  or  silver;  yellow  with  ferric  salts; 
and  yellowish  white  with  mercurous  salts.  (Berzelius.)  With  tincture  of 
galls  they  give,  according  to  Smithson,  a  reddish  yellow  precipitate  which 
turns  green  on  the  addition  of  an  acid.  [The  mixture  is  dark  reddish 
brown  out  transparent;  the  addition  of  a  drop  of  hydrochloric  acid  causes 
the  separation  of  a  dense,  dingy  brown  precipitate,  which,  by  a  larger 
quantity  of  acid,  is  converted  into  small  reddish  brown  flakes.] 

None  of  the  oxides  of  molybdenum  combine  with  carbonic  acid. 
(Berzelius.) 

MOLTBDBNTTM  AND  BoRON. 

A.  Borate  op  Moltbdous  Oxide.— Dark  grey  precipitate,  which 
turns  black  on  drying,  is  insoluble  in  water,  and  dissolves  but  sparingly 
in  aqueous  solution  of  boracic  acid.  (Berzelius.) 


B.  Borate  op  Molybdio  Oxide. — a.  Bichloride  of  molybdenum 
gives  with  borate  of  ammonia  a  rusty-yellow  precipitate,  insoluble  in 
water.— ^.  Hydrated  molybdic  oxide  dissolves  in  boiling  boracic  acid. 
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yielding  a  jrellow  ioltttion  which,  when  evaporated,  soIidifiM  to  a  jelly, 
and  deposits  the  neutral  salt.  (Benelius.) 

C.  BoRATB  OP  MoLYBDic  AciD. — An  aqueous  solution  of  boracic 
acid  dissolves  moljbdic  acid  on  boilinff,  and  when  the  latter  is  in  excess, 
forms  with  it  an  opaque  viscid  liquid  of  the  consistenoe  of  turpentine  ^ 
The  solution  becomes  milky  fu  it  cools,  and  yields  a  colourless  filtrate 
which  on  evaporatiun  deposits  odourless  crystals,  decomposable  by  alcohol 
into  a  yellow  powder  and  boraoio  acid  (containing  a  very  small  quantity 
of  molybdio  aoid|  which  dissolves  in  the  menstruum).  (Eierzelius.; 

MOLTBDBMVM  AND  PHOSPHORUS. 

A.  Phosphidb  op  MoLTBDBNVM.-^PrepAred  by  Pelletier,  but  not 
further  examined. 

B.  Phosphate  op  Molybdous  OxiDB.^-a.  Diphotphaie*  Formed 
when  protochloride  of  molybdenum  is  precipitated  by  ordinary  diphos- 
phate of  soda.  Dark  grey  precipitate,  soluble  in  excess  of  protochloride 
of  molybdenum. 

h.  Acid  Phosphate. — The  solution  of  the  hydrated  protoxide  in  aqueous 
phosphoric  acid  yields  on  evaporation  a  dark  purple,  syrupy  mass,  which 
18  deliquescent  and  dissolves  in  ammonia,  forming  a  blackish  brown  solu- 
tion. (Berzelius.) 

C.  Phosphate  op  Moltbdio  Oxide.— o.  Monophotphaie, — ^Ordinary 
diphosphate  of  ammonia,  added  to  a  solution  of  the  bichloride  of  molyb- 
denum, throws  down  lifi^ht  red  flakes,  while  the  liquid  itself  remains 
yellow  in  consequence  of  a  portion  of  the  salt  being  dissolved. 

5.  Acid  phosphate. — A  saturated  solution  of  hydrated  molybdic  oxide 
in  aqueous  phosphoric  acid,  dries  up  by  spontaneous  evaporation  to  a 
transparent,  red,  tenacious,  uncrystallizable  mass,  which  dissolves  in 
ammonia  with  a  red  colour,  but  separates  again  almost  entirely  in  the 
course  of  an  hour.  (Berzelius.) — Bucholz  obtained  a  similar  compound 
by  heatinff  a  mixture  of  molybdenum  and  phosphoric  acid  for  a  long 
time,  the  heat  being  raised  to  redness  toward  the  end  of  the  process:  it 
forms  a  greyish-blue  mass  having  a  very  acid  and  subsequently  metallic, 
astringent  taste,  It  dissolves  in  water,  forming  a  yellowish-brown 
solution. 


D.  Phosphate  op  Molvbdic  Acid. — a.  Basic  Phosphate. — Molybdic 
acid,  digested  while  still  moist  with  a  small  quantity  of  aqueous  phos- 

E  boric  acid,  yields  a  lemon -yellow  salt  insolnole  in  water.  (Berzelius.) 
For  the  action  of  phosphoric  acid  on  molybdic  acid  in  combination,  via. 
p.  57.] 

h.  Acid  Phosphate. — ^With  a  larger  proportion  of  aqueous  phosphoric 
acid,  the  salt  a,  which  is  first  product,  dissolves  on  the  application  of  heat, 
and  forms  a  colourless  liqnid,  which  yields,  on  evaporation,  a  tenacious, 
uncrystallizable,  transparent  mass,  having  a  venr  rough  taste,  and  readily 
soluble  in  water  and  alcohol.  The  alcoholic  solution  is  yellow,  but  tbms 
blue  on  evaporation,  and  leaves  a  brown  opaqua  residue,  which  again 
dissolves  in  water,  forming  a  blue  solution,  (oerselins.) 
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A.  Bisulphide  of  Moltbdenum.-— ifoZy&c^ot^  Sulphide,  Sul/pha-mo- 
lyhdoits  iloic^.'-^Foand  native  as  Wasserblei  or  Molybdenum-glance.  The 
residue  obtained  when  the  higher  sulphides  of  molybdenum  are  heated. 
Likewise  produced  by  igniting  molvbdic  aoid  with  sulphur.  The  native 
variety  belongs  to  the  hexagonal  system  of  crystallization  (B,  a.  I, 
16);  Fig.  185  and  138,  Cleavage  distinct  parallel  to  p,  Sp.  gr.  ;ss  4*6. 
Softer  tiian  calespaTt  Soft  and  unctuous  to  the  touch.  Bluish  grey,  with 
metallic  lustre.  Leaves  a  greenish  streak  on  porcelain.  The  artificial 
compound  is  »  black  shining  powder. 

Wanerblei, 

Mo 48        ....        60 

2S 32        ....        40 


.•tf 


Bochoh. 

Brandes* 

Seybert. 

PO 

59-6 

•  ti« 

59-42 

40 

40-4 

•■•• 

39*68 

MoS» 80        ....      100        ....      100        ,.,.       lOO-O        ....        9910 

In  dose  vessels  it  sustains  a  high  temperature  without  fusing  or  under- 
going any  change,  and,  according  to  H,  Rose,  is  not  decomposed  by  igni^ 
tion  in  dry  hydrogen  gas.  When  heated  in  the  air  it  is  converted  into 
molybdic  acid,  with  evolution  of  sulphurous  acid. 

Before  the  blowpipe  on  charcoal  it  gives  off  sulphurous  acid,  cover«- 
ing  the  charcoal  with  a  yellowish<-white  incrustation;  but  it  bums  with 
great  difficnlty,  and  the  combustion  is  but  imperfect.  (Berzelius.)  Ou 
platinum  wire  it  colours  the  outer  blowpipe  flame  green.  (KobelL)  It 
colours  a  bead  of  borax  mixed  with  nitre^  dark-brown  in  the  inner  flame^ 
and  light-brown  in  the  outer. 

It  decomposes  vapour  of  water  at  a  red  heat  slightly,  but  at  a  higher 
temperature  with  greater  facility.  (Regoault.^  Detonates  with  nitre, 
forming  molybdate  of  potash.  Dissolves  reaaily  in  warm  aqua-regia, 
prodnemg  molybdic  ana  sulphuric  acid.  Easily  oxidized  by  nitric  acid. 
Dissolves  in  boiling  oil  of  vitriol  with  evolution  of  sulphurous  aoid,  and 
forms  a  blue  solution.  (Berzelius.)  {For  its  behaviour  with  oxide  of  lead 
at  a  zed  heat,  vid,  Bertbier,  Ann*  Clwia,  Phy$,  39,  251.] 

Tebsulphidb  of  Molybpbnum. — Molybdic  Sulphide,  Sulpho-molybdic 
ndd. — Formed  by  the  decomposition  of  molybdic  acid  by  hydrosulphuric 
acid. — 1.  A  concentrated  solution  of  a  salt  of  molybdic  acid  is  saturated 
with  hydrosulphuric  acid;  a  stronger  acid  added  in  excess;  and  the 
precipitate  digested  with  it  for  some  time,  in  order  to  decompose  any 
alkaline  hydrosulphate  possibly  thrown  down  with  it,  and  then  purified 
with  water:  the  water  however  redissolves  a  small  portion. — 2.  The 
solution  of  molybdic  acid  in  an  alkaline  bihydrosulphate  (MS,HS)  is 
precipitated  by  a  stronger  acid, — The  sulphide  of  molybdenum  thus 
obtained  is  likely  to  be  mixed  with  sulphur  or  molvbdic  acid.  In  the 
moist  state,  it  appears  reddish  brown,  but  when  dried  it  forms  a  blackish 
brown  powder,  which  also  leaves  a  blackish  brown  streak  on  porcelain  or 
paper.  (Berzelius,) 

Calculation.  Berzelius. 

Mo  48  ....  50  ....  49-72 
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When  heated  in  a  close  vessel  it  loses  the  third  atom  of  sulphur,  and 
is  converted  into  bisulphide  of  molybdenum,  having  a  powerful  metallic 
lustre.  Exposed  to  the  air  in  a  moist  state,  it  forms  a  small  quantity  of 
sulphuric  acid,  which  disintegrates  the  filter-paper.  It  dissolves  with 
ditiiculty — except  when  boiled — in  a  concentrated  solution  of  potash,  and 
is  partially  decomposed  into  KS,  MoS*.  It  is  somewhat  soluble  in  water, 
especially  in  hot  water,  yielding  a  dark-yellow  solution.  (Berzelius.) — 
The  liquid  may  likewise  be  regiutled  as  containing  MoO',  3HS. 

Tersulphide  of  molybdenum  unites  with  the  more  basic  metallic 
sulphides,  forming  Sulpho-molyhdates,  or  MolybcUhntlphites.  For  one 
atom  of  the  basic  sulphide  they  contain  from  1  to  3  atoms  *of  tersul- 
phide of  molybdenum. — a:  The  compounds  of  this  nature  which  are 
soluble  in  water  are  obtained:  1.  By  passing  hydrosulphuric  acid  through 
a  concentrated  solution  of  a  salt  of  molybdic  acid,  and  evaporating. 
If  the  solution  is  dilute,  the  absorption  takes  place  more  slowly. 
KO,MoO'  +  4HS  =  KS,MoS'  +  4HO.  The  liquid  assumes  a  yellowish 
red,  or,  when  iron  is  present,  a  reddish-brown  colour. — 2.  By  dissolving 
tersulphide  of  molybdenum  in  an  aqueous  solution  of  a  metallic  sulphide 
(or  alKaline  hydrosulphate).  If  an  alkaline  bihydrosulphate  is  used,  the 
act  of  solution  is  attended  with  disengagement  of  hydrosulphuric  acid, 
and  takes  place  but  slowly,  unless  heat  is  applied.  By  lioiling  bisulphide  of 
molybdenum  and  sulphur  in  the  aqueous  solution  of  an  alkali,  especially 
a  solution  of  baryta,  strontia,  or  lime,  an  alkaline  bisulphide  is  first  formed, 
and  then  a  compound  of  a  protosulphide  of  the  alkali-metal  with  tersul- 
phide of  molyMenum.—- 6.  The  insoluble  compounds  are  prepared  by 
precipitating  the  soluble  compounds  with  salts  of  the  earths  and  of  the 
heavy  metals. 

The  compounds  soluble  in  water  are  crystallizable,  and  in  that  statd 
often  appear  green  by  reflected,  and  red  by  transmitted  light;  the  rest 
have  a  fine  r^  colour;  but  an  excess  of  sulphide  of  molybdenum  maked 
them  darker,  and  the  presence  of  iron  renders  them  brown. 

The  sulpho-molybaates  are  either  wholly  or  for  the  most  part  decom- 
posed when  ignited  out  of  contact  of  air;  the  basic  metallic  sulphide 
either  combining  with  the  third  atom  of  sulphur  in  the  sulphide  of  molyb^ 
denum,  when  capable  of  so  doing,  and  producing  a  mixture  of  bisulphide 
of  molybdenum  and  another  metallic  bisulphide  removable  by  water  (as 
with  potassium  or  sodium,  in  which  case,  however,  the  decomposition  of 
the  compound,  even  at  a  strong  red  heat,  is  but  imperfectly  effected) :  or 
the  third  atom  of  sulphur  escapes  in  the  form  of  vapour,  and  leaves  a 
mixture  of  bisulphide  of  molybdenum  with  the  other  metallic  proto- 
sulphide. 

Only  the  compounds  of  tersulphide  of  molybdenum  with  the  sulphides 
of  the  alkali-metals  and  of  magnesium,  are  soluble  in  water.  The  solu- 
tions are  red,  inclining  to  brown  if  the  sulphide  of  molybdenum  is  in 
excess;  but  reddish  yellow  if  the  other  metallic  sulphide  predominates. 

S These  solutions  may  also  be  supposed  to  contain  a  double  hydrosulphate; 
or  example,  in  the  potassium  compound,  by  the  decomposition  of  4  atomd 
of  water :  KO,  HS  +  MoO',  dHS.)  If  the  solutions  are  boiled  for  some 
time  in  close  vessels,  they  deposit— especially  when  the  tersulphide  of 
molybdenum  is  in  excess — bisulphide  of  molybdenum,  and  a  compound  of 
the  basic  sulphide  (or  sulphur-base),  with  tetrasulphide  of  molybdenum: 
hydrosulphuric  acid  is  evolved  at  the  same  time.  The  solutions  of  these 
compounds  remain  tolerably  stable  in  the  air,  provided  they  are  concen- 
trated, and  contain  more  than  one  atom  of  tersulphide  of  molybdenum  to 
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one  atom  of  the  snlphur-bafle.  But  if  the  sulphide  of  the  alkali-metal  (or 
alkaline  hjdrosulphate)  predominates^  or  if  free  alkali  is  present,  or  if 
the  solution  itself  is  dilute^  it  gradually  becomes  darker,  from  forma- 
tion of  an  alkaline  hyposulphite  and  a  compound  of  the  sulphur-base 
with  excess  of  tersulphide  of  molybdenum.  The  latter  substance  is  then 
decomposed,  though  very  slowly,  with  separation  of  tersulphide  of  molyb- 
denum; and  the  supernatant  liquid  which  is  blue,  contains  alkali,  partly 
in  combination  with  acids  of  sulphur,  partly  with  molybdic  acid  and  blue 
oxide  of  molybdenum.  Acids  added  to  these  aqueous  solutions  precipitate 
tersulphide  of  molybdenum,  and  liberate  sulphuretted  hydrogen.  Metallic 
oxides  which  readily  part  with  their  oxygen,  produce  in  these  solutions  a 
molybdate  of  the  alkali  and  a  new  metallic  sulphide,  which  enters  into 
combination  with  the  undecomposed  portion  of  the  tersulphide  of  molyb- 
denum. (Berzelius.) 

G.  TsTRAstiLPHiDB  OF  MoLTBDENUM. — Per-svlphomolyhdic  Acid, 
Permlphide  of  Molybdenum  of  Berzelius. — Bimolybdate  of  potash  is  satu- 
rated with  hydrosulphuric  acid,  and  the  nearly  black  liquid — which  con- 
tains KS,  MoS'  in  solution,  and  a  compound  of  KS  with  excess  of  MoS' 
diffused  through  it — ^is  boiled  in  a  retort  for  some  hours — whereby  hydro- 
sulphuric  acid  is  expelled  and  the  precipitate  increased.  The  solution 
when  cold  is  filtered,  and  the  black  powder  of  bisulphide  of  molybdenum 
separated  as  completely  as  possible  by  levigation,  from  the  heavier  red 
crystalline  scales  of  tetrasulphide  of  molybdenum,  combined  with  sul- 
phide of  potassium.  The  latter  compound  is  collected  on  a  filter  and 
washed  with  cold  water,  till  the  filtrate  no  longer  gives  a  blackish 
brown,  but  a  pure  red  precipitate  with  hydrochloric  acid.  The  red  scales 
remaining  on  the  filter  are  then  treated  with  boiling  water,  which  leaves 
an  insoluble  residue  of  bisulphide  of  molybdenum;  the  dark  red  solution 
obtained  is  precipitated  by  hydrochloric  acid  in  excess;  and  the  precipi- 
tated tetrasulphide  of  molybdenum  is  thrown  on  a  filter  and  purified  by 
washing  with  water.  (Berzelius.) 

Recently  prepared  tetrasulphide  of  molybdenum  presents  the  appear- 
ance of  a  dark  red,  translucent,  bulky  precipitate;  it  shrinks  up  consider- 
ably when  dried,  and  forms  a  grey,  coarsely  granular  mass,  having  a 
metallic  lustre,  and  yielding  a  cinnamon-brown  powder  when  ground  up 
with  water.     (Berzelius.) 

Calcalation.  Berzelins. 

Mo 48        ....        42-86 

4S 64        ....        57-14        ....        56-0    to    558 

MoS* 112        Z       10000 

When  distilled  alone,  it  yields  a  small  quantity  of  sulphurous  acid  and 
water  (whence,  also,  Berzelius  in  his  analysis  obtained  too  small  a  quan- 
tity of  sulphur),  and  then  sulphur;  leaving  bisulphide  of  molybdenum. 
It  is  not  decomposed  either  by  boiling  water  or  by  acids.  (Berzelius.) 

Tetrasulphide  of  molybdenum  combines  with  the  more  basic  metallic 
sulphides,  forming  Fer-mlphomolyhdatea  or  Molyhdo-persulphiles, 

Preparation. — 1.  By  the  method  given  for  that  of  tetrasulphide  of 
molybdenum  {vid.  supra). r-^»  When  bisulphide  of  molybdenum  in  excess 
is  boiled  with  a  concentrated  solution  of  potash  and  the  mixture  filtered 
after  cooling,  a  slightly  coloured  solution  is  obtained;  and  a  mixture  of 
bisulphide  of  molybdenum  with  per-sulphomolybdate  of  potash  (KS^  MoS*) 
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remains  on  the  fllier;  the  latter  may  be  separated  by  solation  in  boiling 
water. — 3.  By  double  deoomposition. 

The  metaUio  per-sulphomolybdates  are  pnlyerulent^  rarely  crystalline^ 
and  of  a  red  or  reddish  yellow  colour. 

They  are  all  decomposed  when  strongly  heated  by  themselreS.  Only 
the  compounds  of  tetrasnlphide  of  molybdenum  with  the  sulphides  of 
ammonium,  potassium,  soainm,  and  lithiam  are  sduble  in  water.  Iii 
cold  water,  indeed,  they  are  but  rery  slightly  soluble;  but  in  hot  watef 
they  dissolre  and  form  deep  red  solations  which  do  noi  yield  any  deposit 
on  cooling.  These  solutions,  when  mixed  with  a  stronger  acid,  gire  off 
sulphuretted  hydroffeu,  and  yield  a  precipitate  of  tetrasnlphide  of  molyb- 
denum. (Berzelius.) 

If  a  double  salt  of  hydrosulphuric  acid  is  supposed  to  exist  in  the 
aqueous  solution,  that  salt  must  contain  an  oxide  of  molybdenum  MoO* 
hitherto  unknown:  e.g.y  KS,MoS*  +  5HO  =  KO,HS  +  MoO*,4HS. 


D.  SuLPHATB  OF  MoLTBDous  OxiDB.-*<i.  BcukStUphate.-^l.  Formed 
by  mixing  hydrated  molybdous  oxide  in  excess  with  aqneons  sulphuric 
acid. — 2.  By  eraporating  a  solution  of  the  neutral  salt,  and  decomposing 
the  residue  with  water.--d.  By  adding  ammonia  to  the  acid  s<^tion  of  c. 
Greyish  brown,  blistered  mass,  insoluble  in  water. 

b,  Neutral  SidphaU.'^^FoTmed  when  the  dry  hydrated  protoxide  is 
rubbed  up  in  a  mortar  with  an  equivalent  quantity  of  sulpharie  acid.  Pitch- 
black,  tenacious  mass;  decomposed  by  water  into  an  insoluble  basic  and  a 
soluble  acid  salt. 

e.  Add  Sulphate.'^'pTe^^Med  by  decomposiuff  b  with  water,  or  by  dis- 
solring  hydrated  molybdous  oxide  in  amieous  sulphuric  acid.  The  nearly 
black  solution  yields  on  eraporation  a  black,  tenacious,  uncrystallisable 
mass.  This  when  strongly  heated  gires  off  sulphurous  add,  and  is  first 
converted  into  sulphate  of  molybdic  oxide,  and  lastly  into  a  blue  coda- 
pound  of  sulphuric  acid  with  the  blue  oxide.  The  acid  salt,  mixed  witii 
an  additional  quantity  of  sulphuric  acid,  assumes  a  purple  colour  after  tk 
while.  (Berzelius.) 

E.  80LPHATE  oP  MoLTBDio  OxiBE. — Formed  by  dissolving  molybde- 
num in  hot  oil  of  viirio),  or  in  a  mixture  of  dilute  sulphuric  and  nitric 
acid;  or  the  hydrated  molybdic  oxide  in  dilute  sulphuric  acid;  or  by  heat- 
ing bichloride  of  molybdenum  with  sulphuric  acid. — The  anhydrous  salt 
is  black;  but  when  evaporated  to  dryness  at  a  very  high  temperature,  it 
a496umes  a  li^ht  blue  colour.  It  dissolves  in  water,  yielding  a  red  solu- 
tion. (Berzelius.) 


F.  Sulphate  op  Molybdic  Acid. — a.  Basic  Sulphate.^~By  boiling 
dilute  sulphuric  acid  with  an  excess  of  molybdic  acid,  a  turbid,  milky 
liquid  is  obtained,  which  gelatinizes  on  cooling,  and  deposits  pale  yellow 
flaKes  of  a  basic  compound,  which  is  sparingly  soluble  in  water  but  not  in 
alcohol;  though  the  latter  colours  it  green.  (Dcrzelius.) 

b.  Acid  StUphate.—A  solution  of  molybdic  acid  (not  in  excess)  in 
dilute  sulphuric  acid  has  a  light  yellow  colour,  and  dries  up  to  a  lemon- 
yellow,  crystalline  mass,  which  deliquesces  in  the  air,  but  is  only  partially 
soluble  in  water.  (Berzelius.) — The  solution  of  molybdic  acid  in  sulphuric 
acid  does  not  yield  crystals  on  evaporation;  but  when  molybdate  of 
baryta  is  decomposed  by  excess  of  dilute  sulphuric  acid,  and  the  clear 
solution  evaporated  over  oil  of  vitriol,  crystals  are  obtained.  (Anderson, 
Jakre^r.,  22,  lei.) 
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Cakmlatioii.  Aiid«noti. 

MoO»  72        ....  S4-29  ....  a2-8 

SSO». 120        ....  67-14  ....  57-3 

2H0 18        ....  857  ....  9-9 

MoO*,380*-f2Aq 210        ....        10000        ....        lOO'O 

MOLTBDBNUM  AHD  loDIlOB. 

A.  Htdrated  Protiodidb  of  Molybdenum,  or  Hydriodatb  of 
Mqltbdous  Oxibb. — Iodine  has  no  action  on  ignited  molvbdennm*  By 
dissolving  the  hydrated  protoxide  in  aqueous  hydriodic  acid,  a  compound 
is  obtained,  which  behaves  in  all  respects  like  the  protochloride  of  molyb- 
denum.  (Berzelius.) 

B.  Hydrated  Bikiodidb  o^  MoLYBDENtrM,  or  Bihydaiodatb  of 
MoLYBDic  OxTDB. — Hydrated  molybdio  oxide  forms  a  red  solution  with 
aqueous  hydriodic  acid.  This  solution,  when  spontaneously  evaporated 
in  the  air,  leaves  a  crystalline  residue,  which  appears  red  by  transmitted 
and  brown  by  reflected  light;  is  resolved  by  heat  into  volatile  hydrio^ 
die  acid  and  fixed  molybdio  oxide;  and  is  perfectly  soluble  in  water. 
(Bercelius.) 

Molybdenum  and  Chlorinb. 

A.  Protochloride  of  Molybdenum. — Molybdenum  heated  nearly 
to  redness  absorbs  the  vapour  of  bichloride  of  molybdenum  passed  over  it, 
and  is  converted  into  a  hard,  compact  mass,  which  appears  dark  red  when 
cold.  From  this  substance,  water  extracts  only  a  small  quantity  of  proto- 
chloride of  molybdenum,  assuming  at  the  same  time  a  light  purple  colour; 
the  remaininff  red  protochloride  is  insoluble  in  boiling  water  and  hydro- 
chloric acid,  but  is  resolved  by  solution  of  caustic  potash  into  chlonde  of 
potassium  and  pure  hydrated  molybdous  oxide,  ignited  in  a  tube,  the 
upper  end  of  which  is  drawn  out  to  a  fine  point,  it  sublimes  in  the  form  of 
a  dark  brick-red,  confusedly  crystallized  mass,  which  (with  the  exception  of 
a  small  quantity  of  bichloride  of  molybdenum  produced  by  the  action  of 
the  air)  resembles  the  unsublimed  chloride  in  its  insolubility  in  water,  and 
likewise  in  being  decomposed  by  potash.  The  red  protochloride  of  molyb- 
denum, on  the  contrary,  when  ignited  out  of  contact  of  air,  yields  a  dark 
green  sublimate,  which  dissolves  in  water  in  the  form  of  hydrochlorate  of 
the  protoxide,  and  has  precisely  the  same  composition  as  the  red  com- 
pound.— Protochloride  of  molybdenum  has  therefore  two  isomeric  modifi- 
cations like  the  sesqui-chloride  of  chromium.  (Berzelius.) 

Hydrated  Protochloride  of  Molybdenum,  or  Hydrochlorate  of  Molyh- 
done  Oxide, — Formed  by  saturating  aqueous  hydrochloric  acid  with  the 
hydrated  protoxide.  The  solution,  which  has  a  very  dark  brown  colour, 
yields  on  evaporation  a  black  mass,  which  is  tenacious  at  first,  but  after- 
wards becomes  brittle;  redissolves  almost  entirely  in  water;  but,  on 
further  drying  in  vacuo,  eives  off  hydrochloric  acid  and  water,  and  is  con- 
verted into  a  black,  pulverulent,  insoluble  compound  of  protoxide  and 
protochloride  of  molybdenum.  (Berzelius.) 

B.  Bichloride  of  Molybdenum. — Chlorine  ffas  does  not  act  on  molyb- 
denum at  ordinary  temperatures.  When  molybdenum  is  gently  heated  in 
chlorine  gas  free  from  atmospheric  air,  its  surface  exhibits  a  transient 
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glow,  and  a  dark  red  vapour  is  formed^  which  eondeiiBes  into  blackiah 
grey  crystals,  having  a  metallic  lustre  and  strongly  resembling  crystals  of 
iodme.  Bichloride  of  molybdenum  is  very  fusible  and  af  ain  forms  crys- 
tals on  solidifying;  sublimes  at  a  gentle  heat;  fumes  in  the  air  and  then 
deliquesces;  dissolves  in  water  with  so  much  evolution  of  heat  that  the 
liquid  boils.  When  kept  in  a  vessel  containing  air,  it  gradually  absorbs 
oxygen,  and  yields  a  white  sublimate  of  molybdate  of  terchloride  of 
molybdenum.  [Should  not  MoCP  be  set  free  at  the  same  time)  6M0CI' 
+  60  =  MoCl',  2M0O'  +  3M0CI'.]  It  combines  with  sal-ammoniacy 
but  not  with  the  chlorides  of  potassium  and  sodium.  (Berzelius.^ 

HydraUd  Bichloride  of  Molybdenum,  or  Bihydrochlorate  of  Molyhdic 
Oxide. — 1.  When  bichloride  of  molybdenum  deliquesces  in  the  air,  it 
forms  a  liquid  which  is  first  black,  then  bluish  green,  and,  as  it  absorbs 
more  water,  becomes  greenish  yellow,  then  rust-coloured,  and  lastly 
yellow. — 2.  The  hydrated  oxide  may  also  be  dissolved  at  once  in  hydro- 
chloric acid,  or  metallic  molybdenum  in  hydrochloric  acid  to  which  a  few 
drops  of  nitric  acid  are  added.  The  concentrated  solution  remains  tole- 
rably permanent  in  the  air,  and,  on  evaporation,  leaves  black  bichloride 
of  molybdenum;  but  a  dilute  solution  oxidizes  when  exposed  to  the  air, 
becoming  first  green,  and  then  blue.  (Berzelius.) 

A  corresponding  solution  of  the  blue  oxide  of  molybdenum  in  hydro- 
chloric acid  is  obtained  by  treating  the  metal  with  chlorine- water — by 
heating  the  hydrochlorate  of  molybaic  acid  with  molybdenum,  molybdous 
oxide,  molybaic  oxide,  zinc,  tin,  or  alcohol— or  by  treating  it  with  a  small 
quantity  of  hydrosulphuric  acid,  &c.  It  has  a  splendid  deep  blue  colour, 
which  gradually  disappears  in  the  air,  from  oxidation.  When  boiled 
with  potash,  it  yields  a  brown  precipitate  of  the  hydrated  oxide,  while 
molybdate  of  potash  remains  in  solution. 

G.  Hydrated  Oxychloride  of  Molybdenum,  or  Mono{X)hydrocklO' 
rate  of  Molyhdic  Oxide, — Probably  MoO*,MoCP  or  MoO',HCl. — Aqueous 
hydrochloric  acid,  or  an  aqueous  solution  of  bichloride  of  molybdenum  is 
completely  saturated  with  the  hydrated  binoxide.  The  resulting  solution 
leaves,  by  spontaneous  evaporation,  a  dark,  amorphous  majss,  which 
readily  becomes  blue,  and  is  very  soluble  in  water. 

D.  Molybdate  of  Terchloride  of  Molybdenum. — H.  Rose  dis- 
covered  the  true  nature  of  this  compound,  which  had  previously  been 
regarded  as  terchloride  of  molybdenum. — 1 .  When  dry  chlorine  gas  is 
passed  over  heated  anhydrous  molyhdic  oxide,  the  compound  is  ob- 
tained in  the  form  of  a  sublimate.  (Berzelius.) — 3MoO*  +  8Cl  =  MoCP, 
2M0O'.  The  oxide  must  be  prepared  by  imperfectly  reducing  warm 
molyhdic  acid  by  hydrogen  gas;  that  obtained  by  igniting  molybdate  of 
soda  with  sal-ammoniac  fl  v.,  51,  4)  appears  to  be  mixed  with  metallic 
molybdenum;  and  accordingly,  when  treated  with  chlorine,  yields  bichlo- 
ride of  molybdenum  at  the  same  time.  (H.  Rose.) — 2.  A  mixture  of 
molyhdic  acid,  sulphuric  acid,  and  sulphate  of  potash,  is  evaporated  in  a 
retort  till  no  more  sulphuric  acid  is  evolved;  common  salt  is  then  added, 
and  the  whole  heated  to  the  point  of  sublimation.  But  the  compound 
thus  obtained  is  brown,  and,  towards  the  end  of  the  process,  becomes 
mixed  with  bichloride  of  molybdenum.  A  solution  of  molyhdic  acid  in 
oil  of  vitriol  does  not  yield  any  molybdate  of  chloride  of  molybdenum  by 
distillation  with  common  salt,  but  only  hydrochloric  acid,  followed  by 
sulphuric  acid  containing  traces  of  molyhdic  acid.  (H.  Rose.) 
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Yellowish  wUite^  delicate,  crystalline  scales,  which  are  infusible,  but 
Tolatilize  at  a  temperature  below  redness,  though  with  less  facility  than 
bichloride  of  molybdenum.  Taste— pungent,  rough,  bitter,  and  slightly 
acid.   Easily  soluble  in  water,  and  likewise  soluble  in  alcohol.  (Berzelius.) 

Calculation.  H.  Rose. 

3Mo 1440        ....        48-29  ....  48*22 

3C1    106-2        ....        35-61  ....  3566 

60 48-0        ....        1610  ....  16-12 

Moa»,2MoO»....        298-2        Z.      10000        Z,      10000 

The  compound  may  also  be  regarded  as  MoClO'— -that  is  to  say,  as 
molybdic  acid  in  which  one  atom  of  oxygen  is  replaced  by  one  atom  of 
chlorine. 

£.  Htdrochloratb  of  Molybdio  Acid. — Prepared  by  dissolving 
the  molybdate  of  bichloride  of  molybdenum  in  water,  or  molybdic  acid  in 
liydrochloric  acid. 

Molybdenum  and  Fluorine. 

A.  Hydrated  Protofluoride  of  Molybdenum,  or  Hydrofluatb 
of  Molybdous  Oxide. — The  beautiful  purple-red  solution  of  hydrated 
molybdons  oxide  in  aqueous  hydrofluoric  acid  dries  up,  when  moderately 
heated,'  to  a  purple-red  yamish,  which,  at  a  higher  temperature,  becomes 
brown,  and  is  then  no  longer  completely  soluble  in  water.  (Berzelius.) 

B.  Hydrated  Bifluoridb  of  Molybdenum,  or  Bihydrofluatb  op 
Molybdic  Oxide. — The  solution  of  hydrated  molybdic  oxide  in  aqueous 
hydrofluoric  acid  is  red,  unless  the  acid  is  in  yery  large  excess,  in  which 
case  it  is  almost  colourless.  After  gentle  eyaporation,  whereby  it  is  soon 
turned  blue  if  the  acid  is  not  in  excess,  it  leayes  a  black,  crystalline 
residue  (of  bifluoride  of  molybdenum?),  which  redissolyes  perfectly  in 
water,  forming  a  red  solution,  but  loses  acid  if  somewhat  more  strongly 
heated,  and,  when  dissolyed  in  water,  leaves  a  residue  of  molybdio  oxide. 
(Berzelius.) 

The  blue  oxide  of  molybdenum  yields  with  hydrofluoric  acid  a  deep 
blue  solution  which  does  not  crystallize.  (Berzelius.) 

C.  Hydrated  Terfluortde  of  Molybdenum,  or  Hydrofluatb  of 
Molybdic  Acid. — Molybdic  acid  dissolves  readily  and  abundantly  in 
aqueous  hydrofluoric  acid.  The  colourless  solution  has  a  sour  and  dis- 
agreeable metallic  taste,  and  yields,  on  evaporation,  a  yellowish  syrup 
which  exhibits  no  signs  of  crystallization;  assumes  a  greenish  or  bluish 
tint  when  heated,  in  consequence  of  minute  organic  particles  falling  into 
it;  redissolyes  but  imperfectly  in  water  after  oeing  evaporated  to  com- 
plete dryness;  and  leaves  an  insoluble  compound  of  molybdic  acid  with 
a  small  proportion  of  hydrofluoric  acid,  or  of  molybdic  acid  with  terfluoride 
of  molybdenum,  which,  though  soluble  to  a  certain  extent  in  pure  water^ 
is  precipitated  from  it  by  the  first-mentioned  acid  solution. 

Several  combinations  exist  of  terfluoride  of  molybdenum  with  the 
more  basic  metallic  fluorides;  they  are  not,  however,  known  in  the  free 
state,   but  only  in  combination   with  salts  of  molybdic  acid  :    e,  g,^ 
KO,MoO»H-KF,MoF.  (Berzelius.) 

VOL.  ly.  F 
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Molybdenum  and  NiTRoasN. 

A.  NtnUTB  OF  MoLTBDoirs  OxiDB. — Hydrated  mol^bdons  oxide 
fonns  with  dilute  nitric  acid  a  dark  solution  which  rapidly  becomes 
purple-red.  If  an  excess  of  the  hydrated  oxide  is  present,  a  basic  salt  is 
produced.  In  both  compounds,  the  oxide  is  rapidly  concerted  into 
molybdic  acid,  the  change  being  marked  by  decolorization  of  the  salt. 
(Berzelios.) 

B.  NiTRATB  OF  Molybdic  Oxide. — Formed  by  digesting  dilute  nitric 
acid  with  hydrated  molybdic  oxide,  or  with  excess  of  molybdenum.  The 
reddish  brown  solution  can  only  be  evaporated  to  a  certain  point;  when 
further  concentrated,  it  first  turns  blue,  then  becomes  colourless,  erolyes 
nitric  oxide^  and  leaves  a  residue  of  molybdic  acid.  (Berzelius.) 

G.  Nitrate  of  Molybdic  Acid. — ^Prepared  by  dissolving  metallic 
molybdenum  or  molybdic  acid,  not  in  excess,  in  nitric  acid.  The  solution 
is  of  a  reddish  brown  colour,  has  a  feebly  acid,  and  subsequently  bitter, 
metallic,  fustringent  taste,  and  gives  off  nitric  acid  when  evaporated. 
(Bucholz.) 

Bacholi,  by  evaporating  nitrate  of  molybdic  acid,  obtained  a  dingy 
reddish  yellow  residue;  by  treating  it  with  a  small  quantity  of  ammonia, 
he  obtained  a  brownish  red  powder  mixed  with  white  crystals;  and  by 
treating  the  metal  with  S  parts  of  fuming  nitric  acid,  a  pale  brownisn 
red  masa  was  produced,  with  violent  effervescence.  [Does  this  consist  of 
molybdic  acid  united  with  a  small  quantity  of  nitric  acid,  or  contaminated 
with  aesqaiozide  of  iron?] 


p.  Molybdatb  of  Ammokia.— o.  ManomolybdaU.^^1.  From  Ae 
native  Sulphide  {Wa»$eMei).  Finely  divided  sulphide  of  molybdennm  ie 
roasted  in  a  vessel  of  clay,  porcelain,  or  platinum,  with  frequent  stirring) 
till  the  whole  of  the  sulphur  is  expelled  A  strong  heat  is  applied  at 
first,  but  ifl  afterwards  moderated,  to  prevent  the  molybdic  acid  formed 
from  fusing  or  volatilisdng.  The  molybdic  acid  which  remains  is  finely 
pounded  and  dissolved  by  long  digestion  in  ammonia.  The  solution  is 
then  filtered  and  evaporated,  by  which  impurities  are  separated;  filtered 
again;  evaporated  to  a  small  bulk;  the  boiling  hot  solution  mixed  with 
strong  ammonia;  and  the  mixture  left  to  crystallize  by  spontaneous 
evaporatioB.— 2.  From  native  MolyhdaU  of  Lead  {GeUMeierz),  An  inti- 
mate mixture  of  1  part  of  the  pounded  ore  wiui  6  parts  of  common 
potash-liver  of  sulphur  is  closely  pressed  into  a  hessian  crnoible,  the 
cover  of  which  is  then  luted  down,  and  the  whole  exposed  for  an  hour 
and  a  half  to  a  strong  red  heat  The  crucible  is  broken  when  cold;,  the 
reddish  brown  mass  within  exhausted  with  boiling  water;  the  solution 
filtered;  and  the  sulphide  of  molybdenum  Asontainmg  copper  and  iron) 
precipitated  by  dilute  sulphuric  aoid.  The  sulphide,  after  being  thoroughly 
washed,  is  dried  and  roasted  in  a  porcelain  crucible,  till  it  no  longer  burns 
with  a  sulphurous  flame;  after  which,  as  complete  roasting  would  be  too 
tedious  a  process,  the  black  residue  is  dissolved  in  aqua-regia,  filtered, 
thoroughly  washed,  and  the  green  filtrate,  together  with  the  blue  wash- 
ings, evaporated  to  dryness.  The  greenish  blue  residue  is  then  freed 
from  the  hydrochloric  and  nitric  acids  by  ignition  in  a  porcelain  crucible; 
the  remaimsg  yellowish  green  mass  reduced  to  powder,  and  digested  with 
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aqueoDs  ammonia;  the  lighi-blae  solution  filtered  from  the  brown  residae, 
consisting  of  sesquioxide  of  iron  with  a  trace  of  ffjpsam;  the  copper  pre- 
cipitated from  the  filtrate  by  a  few  drops  of  hydrosulphate  of  ammonia; 
and  the  solution  filtered  and  evaporated  to  a  small  bulk.  (Wittstein, 
Bepert,  13,  155.)  Svanberg  d?  Struye  prepare  the  salt  by  digesting  an 
excess  of  molybdic  acid  with  strong  ammonia  in  a  close  vessel,  and  preci- 
pitating with  alcohol^  and  drying  the  precipitate  over  quick-lime. 

Molybdate  of  ammonia  crystallizes  in  rectangular  prisuLS  united  in 
tnfts^  and  having  at  first  a  bitterish  saline,  and  subsequently,  an  astrin- 
gent metallic  taste.  (Brandos.)  It  contains^  according  to  Srandes,  from 
75  to  80  per  cent,  of  acid,  with  from  25  to  20  of  ammonia  (and  water?). 
When  ignited  it  yields  water,  nitrogen,  and  ammonia,  leaving  a  residue  of 
brown  oxide  of  molybdenum,  or,  if  air  is  admitted,  of  molybdic  acid.  It 
dissolves,  according  to  Brandos,  in  2  or  3  parts  of  water;  the  solution 
gives  off  ammonia  when  evaporated. 

h.  Bimolyhdaie, — Prepared  by  evaporating  the  aqueous  solution  of  a, 
without  replacing  the  ammonia  which  volatilizes.  This  salt  forms  a  trans* 
lucent,  striated,  saline  mass;  or — ^when  spontaneously  evaporated — ^large 
crystals,  belonging  to  the  oblique  prismatic  system,  having  the  base 
obliquely  inclined  to  the  obtuse  lateral  edges,  with  numerous  flMes,  espe- 
cially u,  a,f,  t;  cleavage  distinct  parallel  to  t;  transparent,  with  double 
refracting  power;  having  a  pearly  lustre  in  the  direction  of  the  t-facea; 
otherwise,  with  a  vitreous  lustre;  colour  bluish-green,  but  white  when 
reduced  to  powder.  The  salt  has  a  saline  and  metallic  taste.  (Haidinger, 
JSdinb.J,  of  Sc,  1,  100.)  When  heated  it  evolves  ammonia,  water,  and 
nitrogen  gas,  and  if  air  be  excluded,  leaves  brown  oxide  of  mohrbdenum 
rBerzelius),  which,  on  admission  of  air,  is  converted  into  molybdic  acid. 
According  to  Bucholz,  it  leaves  an  ash-grey  coloured,  and  according  to 
Wittstein,  a  greyish-blue  oxide*  It  dissolves  sparingly  and  without 
colour  in  water.  IT  According  to  Svanberg  &  Struve,  it  is  precipitated  in 
the  form  of  a  white  powder,  by  rapidly  evaporating  a  solution  of  molybdic 
acid  in  ammonia,  of  which  the  liquid  should  smell  permanently.  From 
an  ordinary  solution  of  this  kind,  a  compound  of  bimolybdate  and  termo- 
lybdate  of  ammonia  with  8  atoms  of  water  crystallizes  [on  cooling  1],  in 
colourless  and  transparent  six-sided  prisms.  Different  salts^  are  also 
obtained  by  the  action  of  nitric  acid  on  solutions  of  molybdic  acid  in 
ammonia;  out  they  have  not  been  further  examined.  IT 

c.  Hyper  acid  tnolyhdaU  ? — According  to  Brandos,  this  compound  is 
precipitated  from  a  solution  of  a  or  b,  on  the  addition  of  sulphuric  acid,  in 
the  form  of  a  white  powder,  from  which  the  sulphuric  acid  with  the  aid  of 
heat,  removes  every  trace  of  ammonia.  Acetic  acid  in  excess,  likewise 
precipitates  dazzling  white  crystals,  which  disengage  ammonia  on  the 
addition  of  potash,  and  when  ignited,  first  become  greyish  blue,  and  then 
leave  93*9  per  cent,  of  pure  molybdic  acid.  (Wittstein.) 

If  to  a  strong  solution  of  molybdate  of  ammonia  a  very  small  quan- 
tity of  concentrated  aqueous  phosphoric  acid  is  first  added,  and  then  a 
considerable  quantity  of  hydrochloric,  sulphuric,  or  nitric  a^sid— H)r  one 
of  these  acids  first,  and  phosphoric  acid  afterwards— «  lemon-yellow,  crys- 
talline powder  is  precipitated,  and  with  greater  rapidity  in  proportion 
as  the  solution  is  more  concentrated.  This  precipitate,  besides  molybdic 
acid,  contains  a  small  portion  of  ammonia,  but  no  phosphoric  add,  or  at 
most  a  mere  trace.  With  potash  it  evolves  ammonia,  and  forms  a  colour- 
less liquid,  from  which,  even  after  long  boiling,  it  is  again  precipitated 
by  hydrofluoric  acid;  but  if  the  solution  in  potash  is  evaporated  to  dry* 
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MOLTBDENUM   AND   NiTROaEN. 

A*  NtTAATB  OP  MoLTBDouB  OxiDB. — Hjdraiod  moljrbdons  oxide 
fonns  with  dilate  nitric  acid  a  dark  solution  which  rapidly  becomes 
purple-red.  If  an  excess  of  the  hjdrated  oxide  is  present,  a  basic  salt  is 
produced.  In  both  compounds,  the  oxide  is  rapidlj  conrerted  into 
moljbdic  acid,  the  change  being  marked  by  decolorization  of  the  salt. 
(BerzelioB.) 

B.  NiTBATB  OF  MoLTBDic  OxiDB. — Formed  by  digesting  dilute  nitric 
Acid  with  hydrated  molybdic  oxide,  or  with  excess  of  molybdenum.  The 
reddish  brown  solution  can  only  be  evaporated  to  a  certain  point;  when 
further  concentrated,  it  first  turns  blue,  then  becomes  colourless,  erolveA 
nitric  oxide^  and  leaves  a  residue  of  molybdic  acid.  (Berzelius.) 

C.  NmuTB  OF  MoLTBDio  AciB.— Prepared  by  dissolving  metallic 
molybdenum  or  molybdic  acid,  not  in  excess,  in  nitric  acid.  The  solution 
is  01  a  reddish  brown  colour,  has  a  feebly  acid,  and  subsequently  bitter, 
metallic,  astringent  taste,  and  gives  on  nitric  acid  when  evaporated. 
(Bucholz.) 

Bucholi,  by  evaporating  nitrate  of  molybdic  acid,  obtained  a  dingy 
reddish  yellow  residue;  by  treating  it  with  a  small  quantity  of  ammonia, 
he  obtained  a  brownish  red  powder  mixed  with  white  crystals;  and  by 
treating  the  metal  with  3  parts  of  fuming  nitric  acid,  a  pale  brownish 
red  man  was  produced,  with  violent  effervescence.  [Does  this  consist  of 
molybdic  acid  united  with  a  small  quantity  of  nitric  acid,  or  contaminated 
with  eesqoioadde  of  ironi] 


p.  MoLTBDATB  OF  Ammonia,— <{.  Mowmol}^d(Ue.f^\.  From  the 
native  Sulphide  (  Waeeerblei)*  Finely  divided  sulphide  of  molybdenum  is 
roasted  in  a  vessel  of  clay,  porcelain,  or  platinum,  with  frequent  stirring, 
till  ihe  whole  of  the  sulphur  is  expelled.  A  strong  heat  is  applied  at 
first,  but  is  afterwards  moderated,  to  prevent  the  molybdic  acid  formed 
from  fusing  or  volatilizing.  The  molybdic  acid  which  remains  is  finely 
pounded  and  dissolved  by  long  digestion  in  ammonia.  The  solution  la 
then  filtered  and  evaporated,  by  which  impurities  are  separated;  filtered 
again;  evaporated  to  a  small  bulk;  the  bouing  hot  solution  mixed  with 
strong  ammonia;  and  the  mixture  left  to  crystallize  by  spontaneous 
•vapocation.— 2.  From  tuUive  MolybdcUe  qf  Lead  (Geibbleierz).  An  inti- 
mate mixture  of  1  part  of  the  pounded  ore  with  6  parts  of  c(»nmon 
potash-liver  of  sulphur  is  closely  pressed  into  a  hessian  crucible,  the 
cover  of  which  is  tben  luted  down,  and  the  whole  exposed  for  an  hour 
and  a  half  to  a  strong  red  heat     The  crucible  is  broken  when  cold:  the 


with  a  sulphurous  flame;  after  which,  aa  complete  roasting  would  be  too 
tedious  a  process,  the  black  residue  is  dissolved  in  aqua-regia,  filtered, 
thoroughly  washed,  and  the  green  filtrate,  together  with  the  blue  wash- 
ings evaporated  to  dryness.  The  greenish  blue  residue  is  then  freed 
from  the  hydrochloric  and  nitric  acids  by  ignition  in  a  porcelain  crucible; 
ihe  remaining  yellowish  green  ma^s  reduced  to  powder,  and  digested  with 
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aqueoQS  ammonia;  the  light-blue  solution  filtered  from  the  brown  residue, 
consisting  of  sesquioxide  of  iron  with  a  trace  of  gypsum;  the  copper  pre- 
cipitated from  the  filtrate  bj  a  few  drops  of  hydrosulphate  of  ammonia; 
and  the  solution  filtered  and  evaporated  to  a  small  bulk.  (Wittstein, 
JRepert.  73,  155.)  Svanberg  &  Struve  prepare  the  salt  by  digesting  an 
excess  of  molybdio  acid  with  strong  ammonia  in  a  close  yessel,  and  preci- 
pitating with  alcohol,  and  drying  tne  precipitate  over  quick-lime. 

Molybdate  of  ammonia  crystallizes  in  rectangular  prisms  united  in 
tnfts,  and  having  at  first  a  bitterish  saline,  and  subsequently,  an  astrin- 
gent metallio  taste.  (Brandos.)  It  contains,  according  to  mandes,  from 
75  to  80  per  cent,  of  acid,  with  from  25  to  20  of  ammonia  (and  water 9). 
When  ignited  it  yields  water,  nitrogen,  and  ammonia,  leaving  a  residue  of 
brown  oxide  of  molybdenum,  or,  if  air  is  admitted,  of  molybdio  acid.  It 
dissolves,  according  to  Brandos,  in  2  or  3  parts  of  water;  the  solution 
gives  off  ammonia  when  evaporated. 

5.  Bimolyhdate, — Prepared  by  evaporating  the  aqueous  solution  of  a^ 
without  replacing  the  ammonia  which  volatilizes.  This  salt  forms  a  trans* 
Inoent,  striated,  saline  mass;  or — ^when  spontaneously  evaporated — ^large 
cij^tals,  belonging  to  the  oblique  prismatic  system,  having  the  base 
obliquely  inclined  to  the  obtuse  lateral  edges,  with  numerous  fiftces,  espe- 
cially Uy  a,f,  t;  cleavage  distinct  parallel  to  t}  transparent,  with  double 
refracting  power;  having  a  pearly  lustre  in  the  direction  of  the  ^-faces; 
otherwise,  with  a  vitreous  lustre;  colour  bluish-green,  but  white  when 
reduced  to  powder.  The  salt  has  a  saline  and  metallic  taste.  (Haidinger, 
JEdinb,J,  of  Sc,  1,  100.)  When  heated  it  evolves  ammonia,  water,  and 
nitrogen  gas,  and  if  air  be  excluded,  leaves  brown  oxide  of  mohrbdenum 
rBerzelius),  which,  on  admission  of  air,  is  converted  into  molybdio  acid. 
According  to  Bucholz,  it  leaves  an  ash-grey  coloured,  and  according  to 
Wittstein,  a  greyish-blue  oxide.  It  dissolves  sparingly  and  without 
colour  in  water.  IT  According  to  Svanberg  &  Struve,  it  is  precipitated  in 
the  form  of  a  white  powder,  by  rapidly  evaporating  a  solution  of  molybdio 
acid  in  ammonia,  of  which  the  liquid  should  smell  permanently.  From 
an  ordinary  solution  of  this  kind,  a  compound  of  bimolybdate  and  termo- 
lybdate  of  ammonia  with  3  atoms  of  water  crystallizes  [on  cooling  1],  in 
colourless  and  transparent  six-sided  prisms.  Different  salts  are  also 
obtained  by  the  action  of  nitrio  acid  on  solutions  of  molybdio  acid  in 
ammonia;  but  they  have  not  been  further  examined.  IT 

c.  Hyper  add  molybdate  ? — According  to  Brandos,  this  compound  is 
precipitated  from  a  solution  of  a  or  h,  on  the  addition  of  sulphuric  acid,  in 
the  form  of  a  white  powder,  from  which  the  sulphuric  acid  with  the  aid  of 
heat,  removes  every  trace  of  ammonia.  Acetic  acid  in  excess,  likewise 
precipitates  dazzling  white  crystals,  which  disengage  ammonia  on  the 
addition  of  potash,  and  when  ignited,  first  become  greyish  blue,  and  then 
leave  93*9  per  cent,  of  pure  molybdio  acid.  (Wittstein.) 

If  to  a  strong  solution  of  molybdate  of  ammonia  a  very  small  quan- 
tity of  concentrated  aqueous  phosphoric  acid  is  first  added,  and  then  a 
considerable  quantity  of  hydrochloric,  sulphuric,  or  nitrio  acid— H)r  one 
of  these  acids  first,  and  phosphoric  acid  afterwards — a  lemon-yellow,  ciys- 
talline  powder  is  precipitated,  and  with  greater  rapidity  in  proportion 
as  the  solution  is  more  concentrated.  This  precipitate,  besides  molybdio 
acid,  contains  a  small  portion  of  ammonia,  but  no  phosphoric  acid,  or  at 
most  a  mere  trace.  With  potash  it  evolves  ammonia,  and  forms  a  colour- 
less liquid,  from  which,  even  after  long  boiling,  it  is  again  precipitated 
by  hydrofluoric  acid;  but  if  the  solution  in  potash  is  evaporated  to  dry* 
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ness,  and  the  residue  dissolved  in  water,  hydrofluoric  acid  merely  produces 
a  yellow  colour;  but  hydrofluoric  acid  and  sal-ammouiac  together  throw 
down  a  yellow  powder.  The  yellow  powder  yields  with  hot  oil  of  vitriol, 
a  colourless  solution  which  is  not  precipitated  by  water.  It  does  not 
dissolve  perceptibly  in  cold  water,  or  in  dilute  sulphuric,  hydrochloric,  or 
nitric  acid ;  and  but  very  sparingly  in  boiling  water,  to  which  it  does  not 
impart  any  colour.  (Gmelin.)  IT  According  to  Svanberg  &  Struve,  the 
yellow  powder  consists  of  NH*0,5M0'-i-H0,  besides  a  small  quantity 
of  phosphoric  acid.  By  boiling  with  potash,  a  colourless  solution  is 
obtained,  which  yields  with  acids  a  yellow  crystalline  precipitate,  in  which 
the  NH*0  is  replaced  by  KO.  A  solution  of  the  yellow  ammoniacal  salt 
in  ammonia  gives  a  white  precipitate  with  chloride  of  barium,  which 
turns  yellow  on  the  addition  of  an  acid.  IT 

E.  Carbonate  op  Molybdous  Oxide  and  Ammonia. — Hydrated 
molybdous  oxide  does  not  dissolve  in  pure  ammonia  or  its  carbonate;  but 
when  molybdous  salts  are  supersaturated  with  carbonate  of  ammonia, 
the  precipitate  first  formed  redissolves,  producing  a  dark  brown  solution, 
which,  on  boiling,  again  deposits  the  molybdous  oxide  as  a  basic  salt» 
(Berzelius.) 

F.  Carbonate  op  Molybdic  Oxide  and  Ammonia.  —  Hydrated 
molybdic  oxide  is  soluble  in  aqueous  solution  of  carbonate  of  ammonia, 
and  separates  again  completely  when  the  liquid  is  boiled.  (Berzelius.) 

G.  Phosphate  op  Molybdous  Oxide  and  Ammonia.— Molybdous 
phosphate  dissolves  in  ammonia,  forming  a  blackish  brown  solution, 
(Berzelius.) 

H.  SuLPnoMOLYBDATE  OP  Ammonium. — NH*S,MoS'. — 1.  Prepared 
by  saturating  monomolybdate  of  ammonia  with  hydrosulphuric  a«id  and 
evaporating  to  a  small  bulk. — 2,  By  dissolving  molybdic  acid  in  bihydro* 
sulphate  of  ammonia,  and  expelling  the  liberated  ammonia  by  evaporation. 
3.  By  dissolving  recently  precipitated  tersulphide  of  molybdenum  in 
hydrosulphate  of  ammonia.  The  solution  obtained  by  either  of  these 
methods  is  mixed  in  a  moderately  concentrated  state  with  alcohol.  The 
compound  separates  in  the  form  of  a  cinnabar-coloured  powder, — or,  if  the 
mixture  is  made  with  warm  solutions,  crystallizes  on  cooling  in  cinnabar- 
volonred  scales.  It  becomes  dark  brown  on  exposure  to  the  air.  Dis- 
solves with  facility  in  water,  but  very  sparingly  in  alcohol.  Its  aqueous 
solution,  when  spontaneously  evaporated,  evolves  hydrosulphate  of  ammo- 
nia,  and  deposits  round  the  sides  of  the  vessel  a  few  crystals  which 
deflect  light  of  a  green  colour;  but  the  greater  part  dries  up  to  a 
blackish-grey,  brilliant,  uncrystallizable  compound  of  hydrosulphate  of 
ammonia  with  excess  of  tersulphide  of  molybdenum,  which  dissolves 
rather  freely  in  water,  but  is  very  sparingly  soluble  in  alcohol.  (Berzelius.) 

I.  Per-sulphomolybdate  op  Ammonhtm.^-NH*S,MoS*. — Tetrasul- 
phide  of  molybdenum  digested  while  still  moist  with  hydrosulphate  of 
ammonia  containing  excess  of  ammonia,  is  converted  into  a  yellow  powder. 
The  presence  of  free  ammonia  renders  the  new  compound  less  soluble  in 
the  liquid.  The  powder  wheti  dried  in  the  air  becomes  dark  red,  pro- 
bably from  disengagement  of  hydrosulphate  of  ammonia.  It  dissolves 
slightly  in  cold  water,  forming  a  yellow  solution,  and  more  abundantly  in 
hot  water,  but  is  totally  insoluble  in  solution  of  ammonia.  (Berzelius.) 
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K,  Hydrochlorate  op  Molybdoub  Oxide  and  Ammonia. — Daxk- 
coloured^  cry  stall  izable  double  salt.  (Berzelius.) 

L.  Hydrochlorate  of  Molybdic  Oxide  and  Ammonia. — a.  An 
aqueous  mixture  of  bichloride  of  molybdenum  and  sal-ammoniac  yields  by 
spontaneous  evaporation,  small,  brown  crystals  which  are  permanent  in 
the  air. — b.  If  bichloride  of  molybdenum  is  treated  with  ammonia  till  the 
precipitate  first  formed  just  redissolves,  and  the  solution  then  left  to  eva- 
porate spontaneously,  a  black  crystalline  mass  remains  which  dissolves 
in  water^  forming  a  red  solution.  (Berzelius.) 

M.   MONOFLUORIDE  OP  MOLYBDENUM   AND   AmMONIUM,  and  HyDRO- 

FLUATB  OP   MoLYBDOus    OxiDE  AND  Ammonia. — Anvmonio-fitwride  of 
Molybdenum, — Precisely  analogous  to  the  potassium  compound.  (Berzelius.) 

N.  BiFLUORiDE  OP  Molybdenum  and  Ammonium,  and  Hydro- 
FLUATB  of  Molybdic  Oxide  and  Ammonia.— i4m»ionto-p«^t*o7-wfo  of 
Molybdenum. — Reddish-yellow  mass,  more  soluble  in  water  than  the 
corresponding  potassium  compound.  (Berzelius.) 

Molybdenum  and  Potassium. 

Neither  molybdous  nor  molybdic  oxide  dissolves  in  solution  of  potash. 
(Berzelius.) 


A.  Molybdatb  of  Potash. — a,  MonomolybdaU. — Obtwned  similarly 
to  the  molybdate  of  ammonia, — or,  in  an  impure  state,  by  detonating  a 
mixture  of  one  part  of  native  sulphide  of  molybdenum  {Wasierblei)  with 
3  parts  of  nitre.  Crystallizes  in  permanent,  brilliant  needles,  which  have 
a  rough  metallic  taste,  are  fusible,  and  dissolve  readily  in  water.  (Bucholz.) 
IT  According  to  Svanberg  &  Strove,  {J.  pr.  Ckem.  44,  267),  this  salt  is 
best  prepared  by  adding  moist  termolybdate  of  potash  to  a  solution 
of  caustic  potash  in  alcohol  of  95  per  cent.  The  salt  separates  in  the 
form  of  an  oily  mass  at  the  bottom  of  the  vessel;  this,  after Tbeing  washed 
with  alcohol,  is  left  to  crystallize  under  a  bell-jar,  beside  caustic  lime  and 
oil  of  vitriol.  Crystallizes  in  fournsided  prisms,  with  two  truncation- 
surfaces. resting  on  the  narrower  lateral  faces.  Readily  soluble  in  water. 
When  heated  it  loses  water,  and  is  converted  into  a  white  powder,  which 
fuses  at  a  high  temperature,  and  on  cooling  solidifies  to  a  orystaUine  mass. 
Its  formula  is  KO,MO»+iHO.  ^ 

Anhydrous.  Svanberg  &  Struve. 

KO   47-20        ....        40-90        ....        4071 

MoO»   70*06        ....        59-80        ....        59*29 

"  117-26        Z.      100-00        li      100-00 

In  this  calcidation  the  atomic  weight  of  MO  is  taken  as  46*06.  II 

b.  Bimolybdate.—TKiB  salt  is  obtained  as  a  white  precipitate,  by 
decomposing  a  concentrated  solution  of  the  salt  a  with  sulphuric,  hydro- 
chloric, or  nitric  acid,  or  chlorine  gas.  It  crystallizes  in  brilliant,  oblique, 
four-sided  lamin® ;  fuses  more  readily  than  molybdic  acid,  attacking  the 
earthen  crucible  rapidly,  and  assuming  a  fine-yellow  colour  when  cold.  It 
dissolves  sparingly  in  cold  water,  but  in  3  or  4  parts  of  boihng  water.   Th« 
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Bolution  is  precipitated  reddish-brown  by  ferrocyanide  of  potassium. 
(Bucbolz.)  Acids  throw  down  the  salt  from  a  cola  solution.  The  solu- 
tion in  hot  water  deposits,  on  cooling,  white  bulky  flakes  of  a  still  more 
acid  salt  which  does  not  redissolve  in  boiling  water.  (Berzelius.^ 

IT  Svanberg  &  Strure  did  not  succeed  in  obtaining  this  salt.  When 
strong  nitric  or  hydrochloric  acid  is  cautiously  added  to  a  solution  of 
molybdio  acid  in  carbonate  of  potash,  till  the  resulting  precipitate  no 
longer  entirely  disappears^  a  compound  salt  crystallizes  out,  consisting 
either  of  3(K0, 2MoO»)  +  KO,  3MoO»  +  eHO,  or  3(K0,  MoO»)  +  5(K0, 
3MoO^^  +  12H0.  It  is  resolred  by  water  into  termolybdate  and  mono- 
molybdate  of  potash,  which  dissolves. 

e.  Termoli/hdate  of  Potash,— KOfSMoG^-^-SKO.— The  most  readily 
prepared  of  all  the  compounds  which  molybdic  acid  forms  with  potash. 
If  a  solution  of  molybdic  acid  in  carbonate  of  potash  be  treated  with 
hydrochloric  acid  till  it  becomes  turbid,  and  then  set  aside,  a  mixture  of 
monomolybdate  and  termolybdate  of  potash  separates  after  a  while  in  six- 
sided  prisms,  {vid,  sup.)  On  treating  these  crystals  with  water,  they 
are  resolyed  into  difficultly  soluble  termolybdate  and  easily  soluble  mon.o- 
molybdate  of  potash.  The  termolybdate  forms  a  bulky  white  precipi- 
tate, which  contracts  considerably  on  drying,  and  consists  of  microscopic 
needles.  It  is  soluble  in  boiling  water,  from  which  it  separates  but 
slowly.  It  may  also  be  obtained  by  adding  nitric  acid  in  excess  to  a 
saturated  solution  of  molybdio  acid  in  carbonate  of  potash^  washing  the 
precipitate  with  cold  water,  then  dissolving  in  boiling  water,  and  crystalliz- 
ing. The  boiling  water  often  leaves  a  residue  consisting  sometimes  of 
tetramolybdate,  sometimes  of  pentamolybdate  of  potask  (Svanberg  & 
Strove.) 

d,  Tetramolyhdate  and  Pentamolybdate  of  Potash. — 1.  The  yellow 
-powder  obtained  by  precipitating  molybdate  of  ammonia  with  phosphoric 
acid,  &o.  (p.  67)  is  heated  with  solution  of  potash  till  the  ammonia  is 
expelled.  The  resulting  colourless  solution  is  then  mixed  with  nitric  acid, 
whereby  a  yellow  crystalline  precipitate  is  obtained,  the  formula  of  which 
is  KO,  5MoO*-h  2H0. — 2.  By  adding  an  excess  of  nitric  acid  to  a  solution 
of  molybdio  acid  in  carbonate  of  potash,  sometimes  tetramolybdate, 
sometimes  pentamolybdate  of  potash  is  precipitated,  {vid.  sup,)  Both 
salts  are  white,  anhydrous,  insoluble  in  water,  easily  fusible,  and  solidify 
in  a  erystalline  mass.  (Sranberg  &  Stnive.)  % 

B.  Carbonatb  of  Molybdio  Oxidb  and  Potash. — The  recently  pre- 
cipitated hydrate  of  ^molybdic  oxide  dissolves  but  sparingly  in  an  aqueous 
solution  of  carbdn%|e  ot  potash,  imparting  to  it  a  yellow  colour;  the 
anhydrous  oxide  is  totally  insoluble.  By  supersaturating  a  molybdic  salt 
with  carbonate  of  potash,  perfect  solution  is  effected,  because  an  excess  of 
carbonic  acid  is  then  present  in  the  liquid.  On  boiling  the  solution,  a  large 
quantity  of  th^^  hydnited  oxide  is  tnrown  down,  and  carbonic  acid  is 
evolved;  a  portion,  however,  still  remains  dissolved.  When  exposed  to 
the  air,  the  solution  becomes  colourless  in  a  few  days,  from  formation  of 
molyMate  of  potash.  (Berzelios.) 

C.  SuLPHOMOLYBDATB  OP  PoTAflsiuM. — «.  Normal  Salt, — KS,MoS». 
-^1«  A  finely  divided  mixture  of  equal  weights  of  carbonate  of  potash 
and  sidphur,^  with  a  small  proportion  of  charcoal  and  a  large  excess  of 
native  snh>hide  of  molybdenum,  is  put  into  a  hessian  crucible  and  covered 
with  powdered  charcoal    The  whole  is  then  exposed  to  a  heat  below 
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redness  till  pentaaolphide  of  potassiam  is  formed — after  which  it  is  strongly 
ignited  for  three  hoiirs^  or  as  long  as  sulph  areas  aoid  continues  to  be 
eyolved.  In  this  process,  one  atom  of  salphar  passes  from  the  pentasnl- 
phide  of  potassiam  to  the  bisulphide  of  molybdenum^  and  the  resulting 
tersulphide  of  molybdenum  unites  with  protosulphide  of  potassium  formed 
by  the  expulsion  of  3  atoms  of  sulphur.  The  black,  porous,  unfused 
mass  is  dissolved  in  water,  whereby  it  becomes  heated;  the  dark  red 
solution,  separated  by  filtration  from  the  unaltered  portions  of  ore,  is 
evaporated  m  a  cylindrical  glass  vessel  at  a  temperature  of  40°;  and  the 
crystals  obtained  are  dried  between  folds  of  bibulous  paper.^-2.  Mono- 
molybdate  of  potash  is  saturated  with  hydrosulphurio  acid  and  evaporated 
to  the  crystallising  point. — A  small  quantity  of  this  sulphur-salt  is  also 
formed  by  digesting  the  native  sulphide  of  molybdenum  and  potassium 
with  an  aqueous  solution  of  pentasulphide  of  potassium.  (Berzelius.) 

The  salt  crjrstallizes  in  four  and  eight-sided  prisms,  sometimes  with, 
dihedral  summits,  in  which  case  it  resembles  the  octohedron;  or  sometimes 
(if  crystallized  from  a  hot  solution)  perpendicularly  truncated.  By  refleoted 
light  it  exhibits  a  beautiful  green,  metallic  colour,  like  the  wing-cases  of 
many  kinds  of  beetles;  by  transmitted  light  it  is  ruby-red.  Fracture 
uneven  and  oonchoidal,  exhibiting  a  green  colour.  Its  powder  is  dark* 
red,  but  becomes  green  and  lustrous  by  pressure, 

Cry^tallizeiL  Or: 

K 39-2      ....      25-92  KS 55-2      ..,.      36'5l 

Mo  48-0      ....      31-75  MoS» 960      ....      63-49 

4S    64-0      ....      42-33 

KS,MoS». 151-2      ....     100-00  151-2      ....     100-00 

The  crystals,  when  heated  in  hydrogen  gas  (or,  in  short,  ont  of  contact 
of  air)  become  grey ;  and  though  about  a  third  of  the  compound  remains 
undecomposed  even  at  a  white  heat,  the  rest  appears  to  be  converted 
into  a  mixture  of  bisulphide  of  molybdenum  and  bisulphide  of  potassium, 
the  latter  of  which,  together  with  the  original  unaltered  snlphurnBalt, 
may  be  removed  by  water:  £^,MoS'=:KS'-f-MoS*.  The  crystals,  when 
decomposed  by  hydrochloric  acid,  yield  from  4d*2  to  49'5  per  cent,  of 
chloride  of  potassium.  They  dissolve  in  water,  forming  a  beautiful 
yellowish  red  solution,  from  which  alcohol  precipitates  nearly  the  whole 
of  the  salt,  at  first  in  the  form  of  a  cinnabar-red  powder,  afterwards 
on  standing,  in  cinnabar-red  scales,  which,  when  dried,  assume  a  metallic^ 
green  colour. — The  supernatant  alcoholic  solution,  which  is  of  a  fine  red 
colour,  yields  similar  crystals  on  evaporation.  (Berzelius.) 

b.  WiUi  2  atoms  of  sulphur-acid, — From  an  aqueous  solution  of  the 
salt  a,  a  portion  only  of  the  potassiam  compound  is  separated  by  an  acid 
(the  best  acid  for  this  purpose  is  acetic  acid  added  till  the  liquia  reddens 
litmus,  because  it  does  not,  like  the  stronger  acids,  decompose  the  com- 
pound 6  when  added  in  excess),  and  the  liquid,  which  is  still  clear,  though 
of  a  darker  colour,  is  left  to  evaporate  apontaneously.  The  solutiob 
first  assumes  a  gelatinous  consistence,  and  then  leaves  a  blackish-grey 
shining  mass;  or  if  acetic  acid  is  previously  used,  the  acetate  of  potasn 
which  is  formed  precipitates  the  new  compound  from  the  concentrated 
solution  as  a  brownish  yellow  powder,  which  on  drying  becomes  greyish 
black  with  metallic  lustre;  dissolves  slowly  in  cold  water,  with  a  pale 
yellow  colour,  but  rapidly  in  boiling  water^  producing  a  dark  yellow 
solution.  (Berzelius.) 
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D.  Peb-sulpiiomolybdate  op  Potassium.— KS,  MoS*. — 1.  Prepared 
by  the  method  described  (p.  61),  the  crystals  formed  being  purified 
from  bisulphide  of  molybdenum  either  by  elutriation,  or  by  solution  in 
water^  filtration,  and  evaporation. — 2.  A  dilute  aqueous  solution  of  the 
compound  of  protosulphide  of  potassium  with  excess  of  tersulphide  of 
molybdenum  (C.  b)  is  heated  to  a  temperature  of  60^  or  80^;  whereupon 
the  liquid,  under  the  influence  of  the  air,  becomes  turbid  and  deposits  the 
persulphomolybdate  of  potassium. — 8.  Tetrasulphide  of  molybdenum  is 
digested,  while  still  moist,  with  an  aqueous  solution  of  bihydrosulphate 
of  potash.  The  portion  which  first  dissolves  is  again  deposited,  and  after 
a  short  time  the  liquid  loses  its  colour,  and  the  mass  is  converted  into  a 
reddish-yellow  powder. — When  tersulphide  of  molybdenum  is  mixed  with 
the  tetrasulphide,  the  former  remains  dissolved,  imparting  a  reddish-- 
yellow  colour  to  the  liquid;  by  this  means,  the  two  sulphides  of  molyb^ 
denum  may  be  easily  separated.   (Berzelius.) 

When  prepared  by  the  first  method,  the  compound  has  the  form  of 
small,  rectangular,  ruby-red,  transparent  scales,  transversely  striated  on  the 
longer  foices.  The  second  methoa  yields  it  in  the  form  of  a  pulverulent 
precipitate,  which  unites  on  the  mter  into  a  reddish-yellow  mass,  con- 
sisting of  small,  silky,  crystalline  particles.  When  obtained  by  evapo- 
rating the  aqueous  solution,  it  forms  a  transparent  red  maes  of  the  con- 
sistence of  an  extract.  The  crystals,  when  gently  ignited,  decrepitate 
slightly,  giving  off  water  and  minute  quantities  of  sulphur  and  hydrosul- 
phuric  acid, — ^and  are  resolved  into  a  grey  shining  mixture  of  bisulphide 
of  molybdenum  in  crystalline  scales  and  tersulphide  of  potassium,  the 
latter  of  which  may  be  removed  by  water.  KS,MoS*=KS'-|-MoS'.  This 
compound  dissolves  but  very  sparingly  in  cold  water,  forming  a  pale 
yellow  solution,  and  is  insoluble  in  a  cold  solution  of  potash;  boiling  water 
dissolves  it  with  a  red  colour,  and  does  not  deposit  it  again  on  cooling. 
Hydrochloric  acid  added  to  the  solution  precipitates  tetrasulphide  of 
molybdenum.  (Berzelius.) 

E.    SULPHATB  OP   MOLYBDIC  OxiDB   AND    POTASH. — Molybdic    Oxido 

dissolves  slowly  in  bisulphate  of  potash,  when  fused  with  it  in  a  close 
vessel.  The  compound  is  readily  soluble  in  water,  forming  a  yellow 
solution.  (Berzelius.) 

P.  Protochloridb  op  Molybdenum  and  Potassium,  and  Hydro- 
chlorate  OP  Molybdous  Oxide  and  Potash. — Formed  when  the  black 
liquid  obtained  by  the  action  of  amalgam  of  potassium  on  a  solution  of 
protochloride  of  molybdenum  (p.  49)  is  evaporated  to  the  crystallizing 
point. — Black,  efilorescent  salt,  which,  when  redissolved  in  water,  leaves 
a  black  powder,  probably  a  basic  salt.  (Berzelius.) 

G.  Protopluoridb  op  Molybdenum  and  Potassium,  and  Hydro- 
flu  ate  OP  Molybdous  Oxide  and  Potash. — Molyhdo-Jluoride  of  Potas- 
tium,^ — Precipitated  in  paJe  rose-coloured  fiakes  on  mixing  the  aqueous 
solutions  of  protofluoride  of  molybdenum  and  hydrofluate  of  potash.  These 
flakes  dissolve  in  water  containing  hydrochloric  acid,  and  separate  again 
on  evaporation  or  simple  cooling,  in  the  form  of  a  dark  rose-coloured 
powder,  which  becomes  paler  when  dried.  (Berzelius.) 

H.  BiPLuoRiDE  OP  Molybdenum  and  Potassium,  and  Hydrofluate 
op  Molybdic  Oxide  and  FoTAm.-^J'ermoli/bclo-Jluoride  of  Fotamum.-^ 
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An  aqueous  solation  of  hydrofiuaie  of  potash  precipitates  from  a  solution 
of  hydrofluate  of  molybdic  oxide  a  reddish-brown  powder^  sparingly 
soluble  in  water.  (Berzelius.) 

I.     SULPHOHOLYBDATB    OF    PoTASSIUM    WITH   NiTRB.— -When   equal 

weights  of  the  two  salts  are  dissolved  in  water  and  the  solution  left  to 
eyaporate  spontaneously^  green  crystals  are  obtained,  possessing  the 
metallic  lustre^  and  closely  resemoling  those  of  sulpho-molybdate  of 
potassium :  they  explode  like  gunpowder  when  heated.  (Berzehus.) 


MOLTBDENUH  AND   SoDIUM. 

A.  MoLTBDATE  OF  SoDA.-— a.  MonomolyhcUUe, — Prepared  in  a  similar 
manner  to  molybdate  of  potash. — Forms  large  efflorescent  crystals,  having 
a  rough  taste,  fusing  readily,  but  not  volatile. — According  to  Brandes, 
70*37  parts  of  acid  are  required  to  neutralize  29*63  parts  of  soda. — The 
salt  is  not  decomposed  at  a  red  heat.  Acids  precipitate  from  it  an  acid 
salt.     It  is  very  soluble  in  water. 

Y  By  fusing  5*491  parts  of  molybdic  acid  with  4*074  parts  of  carbo- 
nate of  soda,  a  mixture  is  obtained  which  solidifies  in  a  crystalline  mass 
on  cooling;  it  is  very  soluble  in  water;  crystallizes  from  an  aqueous  8olu« 
tion  by  evaporation  in  small  rhombohedrons;  and  contains  30*36  per  cent* 
of  soda:  NaO,MoO»  +  2HO. 

h.  Bimolyhdate  of  Soda. — NaO,  2MoO^+HO. — Prepared  by  fusing 
2*4325  parts  of  molybdic  acid  with  0*919  parts  of  carbonate  of  soda. 
Difficultly  soluble  in  cold  water  after  ignition.  Dissolves  in  hot  water 
after  a  considerable  time.     Contains  18*20  per  cent,  of  soda. 

c,  Termolyhdate  of  Soda. — NaO,3MoO'+7HO. — Nitric  acid  is  added 
to  a  saturated  solution  of  molybdic  acid  in  carbonate  of  soda  till  the  liquid 
acquires  an  acid  reaction.  After  some  time,  a  voluminous  precipitate  of 
the  termolyhdate  is  deposited.  More  soluble  in  water  than  the  bimolyhdate. 
Contains  13*24  per  cent,  of  soda.  Molybdic  acid  is  not  precipitated  from 
solutions  of  its  sodarsalts  by  excess  of  nitric  acid^  except  with  the  aid  of 
heat.  (Svanberg  &:  Stmve.)  IT 

Molybdic  acid  heated  with  carbonate  of  soda  on  platinum  before  the 
blowpipe,  effervesces,  and  forms  a  bead  which  is  clear  while  hot,  but  be- 
comes milk-white  on  cooling.  In  the  inner  flame  the  bead  becomes  brown, 
and  is  transparent  while  hot,  but  turbid  or  opaque  when  cold;  and  if  it 
contains  a  rather  large  proportion  of  molybdic  acid,  likewise  becomes 
charged  in  the  inner  flame  with  brown  oxide  and  reduced  metal.  On 
charcoal,  the  first  portions  are  absorbed,  and  reduced  to  the  metallic 
state  within  the  substance  of  the  charcoal :  if  fresh  molybdic  acid  is  then 
laid  on  the  charcoal^  together  with  a  small  quantity  of  carbonate  of  soda, 
and  exposed  to  a  powerful  reducing  flame,  a  bead  is  obtained,  consisting 
of  metallic  molybdenum  and  molybdate  of  soda,  separable  by  means  of 
water.  (Berzelius.) 

B.  Carbonate  of  Molybpic  Oxidb  and  Soda. — Prepared  like  the 
corresponding  potash  compound.  (Berzelius.) 

C.  Borax  on  platinum  in  the  outer  blowpipe-flame  forms  with  molyb* 
die  acid  a  transparent  and  colourless  glass.  This  glass,  when  exposed  to 
t)ie  inner  flame  on  charcoal,  becomes  dirty  brown;  and  if  it  contfiins  p.  ratiicr 
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large  quantity  of  molybdic  acid^  becomes  tnrbidi  and  depoflits  nomeroas 
brown  flakes  of  moljbdio  oxide.  (Berzelias.) 

D.  Microcosmic  salt  forms  with  molybdic  acid  on  platinum  in  the  outer 
blowpipe-flame  a  transparent  glass,  which  is  green  while  hot,  and  colour- 
less when  cold.  It  may  also  be  obtained  colourless  while  hot  by  prolonged 
exposure  in  the  outer  flame.  In  the  inner  flame  or  on  charcoal  it  appears 
black  or  dark  blue  and  opaque  while  hot,  and  on  cooling  aMumes  a  splen^ 
did  green  colour  and  becomes  transparent.  (Berzelius.) 

E.  SuLPHOMOLYBDATB  OP  SoDiuM. — NaS,  MS*. — An  aqueous  solu- 
tion of  monomolybdate  of  soda  is  saturated  with  hydrosulphuric  acid,  and 
evaporated  to  a  small  bulk.  The  whole  becomes  conrerted  into  a  mass  of 
small,  granular,  dark  red  crystals.  Sometimes  also  slender  needles  arc 
obtained  as  the  liquid  cools;  these,  after  being  dried  on  bibulous  paper, 
appear  green  by  reflected  light.  The  compound  is  decomposed  by  igni- 
tion, like  the  potassium  salt,  but  much  more  completely.  By  repeated 
solution  in  water  and  recrystallization,  it  acquires  a  light  red  colour 
and  radiated  structure,  in  consequence  of  the  production  of  molybdate  of 
soda.  It  is  not  precipitated  from  an  aqueous  solution  by  alcohol,  or  at 
most  to  a  very  slight  extent.  (Berzelius.) 

5.  With  two  atoms  f  of  Siuphur-acid, — Prepared  in  a  similar  manner 
to  the  potassium  compound,  which  it  exactly  resembles.  Dissolves  slowly 
in  water.  (Berzelius.) 

F.  PfiR-8ULPH0M0i<TBT>ATE  OF  SoDiuM. — Prepared  similarly  to  the 
corresponding  potassium  compound,  with  which  it  agrees  in  physical  and 
chemical  properties;  it  cannot  however  be  crystallized,  but  forms  a 
reddish  yellow  powder  sparingly  soluble  in  cola  water,  but  readily  dis<* 
solving  by  boiling  water.  (Berzelius.) 

G.  Fluoride  of  Molybdenum  and  Sodium,  and  Hydbopluatb  of 
MoLYBDOus  Oxide  and  Soda. — More  soluble  than  the  potassium  salt; 
it  is  deposited  on  evaporation  as  a  rose-ooloured,  crystalline  powder, 
(Berzelius.) 

H.    BiFLUORIDE  OF  MoLYBDENUM  AND  SoDIUM,   and  HyDROFLUATE 

OF  Molybdic  Oxide  and  Soda. — Behaves  in  a  similar  manner  to  the 
corresponding  ammoniacal  salt.  (Berzelius.) 


MOLYBDBNUM  AND  LiTHIUM. 

A.  SuLPHOMOLYBDATB  OF  LiTHTUM. — The  aqneous  solution  yields 
on  evaporation  a  brown  sympy  liquid,  which  slowly  dries  up  to  a  dark 
red,  amorphous  mass.  When  heated,  this  substance  is  completely  resolved, 
into  bisulphide  of  molybdenum  and  bisulphide  of  lithium;  the  latter  of 
which  may  be  removed  by  water.  The  compound  does  not  deliquesce 
in  the  air,  but  dissolves  very  easily  in  water.  It  likewise  enters  into 
combination  with  excess  of  tersulphide  of  molybdenum.  (Berzelius.) 

B.  Pbr-sulphomolybdate  of  Lithium.— Pale  yellow,  somewhat 
crystalline  powder,  which  is  slightly  soluble  in  cold  water,  and  dissolve^ 
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readily  in  boiling  water,  forming  a  red  solution.  The  latter  solution 
deposits  nothing  on  cooling,  but  when  evaporated  leares  a  red  residue  of 
the  consistence  of  extract.  (Berzelius.) 

Molybdenum  and  Barium. 


A.  MoLYBDATB  OF  Bartta. — a.  DimolyhdcUe, — Precipitated  from  a 
solution  of  h  in  dilute  nitric  acid,  by  supersaturating  tne  liquid  with 
ammonia.  Forms  a  white  powder,  which  also  remains  white  after  igni- 
tion; soluble  in  dilute  hydrochloric  or  nitric  acid. 

For  the  preparation  of  this  salt,  the  pigs  of  iron  obtained  from  the 
Mansfeld  copper  furnaces  may  be  used.  For  this  purpose  they  are  reduced 
to  powder;  fused  with  carbonate  of  soda;  the  fused  mass  exhausted  with 
water;  the  filtrate  supersaturated  with  nitric  acid,  warmed  to  expel  car- 
bonic acid,  and  mixed  with  nitrate  of  baryta;  the  liquid  then  filtered  from 
sulphate  of  baryta;  and  the  dimolybdate  of  barjrta  precipitated  by  ammo- 
nia and  washed  with  cold  water.  (Heine,  J,  pr,  Chem.  9,  204.)  [Is  not 
vanadie  (xoid  concerned  in  this  action )]  (Syanberg  &  Struve  doubt  the 
existence  of  this  salt.) 

J^fter  iffmtUm.  Heine. 

2BaO 153-2        ....         68-03        ....         68-04 

Mo08 720        ....        31-97        ....        31-96 

2BaO,MoO>....        225-2        Z.      10000        Z.      100*00 

Dried  at  80^.  Heine. 

2BaO 163-2        ....        65-41  ....  64-72 

MoO» 720        ....        30-75  ....  3039 

HO 9-0        ....          3-84  ....  4-89 

+  Aq 234-2         Z       10000         Z.       10000 

h.  Monomolyhdate. — Molybdate  of  potash  throws  down  from  a  solution 
of  acetate  of  baryta  a  white  flocculent  precipitate,  which  rapidly  condenses 
to  a  crystalline  powder.  This  compound  turns  blue  on  ignition.  (Ber- 
zelius.) It  dissofyes  in  hydrochloric  or  nitric  acid,  which  then  by  spon- 
taneous evaporation  deposits  the  salt  ia  the  form  of  a  crystalline  crust. 
It  is  insoluble  in  water.  According  to  Brandos,  it  contains  51*55  per 
cent,  of  baryta  to  48*45  of  molybdic  acid. 

IT  According  to  Syanberg  &  Struye,  molybdic  acid  forms  a  great 
number  of  salts  with  baryta. 

The  normal  salt  is  prepared  by  precipitating  a  solution  of  molybdic 
acid  in  excess  of  ammonia  by  chloride  of  barium.  Fine,  crystalline  pow- 
der, sparingly  soluble  in  water;  infusible.  Contains  52*17  per  cent,  of 
baryta.  If  the  yellow  ammoniacal  compound  (p.  67)  be  dissolyed  in 
ammonia,  and  chloride  of  barinm  added,  a  white  precipitate  is  obtained, 
which  behaves  like  the  monomolybdate,  excepting  that  it  assumes  a 
yellow  colour  when  treated  with  acids.  It  contains  50-07  per  cent,  of 
baryta,  1*83  of  ammonia,  46*77  of  molybdic  acid,  and  1-09  of  phosphoric 
acid;  hence  it  appears  to  be  monomolybdate  of  baryta  with  small  quan- 
tities of  ammonia  and  phosphoric  acid. 

c.  Five-hahes  Molybdate  of  ^aryto.  —  2BaO,  5MoO' -f  6H0,  or 
(BaO,  2MoO*)  +  (BaO,  3MoO')  +  6HO.^Obtained  from  the  corresponding 
ammoniacal  salt  in  the  form  of  a  white  flocculent  precipitate.  Uncrystal- 
lisable;  rather  soluble  in  water;  fusible;  the  fused  salt  solidifies  in  a 
prystalline  fom^ 


^ 
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d.  TermofyhdaZe  of  J5aryto.— BaO,3MoO'-f  HO. — A  corresponding 
alkaline  salt  is  precipitated  bj  chloride  of  barium.  White,  flocculent 
precipitate,  soluble  to  a  certain  extent  in  water.  When  dry,  it  forms  a 
yellowish,  white,  homy  mass.  Fuses  at  a  red  heat,  and  solidifies  on  cool* 
ing  to  a  crystalline  mass.     Contains  26*66  per  cent  of  baryta. 

e,  Nomynolybdate  of  5ary<a.— BaO,  9MoO'+4HO. — Prepared  from 
the  normal  salt  by  treating  it  with  dilute  nitric  acid.  Crystallizes  in 
small,  six-sided  prisms;  insoluble  in  water;  infusible.  IT 

B.  SuLPHOMOLYBDATE  OF  Barium. — Sulphide  of  barium  is  boiled 
with  water  and  excess  of  tersulphide  of  molybdenum — the  solution  filtered 
boiling  hot  into  a  hot  ^lass  vessel — and  left  to  cool.  After  a  short  time, 
numerous  brownish  rea,  brilliant  crystals  appear,  which,  when  laid  on 
paper,  crumble  to  a  shining,  reddish-yellow  powder.  When  gently  heated 
they  give  off  water  and  become  red;  they  are  not  decomposed  by  cold 
concentrated  hydrochloric  acid,  but  somewhat  readily  by  dilute  hydro- 
chloric acid,  sulphuretted  hydrogen  being  evolved  and  tersulphide  of 
molybdenum  precipitated.  The  crystals  consist  of  BaS,3MoS'.— The 
mother-liquid  poured  off  from  the  salt  and  again  evaporated,  yields  a 
further  quantity  of  crystals,  and  then  dries  up  to  a  dark  red,  translucent,- 
uncrystallizable  mass,  composed  of  BaS,MoS^  (Berzelius.) 

C.  Peu-sulphomolybdate  of  Barium. — The  corresponding  potassium 
compound  produces  with  chloride  of  barium  a  yellowish-red  precipitate, 
which  is  not  decomposed  by  dilute  hydrochloric  acid,  and  is  insoluble  in 
water,  which,  however,  makes  it  denser  and  gives  it  a  cinnabar  colour. 
(Berzelius.) 


Molybdenum  and  Strontium. 

A.  MoLYDDATE  OF  Strontia. — lusoluble  in  water, 

B.  Sulpiiomolybdate  op  Strontium.-— The  compounds,  SrS,MoS' 
and  SrS,  dMoS^,  possess  similar  properties  to  the  corresponding  compounds 
of  barium.  (Berzelius.) 

C.  Perhsulphomolybdate  OF  Strontium. — Prepared  like  the  barium 
compound.  (Berzelius.) 

Molybdenum  and  Calcium. 

A.  Molybdatb  of  Limb. — Molybdate  of  potash  precipitates  from  a 
solution  of  chloride  of  calcium  a  white  powder,  insoluble  in  water  but 
soluble  in  hydrochloric  acid. 

B.  SuLPHOMOLYBDATE  OF  Calgium. — By  proceeding  ajs  in  the  pre- 
paration of  the  barium  compound  above  described,  small,  delicate,  bril- 
liant, transparent,  cinnabar-coloured  needles,  a,  are  obtained,  which  are 
permanent  in  the  air  even  at  100°,  and  are  blackened  by  hydrochloric 
acid  from  separation  of  tersulphide  of  molybdenum  j  they  consist  of 
CaSjSMoS*. — b.  The  mother-liquid  leaves  on  evaporation^  a  dark  red, 
translucent  varnish  =  CaS,MoS'.  (Berzelius.) 


i 
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I  C.  p£R-suLPHOMOLYBDATE  OP  Calcium. — ^When   the  corresponding 

I  potassium  salt  is  mixed  in  solution  with  chloride  of  calcium  and  alcohol 

added,  the  liquid  becomes  slightly  turbid,  and  in  the  course  of  twelve 
hours  deposits  a  scarlet  powder  sparingly  soluble  in  water.  (Berzelius.) 


Molybdenum  and  Magnesium. 

A.  MoLYBDATE  OF  Maonesia.— Prepared  by  boiling  magnesia  with 
molybdio  acid  and  water.  Crystallizes  in  small,  white,  four-sided  prisms 
united  together  in  cauliflower-like  masses,  which  are  permanent  in  the 
air,  and  have  at  first  a  bitterish,  afterwards  an  astringent  metallic  taste. 
The  crystals  when  ignited,  give  off  their  water  of  crystallization  (amount- 
ing, according  to  Berzelius,  to  28  per  cent.,  or  4  atoms),  and  are  converted 
into  a  yellow  mass;  they  dissolve  in  12  or  15  parts  of  cold  water.  ^Brandes.) 
The  anhydrous  salt  contains  22*15  per  cent,  of  earth  to  77 '83  oi  acid;  the 
crystallized  salt  15*5  of  earthy  54*5  of  acid,  and  30*0  of  water.  (Brandes.) 

B.  SuLPHOMOLYBDATE  OF  Maonesium. — Formed  by  boiling  tersul- 
phide  of  molybdenum  with  an  aqueous  solution  of  bihydrosulphate  of 
magnesia.  The  filtrate  as  it  cools  deposits  a  dark-brown,  pulverulent 
compound  of  sulphide  of  magnesium  with  more  than  one  atom  of  tersul- 
phide  of  molybdenum,  while  the  mother-liquid  dries  up  te  a  dark-red 
varnish,  which  contains  the  two  metallic  sulphides  in  atomic  proportions. 
(Berzelius.) 

C.  Per-sulphomolybdatb  op  Magnesium. —^Prepared  by  double 
decomposition.    Forms  a  red  precipitate,  insoluble  in  water.  (Berzelius.) 


Molybdenum  and  Gebium. 

A.  MoLYBDATE  OP  Cbrous  OxiDE.-^Precipitatcd  from  a  solution  of 
-a  cerous  salt  by  an  alkaline  molybdate,  in  white  flakes  which  are  insoluble 
in  water  but  dissolve  in  several  of  the  acids.  (Hisinger  &  Berxelins.) 

B.  Cerous  Sulphomolybdate. — CeS,  MoS'.  —  The  corresjponding 
potassium  compound  dissolved  in  water,  produces  with  a  salt  of  cerons 
oxide,  a  blackish-grey  precipitate,  which,  after  drying,  forms  a  dark 
brown  powder.  (Berzelius.) 

C.  Cerig  Sulphomolybdate. — Ce'S',3MoS'. — Prepared  by  precipi- 
tating a  salt  of  the  sesquioxide  of  cerium  as  above.  Only  a  portion  of 
•the  comp<)und  is  thrown  down  as  a  brown  precipitate ;  the  greater  part 
remains  dissolved^  and  produces  a  dark  reddish-yellow  solution.  Frofn 
this  solution,  ammonia  throws  down  a  more  basic  compound  in  the  form 
of  a  brown  viscid  mass,  which  steps  up  the  pores  of  the  filter.  (Berzelius.) 

D.  Cerous  Per-sulphomolybdate,  and  Ckric  Per-sulphomolyb- 
date. — Prepared  by  precipitating  cerous  and  eerie  salts  by  a  solution  of 
tetrasulphide  of  molybdenum.     Red  precipitate.  (Berzelius.) 
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MoLTBDBNUlf  AND  YtTBIUM* 

A.  MoLYBDATB  OF  Yttbia. — MoljbdAte  of  ammonia  gives  with  salts 
of  yttria  a  white  curdy  precipitate  which  dries  up  to  a  white  powder. 
The  salt  is  iDSolahle  in  water^  bat  dissolves  leadilj  in  nitric  acid. 
(BerUn.) 

B.  SuLPHOMOLTBDATB  OF  Yttbium. — An  aquoous  solution  of  snlpho- 
molybdate  of  potassium  does  not  precipitate  acetate  of  yttria.  The  liquid 
becomes  colourless  in  the  course  of  twelve  hours,  and  deposits  tersulphide 
of  molybdenum.  (Berzelius.) 

C.  Per-sulphomoltbdatb  op  Yttbium. — Formed  by  precipitating 
a  salt  of  yttria  by  an  aqueous  solution  of  the  potassium  compound.  Red 
powder.  (Berzelius.) 

Molybdenum  and  Glucinum. 

A.  Sulphomolybdatb  of  Olucinum. — Prepared  like  the  yttrium 
compound.  The  mixture^  however,  deposits  the  tersulphide  of  molyh* 
denum  more  slowly,  and  consequently  retains  its  red  colour  for  a  longer 
time.  (Berzelius.) 

B.  Per-sulphomolybdate  of  Glucinum. — Prepared  by  the  same 
method  as  the  yttrium  compound. 

Molybdenum  and  Aluminum. 

The  aqueous  solution  of  sulphomolybdate  of  potassium  mixed  with 
salts  of  alumina  gives  off  hydrosulphuric  acid,  and  forms  an  immediate 
precipitate,  consisting  of  a  mixture  of  tersulphide  of  molybdenum  and 
hprdrate  of  alumina.  When  a  solution  of  per-sulphomolybdate  of  potas- 
sium is  mixed  with  a  salt  of  alumina,  a  red  liquid  is  produced  which 
appears  to  be  clear,  but  when  filtered  leaves  the  colouring  matter  on  the 
filter.  (Berzelius.) 

Molybdbnum  and  Thobinum. 

Molybdatb  of  Thobina.— ^Alkaline  monomolybdates  and  bimolyb* 
dates  produce  in  salts  of  thorina  a  white  flocculent  precipitate,  (Berzelius.) 

Molybdbnum  and  Silicium. 

A.  81LICATB  OF  Molybdous  Oxn>B.^Precipitated  on  mixing  the 
double  fluoride  of  silioium  and  molybdenum  with  ammonia' in  dark  brown 
flakes,  from  which  the  ammoniacal  solution  gradually  removes  the  pro- 
toxide, leaving  pure  silica  below.  (Berzelius.) 

B.  Silicatb  of  Molybdic  OxiDB.«-"Prepared  by  decomposing  the 
hydrofluate  of  silica  and  molybdic  oxide  with  ammonia.  Its  behaviour 
is  similar  to  that  of  the  preceding  compound.  (Berzelius.) 
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C.  Hydrofluatb  of  Silica  and  Molybdoub  Oxide.-— ifoZy6(io- 
fittoride  of  Silicium, — A  solation  of  the  bydrated  protoxide  in  excess  of 
hjdrofluosilicic  acid,  does  not  dry  op  in  the  air  at  ordinary  temperatures; 
bat  when  gently  heated  it  parts  with  its  excess  of  acid,  and  yields  a  black 
neutral  compound,  which  redissolyes  in  the  aqueous  acid.  (Berzelins.) 

D.  Hydbofluatb  of  Silica  akd  Moltbdic  Oxidb.  —  Bimolyhdo-' 
finorxde  of  SUi4siufn,^'TlxQ  acid  aqueous  solution,  when  spontaneously 
eyaporated,  acquires  a  bluish  tinge,  and  yields  a  black  unorystallizable 
mass,  from  which  water  dissolyes  out  the  blue  salt,  leaving  the  neutral 
compound  in  the  form  of  a  jet-black  powder.  This  powder  is  resolved  by 
the  prolonged  action  of  the  water  into  an  acid  salt  which  dissolves,  and 
an  insoluble  basic  compound.  By  ammonia,  which  withdraws  the  hydro* 
fluoric  acid,  it  is  converted  into  silicate  of  molybdic  oxide.  In  acidulated 
water  it  dissolves  without  decomposition.  (Berzelius.) 

E.  Htdroflitatb  of  Molybdic  Acid  and  BvLiCk^'-^Permolyhdo-fiuo' 
ride  of  SUicium, — With  molybdic  acid,  hydrofluosilicic  acid  forms  a 
yellowish  solution.  This  solution  when  evaporated,  leaves  a  lemon* 
yellow,  opaque  substance,  which  redissolves  for  the  most  part  in  water, 
forming  a  yellow  solution,  a  small  quantity  of  a  basic  compound  being 
left  behind.  (Berzelius.) 

MOLYBDBNUM   AND   TiTANIUM. 

Snlphomolybdate  of  potassium  in  solution,  behaves  with  salts  of 
titanium  in  the  same  manner  as  with  salts  of  aluminum.  (Berzelius.) 


Molybdenum  and  Tungsten. 

A.  TuNOSTATE  OF  MoLYBDic  OxiDE. — Tungstato  of  ammonia  forms 
with  bichloride  of  molybdenum,  a  deep  purple-red  solution,  from  which, 
when  concentrated,  sal-ammoniac  throws  down  a  red  compound,  so  that 
the  liquid  itself  retains  only  a  pale  yellow  colour.  The  precipitate  col- 
lected on  a  filter  and  washed,  first  with  water  containing  sal-ammoniac, 
and  then  with  alcohol  of  specific  gravity  0*87,  and  lastly  pressed  and 
dried  at  a  gentle  heat,  exhibits  a  dark  purple  colour,  is  permanent  in  the 
air,  and  perfectly  soluble  in  water.  A  dilute  solution  gradually  becomes 
colourless  in  the  air,  from  formation  of  molybdate  of  tungstic  acid;  soda 
precipitates  molybdic  oxide  from  it.  (Berzelius.) 

B.  Basic  Tunqstatb  of  Molybdic  Oxidb  and  Ammonia. — An 
aqueous  solution  of  A  is  instantaneously  decolorized  by  ammonia,  and 
deposits,  after  a  while,  a  white  powder  insoluble  in  water,  from  which 
soda  separates  molybdic  oxide.  (Berzelius.) 

Molybdenum  and  Molybdenum. 

Fluobidb  of  Molybdenum  and  Potassium,  with  Molybdate  of  Pot- 
ash.— In  the  crystallized  state,  composed  of  KO,MoO'H-KF,MoF'h-2A^. 
—1.  Prepared  by  mixing  an  aqueous  solution  of  hydrofluate  of  molybdic 
acid  with  a  warm  solution  of  hydrofluate  of  potash,-«»2.  To  obtain  the 
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compoaud  free  from  blue  oxide,  whicb  is  formed  with  great  facility, 
molybdate  of  potash  is  fused  with  nitre,  the  mass  dissolved  in  boiling 
water,  and  the  solution  supersaturated  with  hydrofluoric  acid.  In  both 
isases,  the  compound  crystallizes  on  cooling  in  brilliant,  colourless  scales, 
resembling  those  of  boracic  acid,  and  also  very  like  those  of  the  correspond- 
ing tungsten  compound,  only  smaller.  The  crystals  are  permanent  in  the 
air.  When  heated  aboye  50^  or  60%  they  lose  6  per  cent,  of  water, 
assume  a  greyish-yellow  colour,  and  fuse  without  further  alteration  or 
decomposition  to  a  yellowish-brown  mass.  When  heated  with  oil  of 
vitriol,  they  give  off  hydrofluoric  acid,  and  form  at  first  a  splendid  blue 
transparent  mass,  which  afterwards  becomes  colourless.  The  crystals 
dissolve  in  boiling  water  and  separate  again  as  the  liquid  cools.  (Ber- 
zelius.) 

CryttaUized,  Berzelius.         Or : 

2K  78-4  ....  26-20  ....    26-27            KO  472  ....  1578 

2Mo 960  ....  3208  ....  3053            MoO*  ....  72*0  ....  2406 

•      4F    74-8  ....  25-00  ....                         KP  57*9  ....  19-35 

40   32-0  ....  10-70  ....  MoP»  ....  104-1  ....  34-79 

2HO    ....  180  ....  6-02  ....  6-00            2HO    ....  180  ....  602 

299-2  ....  10000  ....  299-2  ....  100*00 


Other  Compounds  of  Molybdenum. 

With  manganese,  tin,  lead,  iron,  nickel,  copper,  gold,  and  platinum, 
to  which  metals  the  molybdenum  imparts  infusibility,  brittleness,  and 
whiteness. 
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SefstronL    Pogg,  21,  43;  also  Sckw.  62,  316. 

Berzelius.    Pogg.  22,  1;  also  Schw.  62,  323;  63,  26. 

Johnston.    N.  Edinb,  J.  ofSc,  5, 166  &  318;  also  Schw.  63,  119;  64,  88. 


Synontmes:  Vanad,  Vanadin, 

ffistoiy.  Bel  Rio,  in  1801,  found  that  the  brown  lead-ore  of  Zimapan 
consists  of  oxide  of  lead  and  the  acid  of  a  metal  differing  in  its  characters 
from  chromium;  to  this  metal  he  gave  the  name  of  Erythronmm,  Collet 
Descotils  {Ann.  Chim,  53, 260)  pronounced  this  metal  to  be  nothing  more 
than  chromium,  a  view  which  was  afterwards  adopted  by  Del  Rio  himself 
{Gilh.  71,  7),  and  generally  received  as  true.     In  1830,  Sefstrbm  found 
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that  the  black  powder  which  remains  behind  after  dissolving  the  bar-iron 
obtained  from  the  Taberg  ore  in  hydrochloric  acid,  contains,  besides  other 
substances,  a  peculiar  metal,  which  he  likewise  found  in  still  larger  quan- 
tities in  the  cinder  produced  in  the  conversion  of  the  same  iron  into 
wrought  iron.  To  this  new  metal  he  gave  the  name  of  Vanadium,  from 
Vanadisy  a  cognomen  of  the  Scandinavian  goddess  Freia.  Subsequentlj, 
Wohler  proved  that  the  lead-ore  of  Zimapan  consists  of  vanadiate  of  lead, 
and  consequently  that  Del  Rio's  Erytkranium  is  really  Vanadium,  For 
the  more  exact  investigation  of  the  properties  of  this  metal,  we  are 
indebted  to  Berzelius,  from  whose  writings,  excepting  where  it  is  other- 
wise expressly  stated,  the  whole  of  the  following  description  is  taken. 

Sources,  Kb  vanadiate  of  lead  (Del  Rio,  A,  Gehl.  2,  695;  Wohler, 
Poffg,  21,  49;  Johnston,  Schw,  63,  119);  as  vanadiate  of  copper  (Hess, 
J,  pr.  Chem.  14,  52);  further,  in  small  quantities,  in  an  unknown  combi- 
nation, in  the  iron-ore  of  Taberg  (Sefstrdm);  in  the  slags  of  the  blast- 
furnaces of  Vordenberg  in  Steiermark,  to  the  amount  of  0*3  per  cent. 
(Schrotter,  Poffg.  46,  311);  in  the  bog  iron  ore  of  Steiiilade  in  Goslar, 
amounting  to  less  than  0*2  per  cent.  (Bodemann,  Fogg.  55,  633);  in 
the  bituminous  marl  slate  of  Mansfeld,  and  in  the  blue  slag  obtained 
from  it  in  the  reduction  of  the  copper  ^Kersten,  Fogg.  51,  539;  53,  385;) 
in  the  slag  obtained  in  smelting  the  oituminous  marl  slate  of  Sanger- 
hausen  in  Thliringen;  also  in  that  of  Richolsdorf  in  Kurhessen,  especially 
in  the  blue  and  black  slags,  and  less  abundantly  in  the  brown  or  grey 
varieties;  also  in  the  refined  copper  from  the  same  source  (Kersteu,  Fogg, 
52,  629);  in  an  iron-ore  from  Maxen  near  Pima,  and  in  the  slag  and  pig- 
iron  obtained  from  smelting  it,  at  the  Frederick-Augustus  works  (Kersten, 
Fogg,  59,  121);  and  lately  in  an  iron-slag  from  Staffordshire,  by  Deck 
{Fhartn.  Gentr,  1848,  782;  Glum,  Gaa,  1848,  298);  in  impure  pitchblende 
(Wohler,  Ann.  Fharm.  41,  345;  Fogg.  54,  600),  apparently  as  vanadiate 
of  lime,  which  penetrates  the  pitchblende  in  brick-red,  highly  brilliant, 
lamellar  veins  (Ficinus,  J.  pr.  Ghem.  26,  35);  in  hydrophite  from  the 
Taberg,  to  the  amonnt  of  0*1  per  cent.  (Lagerhielm,  Jahretiber  20,  216); 
in  vanadic  bronzite  from  Bracco  {yid,  Bronzite,  III.,  404)  to  the  amount 
of  34  or  per  cent.  (Schafhautl.) 

Freparation, — 1.  By  exposing  vanadic  acid  in  a  charcoal  crucible  to 
the  strongest  heat  of  a  blast-furnace.  The  inner  portion  of  the  mass 
remains  in  the  form  of  porous  suboxide;  the  exterior  only  showing  traces 
of  reduced  vanadium.  {Berzelius.)  Johnston  obtained  the  metal  partly  in 
a  coherent  state. — 2.  Fragments  of  vanadic  acid  are  arranged  in  layers 
in  a  porcelain  crucible,  with  abont  an  equal  quantity  of  potassium,  also 
in  small  pieces.  The  cover  of  the  crucible  is  then  fastened  down  with 
wire,  and  the  whole  heated  till  rapid  reduction  takes  place,  attended  with 
vivid  incandescence;  the  vanadiate  of  potash  is  then  separated  by  water 
from  the  reduced,  pulverulent  vanadium. — 3.  A  bulb  is  blown  in  the 
middle  of  a  glass  tube,  and  partly  filled  with  terchloride  of  vanadium;  the 
terchloride  is  then  saturated  with  dry  ammoniacal  gas  free  from  atmo- 
spheric air;  and  the  bulb  heated  by  means  of  an  argand  spirit-lamp,  the 
stream  of  ammoniacal  gas  being  still  continued.  Reduction  is  instantly 
effected,  the  volatile  chloride  of  ammonium  being  driven  off,  and  the 
metal  left  behind  in  the  bulb. 

Froperties,     Vanadium  prepared  by  the  first  method  is  reddish-white, 
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like  bismuth,  difficult  to  file,  brittle,  noii-magnetic,  a  good  Gonductor  of 
electricity,  and  yields  a  grey  powder.  (Johnston.^  The  second  method 
yields  it  in  the  form  of  a  heavy  black  powder,  which  glitters  in  sunshine, 
and  when  strongly  pressed,  acquires  metallic  lustre  and  the  appearance  of 
graphite;  it  is  a  good  conductor  of  electricity.  When  prepared  by  the 
third  method,  vanadium  is  of  an  almost  silvery  whiteness,  highly  lustrous, 
brittle,  and  very  easily  reduced  to  powder. 


Compoundi  of  Vanadium. 
Vanadium  and  Oxygen. 

Vanadium  remains  unaltered  in  the  air  at  ordinary  temperatures. 
When  heated  to  incipient  redness,  it  takes  fire  and  bums,  though  not 
very  vividly,  and  forms  a  black  infusible  oxide.  (Beraelius.)  The  vana- 
dium prepared  by  the  first  method  becomes  incandescent  when  thus 
treated,  and  bums  to  an  indigo-blue  oxide  at  first,  then,  after  long  igni- 
tion, to  vanadic  acid.  Heated  to  redness  in  oxygen  gas,  it  bums  with  a 
brilliant  red  light,  and  forms  indigo-blue  oxide,  having  a  crystalline 
texture.  (Johnston.) 

The  metal,  as  obtained  by  the  first  and  third  methods,  is  readily 
oxidized  by  nitric  and  nitro-hydrochloric  acids,  the  product  being  vanadic 
oxide,  which  dissolves  in  the  acid,  forming  a  blue  solution.  Vanadium  is 
not  acted  on  by  water,  or  even  by  strong  boiling  sulphuric,  hydrochloric, 
or  hydrofluoric  acid,  boiling  solution  of  potash,  or  ignited  hydrate  or  car- 
bonate of  potash,  provided  the  air  be  excluded. 


A.  Suboxide  op  Vanadium.    VO. 

freparatum.^^h  This  oxide  is  formed  by  reducing  vanadic  acid  by 
hydrogen  gas,  at  a  red  heat.  The  same  substance  is  obtained  whether 
the  vanadic  acid  is  heated  just  below  redness,  or  to  a  low  or  an  intense 
red  heat.  If  vanadic  acid  in  the  crystallized  state  after  fusion  be  used, 
it  retains  its  crystalline  form  or  texture  when  converted  into  the  suboxide. 
— 2.  By  fusing  vanadic  acid  in  a  charcoal  cracible. 

As  prepared  by  the  first  method,  it  is  black,  with  a  semi-metallic 
lustre,  and  yields  a  black  powder;  the  second  method  yields  it  in  the 
form  of  a  coherent,  very  friable  mass,  having  the  colour  and  lustre  of 
graphite.  It  is  infusible,  even  at  the  heat  of  the  most  powerful  blast- 
fumacea,  aad  a  good  conductor  of  electricity. 

Calculation.  Berzelitts. 

V  „ 68-6        ....        89-56        ....        89538 

O  80        ....         10-44         ....         10*462 

VO   76-6        ....       10000        ..«       100*000 

(VO  =  856-89  + 100  =  956'89.  BeneUiii.) 

Becomposed  by  chlorine  gas  with  the  aid  of  heat^  the  products  being 
terchloride  of  vanadium  and  vanadic  acid. 

It  neither  combines  with  acids  nor  alkalis,  as  lonfi:  as  it  does  not  pass 
to  a  higher  degree  of  oxidation.     Acids,  therefore^  even  at  a  boiling  tem- 
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Serature,  do  not  dissolve  it,  with  the  exception  of  nitric  a<ad.  Alkalis 
^  issolye  it  slowly,  inasmuch  as  it  is  converted  hj  the  action  of  the  air 
into  yanadic  oxide.  (Berzelius.) 

B.  Vanadio  Oxide.    Vanadous  Acid,    VO^. 
Bvoxide  of  Vanadium,  Vanadinoxydy  VanadinuAU  SSure. 

Formaium,  The  tnetal,  when  heated  in  the  air,  hutnA  and  fortns 
ranadio  oxide  at  first;  the  suboxide  bums  like  tinder^  iind  is  oonrerted 
into  the  black  oxide. 

Preparation.  1.  An  iiitimiite  miltare  of  19  parts  (1  atom)  of  sub- 
oxide of  vanadinm  and  23  parts  (1  atom)  of  tanadic  aeid  is  heated  to 
whiteness  in  a  current  of  carbonic  acid  gas. — 2.  The  hydrate  of  ranadic 
oxide  is  ignited  in  vacao.  Yanadic  oxide  may  likewise  be  obtained  by 
Igniting  ranadiate  of  ammonia  in  a  retort;  but  the  oxide  thus  produced 
is  mixed  sometimes  with  suboxide^  sometimes  with  ranadic  acid. 

PropeHieB,  Bhick  and  earthy;  when  prepared  by  the  first  method, 
it  forms  a  solid  mass,  in  consequence  of  the  fusion  of  the  yanadic  acid. 
It  does  not  fuse  at  the  softening  point  of  glass.  It  is  neutral  towards 
regetable  colours. 

Calouktlmi.  Berzdku. 

V  68-6        ....        81*00        ....        81-056 

20 16-0        ....        18-91        ....        18-944 

V0» 84-6        ....       10000        ....       100-000 

(Y0>  «  856-89  -f  2  .  100  =  1056*89.    BeneUiu.) 

Co^tnhmations. — a.  With  water — Hydrated  Vanadic  Oxide.^— A 
salt  of  yanadic  oxide — the  sulphate^  for  example— is  precipitated  by  a 
rery  slight  excess  of  carbonate  of  soda.  To  insure  the  aosence  of  yanadic 
acid,  sulphuretted  hydrogen  must  be  preyiously  passed  through  the 
liquid,  and  the  excess  removed  by  ffentle  heat;  or  the  solution  may  be 
mixed  with  an  excess  of  acid,  and  boiled  with  sugar  or  alcohol. — The 
liquid  which  rests  above  the  greyish  white^  slowly  deposited  hydrate, 
should  be  perfectly  colourless.  If  it  exhibits  a  blue  tint,  the  carbonate 
of  soda  has  not  been  added  in  sufficient  quMitity;  if  it  is  brown,  the 
precipitant  is  in  too  great  excess  and  holds  some  of  the  hydrated  oxide 
in  solution;  a  green  tint  shows  that  vanadic  acid  is  present.  The 
hydrate  is  washed  out  of  contact  of  air,  for  which  purpose  the  wash- 
bottle  of  Berzelius  is  best  adapted,  the  filter  being  constantly  kept  full 
of  water.  The  water  is  lastly  poured  off,  and  the  filter  pressed  between 
folds  of  bibulous  paper  and  dried  in  vacuo.  The  hydrate  prepared  in 
this  way  frequently  contains  a  trace  of  carbonic  acid. 

Hydrated  yanadic  oxide  is  grey;  but  if  it  has  attracted  oxygen  during 
washing,  or  if  it  be  kept  after  drying,  for  a  few  hours  only,  in  bottles 
containing  air,  it  acquires  a  brownish  tinge.  It  is  neutral  towards  blue  and 
red.  litmus.  When  left  upon  moistened  litmus  paper  for  some  hours,  it 
reddens  the  paper,  because  it  becomes  partially  converted  into  vanadic 
acid.     It  is  resMved  by  heat  into  water  and  the  anhydrous  oxide. 

&.  With  Acids,  forming  the  salts  of  Yanadic  Oxide. — The  oxide^ 
after  ignition,  dissolves  perfectly  though  slowly  in  acids;  the  hydrate 
dissolves  more  rapidly.  The  anhydrous  salts  are  brown  or  green;  the 
hydrated  salts  either  of  a  dark,  medium,  or  lieht  blue  colour.  Most  of 
them  are  soluble  in  water.     The  solutions,  including  those  of  the  basic 
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salts,  are  of  a  beaatifal  blue  colour  of  moderate  intensity,  and  have  a 
sweetish  rough  taste,  exactly  like  that  of  ferrous  salts.  Solutions  of 
yanadic  salts,  when  exposed  to  the  air,  frequently  become  green  from 
oxidation.  When  mixed  with  excess  of  ammonia,  the  liquid  becomes 
colourless,  and  a  brown  precipitate  of  vanadite  of  ammonia  is  formed, 
which  dissolves  in  pure  water,  forming  a  brown  solution.  With  caustic 
potash  or  soda,  or  their  simple  carbonates,  solutions  of  vanadic  salts  give 
a  greyish- white  precipitate  of  hydrated  oxide,  which  is  dissolved  by  an 
excess  of  the  alkali  as  an  alkaline  y&nadiate,  and  forms  a  brown  solution, 
but  is  again  precipitated  by  a  larger  excess  of  the  alkali.  Alkaline  mono* 
carbonates  or  bicarbonates,  produce  a  greyish  white  precipitate,  soluble 
in  excess  of  the  alkaline  bicarbonate,  forniing  a  light-olue  solution. 
Hydrosulphate  of  ammonia  throws  down  a  blackish-brown  precipitate  of 
bisulphide  of  vanadium,  which  dissolves  in  excess  of  the  precipitant, 
forming  a  deep  purple  solution. — Ferrocyanide  of  potassium  gives  a  yellow 
precipitate,  which  becomes  green  in  the  air  and  is  insoluble  in  acids; — 
ferricyanide  of  potassium,  a  yellowish  green  gelatinous  precipitate. 
Infusion  of  galls  forms  a  bluish-black  mixture,  resembling  ink,  which, 
after  long  standing,  deposits  black  flakes  of  tannate  of  vanadic  oxide. 
Hydrosulphuric  acid  exerts  no  action  on  vanadic  salts.  Zinc  does  not 
precipitate  any  metallic  yanadium  from  the  solution. 

c.  With  Salifiable  Bases,  forming  the  salts  of  yANADOus  acid; 
yANADiTES. — The  compounds  with  the  more  soluble  alkalis  are  obtained  by 
dissolving  the  oxide  in  their  solutions;  the  other  salts,  which  are  all  inso- 
luble in  water,  are  produced  by  double  decomposition,  in  the  form  of  pul- 
yerulent  precipitates. — With  the  alkaline  monocarbonates,  yanadic  oxide 
forms  a  brown  solution,  which  contains  a  bicarbonate  as  well  as  a  yanadit-o 
of  the  alkali. — The  salts  of  yanadous  acid  are  dark  brown  or  black. — 
When  moistened  or  coyered  with  water,  or  dissolved  in  it,  they  assume 
a  green  colour,  and  are  rapidly  conyerted  by  oxidation  into  salts  of  yana- 
dic acid,  the  insoluble  salts  generally  becoming  soluble;  the  dark-brown 
aqueous  solution  of  the  alkaline  vanadites  is  decolorized  by  this  action, 
the  change  proceeding  from  the  top  to  the  bottom,  and  the  liquid  not 
turning  green.  The  alkaline  yanadites  in  solution  are  coloured  blue  by 
acids,  firom  formation  of  double  salts;  purple-red  by  hydrosulphuric  acid, 
from  production  of  a  bisulphoyanadiate  of  the  metal;  and  blackish-blue 
by  tincture  of  galls. 

Oxides  intermediate  between  Vanadic  Oxide  and  Vanadic  Acid. 

To  be  regarded  probably  as  compounds  of  yanadic  oxide  with  different 
quantities  of  vanadic  acid. 

1.  Purple  Oxide  of  Vanadium, — When  hydrated  yanadic  oxide, 
which  has  been  kept  for  24  hours  in  loosely  closed  bottles  containing  air, 
is  shaken  up  with  water  and  filtered,  a  brownish-green  solution  of  a  mix- 
ture of  the  purple  and  green  oxides  is  obtained.  If  the  hydrate  which 
remains  on  the  filter  be  washed  with  a  fresh  portion  of  water,  it  colours 
the  liquid  dark-brown;  but  to  a  third  quantity  of  water  it  yields  the  purple 
oxide  only,  giyiug  rise  to  a  fine  deep  purple  solution,  which  remains  unal- 
tered in  close  yessels,  but  when  exposed  to  the  air  becomes  first  green, 
and  then  yellow. — When  the  hydrate  on  the  filter  has  ceased  to  impart 
any  colour  to  the  wash-water,  it  is  merely  necessary  to  expose  it  to  the 
air  for  a  while,  and  it  will  yield  the  same  results  with  water  as  before. 
(Berielius.) 
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2.  Green  Oxide  of  Vanadium,  VO',  2V0'. — a.  When  the  aub-oxide 
prepared  by  the  first  method  (^p.  82)  is  exposed  to  the  air,  it  slowly  forms 
a  small  quantity  of  green  oxide,  the  change  taking  place  with  greater 
readiness,  the  lower  the  temperature  at  which  the  suboxide  was  produced* 

(.  An  intimate  mixture  of  1  part  (1  atom)  of  suboxide  and  6  parts 
(5  atoms)  of  yanadic  acid  heated  to  fusion,  yields  a  dark  green  glass,  - 
which,  after  being  reduced  to  powder,  gradually  dissolves  in  water, 
forming  an  opaque  green  solution.  VO  4-  5  V0'=2(V0*,  2  VO').  A  simi- 
lar glsbss  is  produced  by  fusing  together  5  parts  (one  atom)  of  yanadio 
oxide  with  11  parts  (2  atoms)  of  yanadic  acid. 

c.  When  moist  hydrated  yanadic  oxide  is  left  to  dry  in  the  open  air — 
whereby  it  is  first  turned  brown,  and  afterwards  green — then  introduced 
into  a  small  bottle,  and  the  bottle  completely  filled  with  water  and  closed, 
an  opaque  green  solution  is  obtained,  which,  when  filtered  and  eyaporated 
in  vacuo  over  oil  of  vitriol,  yields  a  black,  amorphous,  fissured  mass,  per- 
fectly soluble  in  water. 

d.  On  mixing  aqueous  solutions  of  salts  of  vanadic  oxide  free  from 
excess  of  acid,  and  of  an  alkaline  vanadiate,  a  dark  green  solution  is 
obtained.     Thus : 

VOa,  2S08  +  2(K0,  V0»)  =  2(K0,  SO^)  +  V0»,  2V0>. 

A  portion  of  the  green  oxide  formed,  separates  if  the  solutions  are 
at  all  concentrated,  because  it  is  but  sparingly  soluble  in  water  con- 
taining another  salt;  the  rest  may  therefore  be  precipitated,  for  the  most 
part,  by  the  addition  of  sal-ammoniac.  The  precipitate  is  insoluble  in 
absolute  alcohol,  but  dissolves  in  spirit  of  specific  gravity  0'86.  An 
aqueous  solution  of  the  green  oxide,  diluted  sufiiciently  to  render  it  traus- 
parent,  exhibits  a  beautiful  grass-green  colour. — A  small  quantity  of 
potash  deepens  the  tint.  The  solution,  if  not  too  dilute,  may  be  evapo- 
rated to  dryness;  whereas  when  very  dilute,  it  acquires  a  yellow  colour 
from  formation  of  vanadiate  of  potash.  The  residue  from  the  former  re- 
dissolves  in  water,  forming  a  green  solution,  and  gives  green  precipitates 
with  salts  of  the  earths  and  of  the  heavy  metals.  The  potash  compound 
may  be  regarded  as  a  mixture  of  vanadite  and  vanadiate  of  potash. — 
A  krger  addition  of  potash  precipitates  vanadite  of  potash  from  the  green 
solution  if  the  liquid  be  gently  heated,  because  that  salt  is  insoluble  in 
water  containing  potash,  while  vanadiate  of  potash  remains  in  solution. 
Ammonia  likewise  forms  a  green  mixture  with  an  aqueous  solution  of 
the  green  oxide;  carbonate  of  ammonia  acts  in  the  same  manner;  whereas 
carbonate  of  potash  or  soda  colour  the  solution  brown,  without  precipi< 
tating  it.  (Berzelius.) 

3.  TeUovhgreen  Oxide  of  Vanadium,  VO*,  4V0'. — Formed  when  a 
saturated  solution  of  a  salt  of  yanadic  oxide  is  precipitated  by  an  alka- 
line bivanadiate : 

e.g,  VO«,2S03  +  2(KO,2VO>)  =2(KO,SO0+VO»,4VO». 

The  compound  when  dry,  resembles  the  green  oxide;  it  is,  however,  more 
sparingly  soluble  in  water,  imparts  to  it  a  more  yellowish-green  colour, 
and  is  more  completely  precipitated  from  the  solution  by  sal-ammoniac. 
(Berzelius.) 

4.  Orange-yellow  Oxide  of  Vanadium. — Formed  by  exposing  to  the 
air  an  aqueous  solution  of  the  purple,  green,  or  vellow-green  oxide, 
containing  more  than  one  per  cent,  of  oxide.  If  the  oxide  is  dissolved 
in  a  larger  quantity  of  water,  it  is  wholly  converted  into  vanadic  (icid* 
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The  colour  of  thQ  li<iuid  passes  from  green  into  yellow,  and  then  into 
orange,  and  when  eyaporated  at  a  gentle  heat,  yields  pale  orange-yellow 
orystals,  which  are  sotuble  in  22 1  parts  of  water,  and  form  an  orange^ 
coloared  solution.  Wb^P  heated,  the  crystals  give  off  water  and  become 
green.  (Berzelius.) 

C.  Vanabio  Acid.    VO*. 
VanadiSuref  VanadiMUure,  Aoidt  vanadi^[u^, 

Forfn<Uionn''^Bj  lonff  continued  heating  of  the  metal  or  of  one  of  Its 
lower  oxides  in  the  air  ^  by  oxidizing  the  same  substances  with  nitric  acid| 
a^qa-regiaj  or  nitrQ, 

Preparation.'—a,  From  the  cind^  of  the  Taherg  iron, — 1.  This  sub- 
stance is  pounded  finely  enough  to  enable  it  to  pass  through  a  hair  sieve; 
and  since  the  iron  granules  prevent  its  being  more  finely  pulverized,  the 
powder  is  first  moistened  with  water  in  a  basin,  then  digested  in  nitric 
acid,  warmed,  and  stirred  up  till  fresh  acid  no  longer  produces  any  oxidizing 
action.  The  mixture  is  then  evaporated  to  dryness,  and  the  residue 
ignited  in  an  iron  pot,  after  which  it  is  finely  pounded,  elutriated,  and 
dried  on  a  filter.  Three  parts  of  this  powder  are  then  intimately  mixed 
with  a  parts  of  nitre  and  ope  part  of  (oryl)  carbonate  of  soda,  by  passing 
the  whole  three  times  through  a  sieye,  and  the  mixture  is  iguited  in  a 
covered  cast-iron  pot  for  four  hours,  at  as  high  a  teqiperature  as  the  vessel 
will  bear.  The  resulting  dense  solid  mass  is  then  reduced  to  powder^ 
boiled  in  a  silver  yessel  wUh  repeated  quantities  of  water,  and  the  solution 
exactly  neutralized  with  nitric  acid,  purified  by  previous  boiling  from  all 
traces  of  byponitric  acid,  which  would  reduce  the  vanadic  acid  to  the  state 
of  vanadic  oxide.  The  liquid  is  theu  filtered  from  the  precipitated  silica 
(which  if  H  exhibits  a  brick-red  colour,  must  be  freed  from  the  adhering 
vanadium  by  digestion  in  ammonia^  and  subsequently  in  boiling  water)] 
the  filtrate  mixed  with  nitrate  or  acetate  of  lead;  the  resulting  precipitate 
washed,  pressed  dry,  repeatedly  agitated  with  fresh  quantities  of  strong  hydro^ 
chloric  acid;  alcohol  added;  and  the  mixture  heated  for  some  hours  nearly 
to  the  boiling  point  of  the  alcohol,  and  then  thrown  on  a  filter.  The  blue 
.  filtrate  contains — besides  bichloride  of  vanadium — phosphoric  acid,  alu- 
mina and  zirconia.  It  is  evaporated  to  dryness  in  a  retort;  the  residue 
dissolved  in  water;  and  the  solution  mixed  with  nitric  acid,  then  saturated 
with  carbonate  of  potash,  again  evaporated  to  dryness,  and  the  residue 
ignited  in  a  platinum  crucible  till  it  is  perfectly  fixed.  The  fused  mass 
met  cooling  is  dissolved  in  the  smallest  possible  quantity  of  water,  and 
the  vanadic  acid  precipitated  in  the  form  of  yanadiate  of  anmionia  by  the 
introduction  of  a  large  piece  of  sal-ammoniac  into  the  cold  solution.  The 
salt  is  then  washed  on  a  filter  with  solution  of  sal-ammoniac,  to  remove 
phosphoric  acid,  afterwards  purified  from  sal-ammoniac  by  means  of 
alcohol,  and  lastly  ignited  in  an  open  vessel  to  obtain  vanadic  acid,  or  in 
a  oovei^d  crucible  if  vanadic  oxide  is  required.  (Befstrbm.) 

According  to  Berzeliua,  the  vanadic  acid  thus  prepared,  obstinately 
retains  a  portion  of  silica,  which  dissolves  with  it  both  in  acids  and  in 
alkalis.  To  remove  this  impurity,  the  vanadic  acid  is  dissolved  in  oil  of 
yitriol,  hydrofluoric  acid  added,  and  the  mixture  evaporated  to  dryness: 
by  this  means  fluoride  of  silicium  is  first  driven  off,  ana  then  the  sulphuric 
acid. 

2*  Berzelius  ignites  the  finely  powdered  cinder  with  its  own  weight 
of  nitre  and  double  that  quantity  of  carbonate  of  soda;  exhausts  the  mass 
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with  boiling  water;  neutralizes  the  filtrate  with  nitrio  aoid;  precipitates 
with  chloride  of  barium  or  acetate  of  lead;  digests  the  washed  precipitate 
with  oil  of  vitriol  for  half  an  hour;  dilutes  the  red  liquid  with  water; 
digests  the  filtrate  with  alcohol,  filters  the  blue  liquid^  and  evaporates  to 
the  consistence  of  a  syrup;  then  adds  hydrofluoric  acid,  and  heats  the 
mixture  in  a  platinum  crucible  oyer  an  open  fire,  till  the  whole  of  the 
sulphuric  acid  is  expelled  ^for  which  a  red  heat  is  required);  and  mixes 
the  remaining  yanadio  acia  with  nitre  added  in  small  portions  at  a  time^ 
till  a  sample  of  the  fused  mass  taken  out  of  the  yessel  no  longer  turns  red 
on  coolinff.  He  then  treats  the  whole  with  water;  filters  from  the  insoluble 
compound^  consisting  of  alumina,  sirconia,  silica,  and  a  small  quantity  of 
yanadio  acid;  washes  the  latter  slightly;  and  precipitates  yanadiate  of 
ammonia  from  the  filtrate  by  introducing  a  piece  of  sal-ammoniac.  If  tho 
liquid  be  alkaline,  some  basic  phosphate  of  ammonia  is  precipitated  at  the 
same  time.  From  the  combination  with  the  three  earths  above  mentionedi 
the  yanadio  acid  may  be  eliminated  by  an  alkaline  bihydrosulphate. 

b.  From  the  Mans/eld  Copper-Slag, — One  part  of  the  slag  is  reduced 
to  powder  and  fused  in  a  wrought-iron  crucible,  with  3  parts  of  carbo- 
nate of  soda  and  1  part  of  nitre;  the  powdered  greenish-yellow  mass 
exhausted  with  boiling  water,  and  the  filtrate  supersaturated  with  hydro- 
chloric acid;  which  turns  it  green  and  throws  down  silica.  The  whole  is 
then  evaporated  to  dryness,  the  residue  exhausted  with  pure  (not  acidu- 
lated) water;  the  filtrate  mixed  with  just  enough  hydrosulphate  of  ammo- 
nia to  precipitate  it;  the  brown  precipitate  washed^  dried,  roasted,  and  then 
fused  with  a  small  quantity  of  nitre;  the  mass  dissolved  in  water;  the 
solution  neutralised  with  hydrochloric  acid;  and  lastly,  vanadiate  of 
ammonia  precipitated  by  sal-ammoniac.  (Kersten,  Pogg,  51,  539.) 

c.  From  Pitchblende,  a  mineral  containing  uranium,  vanadium,  zinc, 
lead^  iron^  cobalt,  copper,  arsenic,  and  sulphur.  Pulverized  pitch- 
blende is  fused  with  its  own  weight  of  nitre  and  carbonate  of  soda^  and 
the  mass  exhausted  with  repeated  quantities  of  boiling  water.  The 
filtrate  is  then  exactly  neutralized  with  nitric  acid  (an  excess  is  imme- 
diately discovered  by  the  yellow  colour  which  it  imparts  to  the  liquid); 
precipitated  with  cnloride  of  barium  or  acetate  of  lead;  the  washed 
precipitate  decomposed  by  boiling  with  dilute  sulphuric  acid;  the  yellow 
filtrate^  which  contains  vanadic  and  likewise  arsenic  acid,  neutralized  with 
ammonia;  and  vanadiate  of  ammonia  precipitated  as  before  by  the  intro- 
duction of  a  lump  of  sal-ammoniac.  (Wohler,  Ann,  Fharm.  41,  345.) 

d.  From  Vanadiate  of  Lead.  —  This  compound  likewise  contains 
hydrochloric  acid,  phosphoric  acid,  arsenic  acid,  and  traces  of  earthy 
bases.  It  is  dissolved  in  nitric  acid;  the  lead  and  arsenic  precipitated  by 
sulphuretted  hydrogen;  the  liquid  filtered;  the  blue  filtrate  boiled  for  a 
short  time  to  expel  hydrosulphuric  acid,  and  also  to  precipitate  a  trace  of 
sulphide  of  arsenic;  the  solution  evaporated  to  dryness  at  a  moderate  heat; 
the  dark  red  residue  boiled  with  a  perfectly  saturated  solution  of  car- 
bonate of  ammonia,  which  is  added  from  time  to  time;  and  the  li(]^uid 
filtered  boiling  hot.  On  cooling,  the  vanadiate  of  ammonia  crystalhzes 
out  in  white  needles,  which  are  purified  by  recrystallization.  (Johnston.) 

The  vanadiate  of  ammonia  is  heated,  with  frequent  stirring,  in  an 
open  crucible  to  a  temperature  somewhat  below  redness,  till  the  black 
colour  of  the  mass  changes  to  dark  red.  (Berzelius.) 

Properties.  The  flised  acid  solidifies  on  cooling,  forming  a  highly 
brilliant  yellowish-red  mass,  which  is  yellowish  and  translucent  at  the 
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6dges,  and  consists  of  acioular  crystals  with  cavities  containing  aggregations 
of  small  crystals.  If  the  acid  is  mixed  with  vanadic  oxide  or  any  other 
heavy  metallic  oxide,  it  does  not  crystallize  after  fusion,  hat  forms  a 
canliflower-like  mass,  and  appears  hlackj  with  a  small  Quantity  only  of 
vanadic  oxide,  it  may  he  made  to  crystallize,  hnt  is  then  of  a  darker 
colour,  inclining  to  violet.  The  powder  of  vanadic  acid  is  hrick^red,  or, 
when  finely  divided,  rusty  yellow,  the  colour  heing  lighter  as  the  powder 
is  finer.  Vanadic  acid  fuses  at  an  incipient  red  heat,  forming  a  liauid 
which  is  yellowish  red,  according  to  Sefstrom,  and  dark  hrown,  according 
to  Johnston.  It  then  crystallizes  on  cooling  (when  it  no  longer  appears 
red-hot  in  diffused  daylight),  and  hy  the  heat  thereby  developed,  again 
becomes  ignited,  a  glowing  ring  appearing  to  pass  inwards  from  the 
circumference  to  the  centre  of  the  mass,  where  the  light  continues  longest 
visible.  The  acid  is  hereby  considerably  increased  in  density,  so  that  it 
can  bo  easily  removed  from  the  crucible.  Vanadic  acid  is  not  volatile. 
It  does  not  conduct  electricity.  It  is  tasteless,  and  reddens  moistened 
litmus-paper. 


V  

30 

Calculation. 

68-6        74-08 

240        25-92 

Beneliiis. 

74-045 
25-955 

vo» 

92-6        10000 

100000 

(VQS  =  856-89  +  3  .  100  ==  1156-89.  BeneUoi.) 

Dtfcompon^i^fM.— -Vanadic  acid,  when  not  mixed  with  carbonaceous 
substances,  may  be  heated  even  to  whiteness  without  gi7ing  off  oxygen. 
(Berzelius.) — 1.  When  heated  with  potassium,  it  is  reduced  to  the  metallic 
state,  with  vivid  incandescence.  By  exposure  to  a  white  heat  in  contact 
with  charcoal,  it  is  reduced  partly  to  suboxide,  and  partly  to  metallic 
vanadium.  (Berzelius,  Johnston.)  Before  the  blowpipe,  on  charcoal,  it 
first  fuses,  and  is  then  reduced  to  suboxide  having  the  appearance  of 
graphite;  no  metal  is  obtained  by  the  addition  of  carbonate  of  soda. 
(Berzelius.) — 2.  By  hydrogen  gas,  at  a  red  heat,  and  even  below  that 
temperature,  it  is  reduced  to  suboxide. — 3.  When  dissolved  in  water,  it 
is  reduced  to  vanadic  oxide;  by  hydrosulphuric  acid,  with  simultaneous 
deposition  of  sulphur;  by  hydrochloric  acid  slowly,  with  disengagement  of 
chlorine;  by  phosphorous,  sulphurous,  and  hyponitric  acids,  or  fuming 
nitric  acid;  by  the  salts  of  the  lower  oxides  of  many  of  the  heavy  metals; 
and  by  organic  compounds,  as  oxalic  acid,  tartaric  and  citric  acid,  alcohol, 
and  sugar. — 4.  Hyorosulphate  of  ammonia  colours  the  aqueous  solution 
reddish  brown. 


CombinationB, — a.  With  water. — Solution  of  Vanadic  Acid, — One 
part  of  the  acid  dissolves  in  about  1000  parts  of  boiling  water.  If  the 
powder  is  agitated  with  water,  a  yellow  milk  is  obtained,  from  which  the 
undissolved  portions  of  the  acid  are  not  deposited  till  after  several  days, 
and  without  being  converted  into  hydrate.  When  the  yellow,  tasteless 
solution,  which  is  acid  to  test-paper,  is  evaporated,  it  deposits  the  greater 
part  of  the  acid  in  the  anhydrous  state  in  red  rings  round  the  sides  of  the 
basin;  ultimately,  however,  by  the  reducing  action  of  the  dust  in  the 
air,  a  few  hydratcd  crystals  of  the  orange-coloured  oxide  (p.  85),  distin- 
guished by  their  greater  solubility,  are  produced.  (Berzelius.)  Hydro- 
sulphuric  acid  precipitates  from  the  solution  a  mixture  of  vanadic  oxide 
and  sulphur, 
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b.  With  stronger  acids. — ^Vanadio  acid  readily  dissolves  in  stronger 
acids,  forming  yellow  or  red  solutions,  which  are  oiten  rendered  colourless 
by  boilinff,  and  yield,  on  evaporation,  red  or  yellow,  partly  crystallized 
compounds,  having  a  powerfully  astringent,  and  subsequently  acid  taste, 
resembling  that  of  ferric  salts.  The  acid  solutions,  if  completely  saturated 
with  vanadio  acid,  deposit,  on  being  boiled  and  evaporated,  a  brownish 
red  nncrystallizable  precipitate  containing  an  excess  of  vanadio  acid. 
When  exposed  to  the  air,  the  solutions  gradually  assume  a  green  colour, 
probably  from  the  reducing  action  of  dust  which  falls  into  them.  By 
nydrosulphuric  acid,  oxalic  acid,  tartaric  acid,  alcohol,  sugar,  &c.,  they 
are  turned  blue,  from  formation  of  8alt«  of  vanadio  oxide.  Alkalis  pro- 
duce in  them  a  rusty  brown  precipitate,  which  dissolves  in  excess  of  the 
alkali,  forming  a  yellow  or  brown  solution.  Hydrosulphate  of  ammonia 
gives  a  brown  precipitate  of  tersulphide  of  vanadium,  soluble  in  excess  of 
the  precipitant,  and  forming  a  reddish  brown  solution.  Ferrocyanide  of 
potassium  produces  a  beautiful  green  precipitate;  tincture  of  gaUs,  after  a 
while,  a  blackish  blue  precipitate. 

c.  With  Salifiable  Bases,  forming  Salts  called  Vanadiates. — The 
normal  salts  of  this  acid  are  mostly  yellow;  but  those  of  the  alkalis,  and 
of  zinc,  cadmium,  and  lead,  may  likewise  be  obtained  in  an  isomeric 
colourless  state.  This  decolorization  is  produced  by  heating  the  solid  salt 
in  a  wateiy  liquid,  or  the  aqueous  solution  of  that  salt,  to  a  temperature 
just  below  100^.  It  often  occurs  also  at  ordinary  temperatures,  after  a 
longer  lapse  of  time,  especially  if  the  solution  contains  free  alkali  or  alka- 
line carlM>nate.  The  bivanadiates,  when  in  large  crystals,  exhibit  an 
aurora-red  colour;  smaller  crystals,  a  yellow  tint.  The  vanadiates  have 
no  peculiar  taste  that  can  be  supposed  to  proceed  from  the  vanadio  acid« 
They  sustain  a  red  heat  without  alteration,  unless  the  base  is  volatile  or 
decomposible.  Most  of  them  dissolve  readily  in  water,  but  with  less  facility 
in  water  containing  excess  of  alkali,  or  sal-ammoniac  and  other  salts;  the 
rest  are  sparingly  soluble;  they  do  not  dissolve  in  alcohol.  The  aqueous 
solution  is  coloured  red  by  the  stronger  acids,  but  frequently  becomes 
colourless  again  after  a  while.  When  a  mixture  of  this  kind,  containing 
but  just  enough  of  the  stronger  acid  to  saturate  the  base,  is  evaporated,  it 
deposits  a  red  mass,  which  is  a  very  difficultly  soluble  acid  salt  of  vanadio 
acid.  If  the  stronger  acid  is  in  excess,  the  substance  which  separates  is  a 
compound  of  that  acid  with  excess  of  vanadio  acid.  The  vanadiates  give 
orange-red  precipitates  with  salts  of  antimonic  oxide,  lead-oxide,  cupric 
oxide,  and  mercuric  oxide.  With  infusion  of  nut-galls  they  form,  after  a 
while,  a  mixture  as  black  as  ink. 

Vanadic  acid  is  insoluble  in  absolute  alcohol,  and  but  sparingly  soluble 
in  hydrated  alcohol. 

D.    PisRyANADio  Acid? 

An  aqueous  solution  of  yanadio  acid  forms  a  bright  red  mixture  with 
a  solution  of  peroxide  of  hydrogen.  (Barreswil,  Compt,  rend.  16, 1085.) 

Carbonate  of  vanadic  oxide  does  not  appear  to  exist  in  the  free  state, 
but  only  in  combination  with  alkaline  carbonates. 
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Vanadium  and  Boron. 

BoAATB  OF  Vavadio  OxiDii. — Solphato  of  vaaadie  oxide  yields  with 
borax  a  greyish  white  precipitate^  insoluble  in  water,  but  soluble  in  ao 
aqueous  solution  of  boracio  acid,  with  whioh  it  forms  a  blue  liquid,  rapidly 
changing  to  green  when  exposed  to  the  airi  (Berselius.) 

Yanadiuv  avd  PQosraoRus. 

A*  Phoii?ridb  op  Vanadium, — Vanadium  heated  to  redness  in  the 
vapour  of  phosphonis,  does  not  combine  with  it. — By  heating  phosphate 
of  vauadio  oxide  tp  whiteness  ii^  a  retort  with  a  small  portion  of  sugar, 
or  in  a  charcoal  crucible  by  itself,  a  grey  porous  substance  is  obtainedj 
which  may  be  compressed  into  a  solid  mass  baying  the  colour  and  lustre 
of  graphite, 

B.  Phosphatb  of  Vavadio  OxmB. — The  blue  solution  obtained  by 
dissolving  vanadio  oxide  in  a  slight  excess  of  phosphoric  acid,  yields, 
when  evaporated  at  a  temperature  below  60°,  small  blue  crystals,  which 
may  be  purified  horn  the  colourless  mother-liquid — containing  nothing  but 
phosphoric  acid — by  decantation  and  washing  with  alcohol.  When  heated, 
they  leave  the  anhydrous  salt  as  a  white,  swollen  mass,  resemblinff 
burnt  alum,  which,  like  the  crystals,  rapidly  deliquesces  in  the  air,  and 
forms  a  thick  blue  syrup.  But  if  this  salt  is  exposed  to  a  white  heat,  it 
fuses  imperfectly,  and  cakes  together  to  a  black  mass  [of  pyrophosphate 
of  vanaaic  oxide)]  no  longer  soluble  in  water.  The  crystals  aeliquesce 
rapidly  in  the  air.  When  a  concentrated  solution  of  the  salt  is  mixed 
with  anhydrous  alcohol,  and  the  resulting  precipitate — which  is  gelatin- 
ous, ffreyish  blue,  and  almost  white  when  dry — is  washed  with  the  same 
liquid,  a  taU  is  obtained,  which  is  probably  o<mc,  does  not  deliquesce  in 
the  air,  and  is  but  partially  soluble  in  water. 


C.  Phosphatb  of  Vanadio  Acid. — a.  Formed  by  evaporating  a 
solution  of  phosphate  of  vanadic  oxide  in  nitric  acid  till  it  turns  red  and 
evolves  vapours  of  nitric  acid.  On  slowly  cooling  the  liquid,  a  lemon-yel- 
low crust  is  deposited,  consisting  of  small  crystallineg  rams.  The  colour- 
less mother-liquid  yields,  on  evaporation,  i|.n  additional  quantity  of  this 
compound.  It  is  purified  from  adhering  nitric  acid  by  rinsing  with  cold 
water.  When  its  water  of  crystallization  is  expelled  by  heat,  it  assumes 
a  straw-yellow  colour.  It  dissolves  very  slowly  in  water,  forming  a 
lemon-yellow  solution. 

b.  By  dissolving  vanadic  acid  in  phosphoric  acid,  a  red  solution  is 
obtained  which,  on  evaporation,  yields  a  red  deliquescent  mass. 

Vanadium  and  Sulphur, 

A.  BisuLPHiDB  OP  Vanadium. — Vanadous  Sulphide;  Sulphotana" 
doua  Add, — Vanadium  does  not  combine  with  sulphur  when  heated  in 
contact  with  it,  or  when  ignited  in  its  vapour. — I.  Suboxide  of  vanadium 
is  heated  to  full  redness  in  a  current  of  hydrosulphuric  acid  gas.     In  this 
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t process,  water  is  fonned^  and  hydrogen  gas  and  even  sulphar  set  free. 
ProtosnlphidQ  of  vanadium  appears  to  be  the  first  product,  which  then 
absorbs  sulphur  from  the  remaining  hydrosnlphurio  acid,  till  it  is  con« 
verted  into  bisulphide.  At  first:  VO  +  HS=VS-f HO;  subsequently i 
yS-f  HS=VS"  +  H.]  Vanadic  oxide  ignited  in  hydrosulphuric  acid  gas 
is  first  reduced  to  suboxide  with  separation  of  sulphur  and  formation  of 
water.  [VO* + HS=  VO  -f  HO  +  s!]— 2.  A  salt  of  vanadic  oxide  is  mixed 
with  an  alkaline  hydrosulphate  in  excess,  till  the  precipitated  sulphide  of 
vanadium  is  again  dissolved:  the  sulphide  is  then  precipitated  by  sul- 
phuric or  hydrochloric  acid.  The  alkaline  hydrosulphate  should  not  oon« 
tain  any  excess  of  sulphur,  otherwise  tersulphide  of  vanadium  mixei 
with  the  precipitate.  Bisulphide  of  vanadium  thus  precipitated  is  brown 
at  first,  but  turns  black  after  being  collected  into  a  niass.  It  may  be 
washed  and  dried  without  sufiering  decomposition. 

It  is  black,  and  caked  together,  and  when  submitted  to  pressure 
acquires  lustre,  but  not  the  metaJlic  lustre:  it  yields  a  brown  powder. 

Calpulation.  Benelius, 

V  68-6        „..        68-19        ...,        68-023 

2S 320        ....        31-81        ....        31-977 

VS»  100-6        Z       10000        Z.      100-000 

When  heated  ip  the  air,  it  bums  with  a  blue  sulphurous  flame,  leaving 
a  pellicle  which  is  blue  at  the  edges  and  purple  in  the  centre;  after  pro- 
longed exposure  to  heat,  fused  vanadic  acid  is  obtained.  It  is  converted 
by  nitric  or  nitro-hydrochloric  acid  into  sulphate  of  vanadic  oxide.  It 
is  not  afiected  by  hydrochloric  or  sulphuric  acid.  That  which  is  prepared 
by  the  first  method  is  insoluble  in  solution  of  caustic  potash  or  hydrosul- 
phate of  potash;  but  that  which  is  obtained  by  the  second  dissolves  therein 
with  a  purple  colour,  and  in  a  boiling  solution  of  carbonate  of  potash, 
with  a  brownish  yellow  colour. 

Co7iMnation8,^-a,  With  Boraoio  aoid.-^.  With  more  basic  metallic 
sulphides,  forming  compounds  called  Sulphovanadites.  The  soluble  com- 
pounds with  the  alkali-metals  are  obtained  either  by  saturating  an  alka- 
line yanadite  with  hvdrosulph uric  acid  :  KO,VO'»-h3H9=:KS,VS»H-3HO, 
or  mixed,  either  with  an  alkaline  monohydrosulphate,  or  with  some  other 
salt — by  dissolving  hydrated  vanadic  oxide  in  an  alkaline  byhydrosulphate, 
or  by  mixing  a  ssdt  of  vanadic  oxide  with  au  alkaline  bihydrosulphate. 

«,  g.,  V0« + 2(KS,  HS)  =  KS,  VS»  +  KS  +  2H0 ; 
ftad  I        V0»,  aSO»  +  3(KS,  HS)  =  KS,  V8>  +  2(KO,  S0«)  +  3HS. 

Hence,  when  a  salt  of  vanadic  oxide  is  used,  half  the  hydrosnlphurio 
acid  is  set  free,  so  that  an  alkaline  monohydrosulphate  or  a  metallio 
protosulphide  would  suffice.  The  vanadic  salt  must  be  free  from  excess 
of  vanadic  acid,  and  the  alkaline  hydrosulphate  free  from  excess  of 
sulphur,  to  avoid  the  formation  of  a  compound  of  tersulphide  of  vana- 
dium with  the  alkali-metal. — The  insoluble  sulphovanadites  are  obtained 
by  double  decomposition. — These  compounds  in  the  anhydrous  state  are 
black.  The  sulphovanadites  of  ammonium,  potassium,  and  sodium,  fom% 
with  water  beautiful  purple  solutions,  which  resemble  the  alkaline  per- 
manganates, but  are  rendered  turbid  by  the  presence  of  foreign  heavy 
metallic  sulphides.  The  sulphovanadites  of  barium,  strontium,  and  calcium 
are  reddish-brown^  and  but  sparingly  soluble  in  water. 
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B.  Tersulphidb  op  Vanadium. — Vanadic  Stdphide;  Sulphovanadic 
Jicid. — A  solution  of  vanadic  -acid  in  hydrosulphate  of  ammonia,  or  an 
aqueous  solution  of  a  vanadiate  saturated  with  hydrosulphuric  acid  gas 
is  precipitated  by  an  excess  of  sulphuric  or  hydrochloric  acid. — ^If  too 
small  a  quantity  of  acid  is  added,  a  difficultly  soluble  compound  sepa- 
rates, consisting  of  sulphide  of  the  alkali-metisbl,  with  a  lar^e  excess  of 
tersulphide  of  yanadium.  The  precipitate  is  not  decomposed  by  washing 
and  subsequent  drving. 

Tersulphide  of  vanadium,  when  moist,  is  of  a  lighter  brown  colour 
than  the  bisulphide;  when  dry,  it  is  nearly  black,  though  its  powder  is 
liver-coloured, 

Calcalation.  Berzeliiis* 

V  68-6        ....        68-83        ,...        68647 

38 480        ....         4117         ....        41-353 

VS«   116-6        Z       10000         Z,       100-000 

When  heated  in  a  retort  it  gives  off  its  third  atom  of  sulphur,  and 
leaves  bisulphide  of  vanadium.  It  is  not  decomposed  by  sulphuric  acid. 
It  dissolves  in  caustic  alkalis  and  their  carbonates  and  hydrosulphates, 
forming  reddish  brown  solutions. 

It  combines  with  the  more  electro-positive  metallic  sulphides,  forming 
a  class  of  sulphur-salts  called  Sulphovanadiates. 

Preparation.  1.  An  alkaline  vanadiate  dissolved  in  water  is  satu- 
rated with  hydrosulphurio  acid  or  mixed  with  bihydrosnlphate  of  ammo- 
nia; in  the  latter  case  ammonia  is  set  free  : 

e.g.,  KO,VO»  +  4HS=  KS,VS"  +  4H0. 

2.  Vanadic  acid  is  dissolved  in  an  alkaline  bihydrosnlphate.  In  this 
case,  the  solution  likewise  contains  a  protosulphide  of  the  alkali-metal,  or 
an  alkaline  mono-hydrosulphate : 

e.^.,  V0»  +  3(KS,HS)  =  KS,  VS»  +  2KS  +  3HO.: 

3.  Tersulphide  of  vanadium  is  dissolved  in  a  solution  of  caustic  al- 
kali, or  of  an  alkaline  carbonate  or  hydrosulphate.  When  free  alkali 
or  an  alkaline  carbonate  is  used,  an  alkaline  vanadiate  is  doubtless 
formed  at  the  same  time  : 

e.g.,  4VS»  +  4KO  =  3(KS, VS»)  +  KO,VO». 

4.  Substances  containing  vanadium  are  fused  with  carbonate  of  potash 
and  sulphur.  This  process,  though  it  yields  compounds  of  less  purity 
than  the  preceding,  serves  to  separate  vanadium  from  various  other  com- 
pounds.— 5.  The  insoluble  sulphovanadiates,  those  namely,  of  the  earths, 
and  heavy  metals,  are  prepared  by  precipitating  the  corresponding  soluble 
compounds  with  the  salt  of  an  earth  or  heavy  metal. 

The  sulphovanadiates  in  the  dry  state  are  blackish  brown.  The 
potassium  and  sodium  salts  dissolve  readily  in  water,  forming  reddish 
brown  solutions;  the  barium,  strontium,  and  calcium  salts  dissolve  with 
difficulty;  and  the  rest  are  totally  insoluble.  From  these  solutions,  acids 
in  excess  precipitate  brown  tersulphide  of  vanadium;  but  a  small  portion 
of  the  sulphide  is  decomposed  at  the  moment  of  precipitation  by  hydro- 
chloric acid  (scarcely  any  by  sulphuric  acid),  so  that  the  liquid  appears 
blue.  Alcohol  added  to  an  aqueous  solution  producer  a  dark-red  crystal- 
line precipitate. 
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C.  SuLPnATE  OP  Vanadio  Oxtde. — a.  Baste  Sulphate. — Dilute 
sulpburic  acid,  or  a  somewhat  concentrated  solution  of  the  salt  h,  is 
completely  saturated  at  a  gentle  heat,  with  hydrated  yanadic  oxide,  and 
the  solution  eyaporated  at  a  slightly  eleyated  temperature,  or  in  yacuo 
over  oil  of  vitriol.  The  blue,  translucent,  amorphous  residue,  when  heated 
for  some  time  at  a  temperature  of  100^,  becomes  brown,  but  continues 
soluble  in  water,  with  which  it  forms  a  blue  solution.  If  the  solution  is 
allowed  to  evaporate  spontaneously  in  the  air,  it  turns  green,  and  when 
further  concentrated,  deposits  a  green  oxide;  the  supernatant  blue  liquid 
is  a  concentrated  solution  of  the  salt  h. 

h.  Bitulphate, — Yanadic  acid,  or  vanadic  oxide  obtained  by  igniting 
yanadiate  of  ammonia,  is  dissolved  in  a  warm  mixture  of  equal  parts  of 
oil  of  vitriol  and  water,  and  oxalic  acid  added  to  the  solution  as  long  afi 
carbonic  acid  is  evolved;  or  the  solution  is  diluted  with  water — hydro* 
sulphuric  acid  gas  passed  through  it  till  the  whole  of  the  vanadic  acid  is 
reduced  to  vanadic  oxide — and  the  filtrate  evaporated  to  a  small  bulk. 
From  the  pale  blue  crystalline  crust  thus  obtained,  which  is  most  pro- 
bably an  acid  salt,  since  alcohol  removes  acid  from  it,  the  acid  mother- 
liquor  still  containing  a  portion  of  salt,  is  decanted;  the  crust  washed 
several  times  with  alcohol,  and  then  left  in  contact  with  alcohol  for  some 
time.  The  salt  thus  treated  swells  up,  and  is  converted  into  a  sky-blue 
bulky  powder,  consisting  of  small  crystalline  scales.  This  powder  is 
thrown  on  a  filter  and  washed  with  absolute  alcohol — which  acquires  a 
blue  colour  by  dissolving  a  trace  of  the  salt — ^and  then  dried  in  vacuo,  over 
chloride  of  calcium  or  oil  of  vitriol.  In  a  warm  moist  atmosphere,  the 
dry  salt  deliquesces  to  a  syrup;  and  if  this  syrup  be  exposed  to  the  air  at 
ordinary  temperatures,  it  slowly  deposits  right  rhombic  prisms,  truncated 
at  the  acute  summits,  and  haviug  the  colour  of  blue  vitriol.  The  presence 
of  a  slight  excess  of  sulphuric  acid  facilitates  the  crystallization. 

Anhydrous.  Crystallized.  Berzeliu. 

V0» 84-6     ....     51-4            VQS 846     ...     42-17  ....     4136 

2SO'    80-0    ....     48-6            2SO»    800    ....     39*88  ....    4052 

4HO    360    ....     17-95  ....     1812 

VO»,2SO»     164-6     ....  100-0  +4Aq 2006     ....  10000     ....  10000 

The  pulverulent  salt  obtained  by  the  use  of  alcohol  has  the  same 
composition  as  the  crystallized  salt. 

The  salt  when  ignited  in  a  retort  yields  water,  then  sulphurous  acid, 
and  lastly,  anhydrous  sulphuric  acid,  leaving  a  residue  of  pure  fused  vana- 
dic acid.  Agitated  with  water  at  10°,  it  remains  suspended,  and  takes  a 
long  time  to  dissolve,  so  that  even  after  twelve  hours  a  portion  still 
remains  undissolved.  It  dissolves  rapidly  in  water  at  60°,  and  still  more 
rapidly  in  boiling  water.  In  warm  moist  air,  it  deliquesces  more  readily 
than  it  dissolves  in  water  at  10°.  The  solution  is  blue.  Absolute  alcohol 
dissolves  the  salt  imperfectly.  In  alcohol  of  specific  gravity  0*833  it  is 
easily  soluble. 


D.  SuLPHATB  OP  Vanadic  Acid.— a.  Bade  StUphate, — Formed  by 
boiling  a  dilute  aqueous  solution  of  c  till  it  becomes  turbid,  and  collecting 
the  precipitate  on  a  filter. 

h.  Bisulpkate, — VO',  2S0'.  Formed  when  a  solution  of  bisulphate  of 
yanadic  oxide  in  nitric  acid  is  evaporated  to  dryness.  Red,  deliquescent, 
saline  mass,  which  dissolves  in  water,  yielding  an  almost  colourless 
solution. 
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e.  Termlphate.'^Y 0^,SSO\  Vanadio  acid  is  dissolved  in  a  hot 
mixture  of  oil  of  vitriol  with  half  its  weight  of  water,  and  the  excess  of 
sulphuric  acid  expelled  at  as  low  a  temperature  as  possible  over  the  flame 
of  a  spirit  lamp,  the  heat  being  removed  as  soon  as  the  vapour  of 
sulphuric  acid  ceases  to  be  evolved.  The  salt  separates  in  small,  red- 
brown,  crystalliue  scales,  which  rapidly  deliquesce  in  the  air,  and  form 
a  brownish-red  syrup,  miscible  with  water  or  alcohol,  without  turbidity; 
but  the  aqueous  mixturci  when  boiled,  deposits  the  salt  a,  while  the  salt  d 
remains  in  solution. 

d.  Acid  Sulphate. — The  above-menlioned  solution  filtered  from  the 
salt  a,  leaves  a  red  syrup  when  evaporated. 

£!.  BoRATB  OF  Bisulphide  op  Vanadivh. — When  hydrosulphnric 
acid  gas  is  passed  through  a  solution  of  qnadroborate  of  vanadic  oxide,  a 
transparent,  dark  yellowish  brown  solution  of  bisulphide  of  vanadium  in 
boracic  acid  is  obtained,  from  which  a  small  quantity  of  sulphuric  acid 
precipitates  the  sulphide  of  vanadium,  decolorizing  the  liquid  at  the 
same  time*  When  exposed  to  the  air,  it  gradually  assumes  a  lighter 
colour,  passing  into  ffreen,  and  leaves  on  evaporation  a  dark  green 
mixture  of  green  oxide  of  vanadium^  sulphur,  and  crystallised  boracic 
acid. 

Vaitabium  and  Igoinb. 

Htdratbd  Bikiodibb  op  Vanadium,  or  Bi-htdriodatb  of  Vaka- 
dig  Oxidb. — Red-hot  vanadium  does  not  act  on  vaponr  of  iodine.  The 
blue  solution  of  vanadic  oxide  in  aqueous  hydriodic  acid  rapidly  assumes 
a  green  colour  whelt  exposed  to  the  air,  and  when  spontaneously  evapo- 
rated, leaves  a  brown,  semi-fluid  mass,  which  dissolves  in  water,  forming 
a  blackish  brown  solution,  and  gives  off  iodine  vapour  when  treated  with 
oil  of  vitriol. 

Vanadium  and  Bromine. 

HtDRATED  titBROMIDE  OF  VaNADIUM,  Or  Bl-HYDROBROMATE  OF  VaNA- 

DIG  OxiDB.-^The  blue  solution  of  vanadic  oxide  in  aqueous  hydrobromic 
acid  turns  green  during  spontaneous  evaporation.  In  vacuo  it  dries  up  to 
a  blue  gum,  which,  when  gently  heated,  assumes  a  violet-brown  colour,  but 
still  continues  almost  wholly  soluble  in  water.  Alcohol  precipitates  the 
compound  from  the  syrupy  aqueous  solution  in  the  form  of  a  jelly,  which 
again  dissolves  as  the  iJcoliol  evaporates. 


Vakadium  and  Chlobinb. 

A.  Aqueous  Bighloride  of  Vanadium,  or  Bi-HYDROoHLOBAn  of 
Vanadig  Oxide.*— a.  Blue  modification, — Vanadic  acid  heated  with  con- 
centrated hydrochloric  acid,  dissolves  as  vanadio  oxide,  with  evolution  of 
chlorine.  To  convert  the  undissolved  portion  of  the  vanadic  acid  into 
oxide,  and  thereby  effect  its  solution,  the  liquid  is  digested  with  metallic 
vanadium  or  the  sub-oxide,  or  with  sugar  or  alcohol,  or  exposed  to  the 
action  of  hydrosulphnric  acid  gas.  The  blue  solution  leaves  on  evapora- 
tion a  blue  syrup,  showing  no  traces  of  crystallisation;  when  completely 
dried  at  a  gentle  heat,  it  gives  off  hydrochloric  acid,  and  leaves  a  broirn 
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residue  chiefly  consisting  of  hcuic  salt.     A  concentrated  solution  of  the 
bi-acid  salt  is  not  precipitated  by  alcohol. 

b.  Broum  modification. — Vanadic  oxide  prepared  by  igniting  yana- 
diate  of  ammonia  in  a  covered  crucible,  is  dissolved  to  saturation  ii\  con- 
centrated hydrochloric  acid.  In  this  case,  also,  chlori&e  Is  disen^tged, 
because  the  oxide  contains  vanadic  acid  mixed  with  it.  The  dark  browti 
solution  thus  obtained  does  not  dry  up  by  spontaneous  evaporation,  but 
leaves  a  black  mobile  liquid,  which  again  forms  a  transparent  brotVft 
solution  with  water.  When  evaporated  with  the  aid  of  heat,  it  gradually 
turns  blue;  and  when  mixed  in  a  sufficiently  concentrated  state  with  a 
small  quantity  of  sulphuric  acid,  it  is  immediately  converted  into  the 
blue  modification  without  evolution  of  gas  or  precipitation. 

B.  Terchloride  op  Vanadium. — Perehloride  of  Vanadium, — Vana- 
dium at  a  red  heat  bums  in  chlorine  sas,  forming  a  greenish  yellow 
vapour  which  condenses  to  a  brown  red  liquid.  (Johnston.) — Prepared 
by  passing  chlorine  gas  over  a  red-hot  mixture  of  suboxide  of  vanadium 
and  charcoal.  To  purify  the  condensed  dark  yellow  liquid  from  excess 
of  chlorine,  atmospheric  air  dried  by  chloride  of^^calcinm  is  passed  through 
the  apparatus  as  soon  as  it  is  cold,  till  it  no  longer  smells  of  chlorine 
but  only  of  hydrochloric  acid.  As  the  air  carries  alone  with  it  small 
portions  of  the  chloride  of  vanadium,  it  is  passed  into  a  dilute  solution  of 
ammonia  to  prevent  any  loss  of  vansidium. — Terchloride  of  vanadium  is  a 
pale  yellow  liquid,  whose  boiling  point  is  above  100°. 

Caknikticni.  Bendiiifl. 

V  68-6        ....        39-25 

aa    106-2        ....        60-76        ....        67-64 

VC1« 174-8        Z       100-00 

Terchloride  of  vanadium  may  be  boiled  over  potassium  without  suffer- 
ing decomposition;  but  potassium  takes  fire  when  strongly  heated  in 
vapour  of  terchloride  of  vanadium,  forming  chloride  of  potassium  and 
separating  the  vanadium.  In  the  air,  terchloride  of  vanadium  emits  a 
yellowish  red  cloud,  being  converted  by  the  moisture  present  into  hydro- 
ehloric  acid  and  vanadic  acid,  the  latter  of  which  separates  in  a  finely 
divided  state;  it  likewise  deliquesces  rapidly,  and  forms  a  dense  red 
liquid  covered  with  vanadic  acid :  a  small  quantity  of  water  renders  it 
turbid,  by  separating  a  portion  of  the  vanadic  acid  produced,  which  like- 
wise contains  traces  of  hydrochloric  acid.  With  a  larger  quantity  of 
water  it  forms  a  transparent,  pale  yellow  solution,  having  the  taste  of 
sesquichloride  of  iron,  which,  in  a  few  days,  or  more  rapidly  when  heated, 
becomes  green  and  then  blue,  evolving  chlorine  and  forming  bichloride 
of  vanadinm,  and  acts  as  a  solvent  on  gold.  A  similar  solution  is  obtained 
by  dissolving  vanadic  acid  in  cold  concentrated  hydrochloric  acid.  Ter- 
enloride  of  vanadinm  forms  with  absolute  alcohol  a  transparent,  red 
mixture,  which,  however,  changes  colour  more  rapidly  than  the  aqueous 
solution,  passing  into  green  and  blue,  and  forming  hydrochloric  ether. 
Terchloride  of  vanadium,  when  free  from  water,  does  not  dissolve  either 
vanadium  or  any  other  heavy  metals.  It  remains  unaltered  when  its 
vapour  is  passed  over  a  red-hot  mixture  of  suboxide  of  vanadium  and 
charooaL 
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Vanadium  and  Fluorine. 

A.  BiFLuoRiDE  OF  Vanadium,  and  Bi-hydrofluatb  of  Vanadic 
Oxide. — The  blue  solution  of  yanadic  oxide  in  aqueous  hjdrofluorio  acid^ 
leaves  on  eraporation  a  brown  mass,  perfectly  soluble  in  water;  when 
evaporated  spontaneously,  it  leaves  a  greenish  syrup^  from  which  green 
crystals  are  deposited.  The  crystals  dissolve  in  absolute  alcohol,  yield- 
ing A  greenish  solution  which  is  turned  blue  by  hydrosulphuric  acid. 
Bifluoride  of  vanadium  combines  with  the  fluorides  of  potassium  and 
sodium. 

B.  Ter-fluoride  of  Vanadium  and  Ter-hydrofluate  of  Vanadic 
OXIDE. — When  a  mixture  of  fluoride  of  sodium  and  vanadiate  of  soda  is 
heated  with  oil  of  vitriol,  nothing  but  hydrofluoric  acid  is  disengaged, 
the  vanadic  acid  remaining  with  the  acid  sulphate  of  soda.  Moderately 
warm  hydrofluoric  acid  readily  dissolves  vanadic  acid,  forming  a  colour- 
less solution,  which,  if  evaporated  below  40®,  leaves  a  colourless  mass  of 
salt  perfectly  soluble  in  water.  The  salt  loses  part  of  its  acid  when 
stronglj)r  heated,  yielding  a  red  mass  which  still  forms  a  colourless  solu- 
tion with  water;  at  a  still  higher  temperature,  the  whole  of  the  hydro- 
fluoric acid  is  expelled^  leaving  pure  vanadic  acid. 


Vanadium  and  Nitrogen. 

A.  Nitrate  of  Vanadic  Oxide. — Vanadium,  suboxide  of  vanadium, 
or  hydrated  vanadic  oxide,  is  dissolved  in  nitric  acid.  The  oxide  present 
in  the  blue  solution  thus  obtained  does  not  absorb  more  oxygen  from  the 
nitric  acid,  even  at  a  boiling  heat;  but  when  spontaneously  evaporated, 
it  becomes  green,  ultimately  decomposing  the  nitric  acid,  and  drying  up 
to  a  red  mass  of  vanadic  acid,  which  still  retains  a  portion  of  the  nitric 
acid. 

B.  Nitrate  of  Vanadic  AciD.*^Dilute  nitric  acid  dissolves  a  small 
quantity  of  vanadic  acid;  the  yellowish  solution,  when  spontaneously 
evaporated,  leaves  a  reddish  mass,  from  which  water  still  dissolves  out  a 
small  quantity  of  nitrate  of  vanadic  acid. 

■ 

C.  Vanadite  of  Ammonia. — To  the  gently  heated  solution  of  a  salt 
of  vanadic  oxide,  ammonia  is  added  in  excess  till  the  precipitate  first 
produced  is  again  dissolved  with  a  blackish  brown  colour.  The  solution 
is  then  allowed  to  cool  slowly  in  a  well  closed  vessel.  The  vanadite  of 
ammonia  separates  as  a  brown  crystalline  powder,  leaving  the  super- 
natant ammoniacal  liquid  colourless.  The  salt  dissolves  in  water,  forming 
a  brown  solution,  and  is  again  precipitated  in  the  form  of  a  brown  powder 
by  ammonia.  If  the  aqueous  solution  is  evaporated  in  vacuo  over 
chloride  of  calcium,  ammonia  is  evolved,  and  a  brown  mass  left,  which  is 
no  longer  soluble  in  water. 

D.  Hypovanadiate  of  Ammonia. — A  compound  of  ammonia  with 
vanadous  acid  and  vanadic  acid.  When  a  solution  of  hydrated  vanadic 
oxide  in  carbonate  of  ammonia  is  exposed  to  the  air  m  a  tall  narrow 
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cylinder^  blackish  green^  radiating  ciysials  are  deposited  at  tka  bottom  of 
the  vessel.  Caustic  ammonia,  and  carbonate  of  ammonia,  added  to  the 
green  aqueous  solution  of  the  green  oxide,  form  a  green  mixture. 

E.  Vanadiate  of  Ammonia. — a.  Monovanadiate, — a.  White  modir 
^cation, — 1.  The  reddish  yellow  solution  of  bivanadiate  of  ammonia, 
prepared  by  digesting  yanadic  acid  with  ammonia  in  a  dose  yessel,  is 
supersaturated  with  ammonia,  and  the  yellow  mixture  warmed  till  it 
becomes  colourless.  The  liquid  is  then  left  to  eyaporate  spontaneously, 
or  the  salt  is  precipitated  by  alcohol. — 2.  A  lump  of  sal-ammoniac,  more 
than  sufficient  for  saturation,  is  placed  in  a  solution  of  monovanadiate  of 
pot^jsh  or  soda.  The  yanadiate  of  ammonia  separates  almost  entirely 
from  the  solution,  because  it  is  insoluble  in  water  saturated  with  salr 
ammoniac.  The  portion  which  remains  dissolved  may  be  precipitated  by 
alcohol,  or  else  as  sulphide  of  vanadium,  by  mixing  it  first  with  an  alkaline 
bihydrosulphate  and  then  with  an  acid.  The  white  erystalline  powder  is 
washed  first  with  a  saturated  solution  of  sal-ammoniac,  and  then  with 
alcohol  of  60  per  cent.;  after  which  it  is  dissolved  in  boiling  water  con- 
taining ammonia,  the  solution  cooled  to  the  crystallizing  point;  and  the 
salt  dried  at  a  temperature  between  20^  and  30°. 

Colourless,  translucent^  crystalline-granular  crust. 

The  CryitalUzed  talt  dried  at  eo"".  Berselios. 

NH» 170  ....  14-33 

VO» 92-6  ....  7808  ....  77.59 

HO 90  ....  7-59 

NH<0,VO» ....  118-6  Z.  10000 

The  salt,  when  moderately  heated,  evolves  ammonia  and]  becomes 
lemon-coloured;  at  a  higher  temperature,  it  turns  brown;  and  when 
heated  to  redness,  evolves  ammonia,  nitrogen,  and  water,  and  leaves 
vanadiate  of  vanadic  oxide.  If  strongly  ignited  in  a  covered  crucible,  it 
leaves  a  mixture  of  suboxide  of  vanadium,  vanadic  oxide,  and  vanadiate 
of  vanadic  oxide :  hence  the  residue  imparts  a  green  colour  to  water.  A 
boiling  solution  of  ammonia  removes  the  vanadic  acid,  sulphuric  acid 
dissolves  out  the  vanadic  oxide,  and  the  suboxide  is  left  behind.  In  this 
case,  the  liberated  ammonia  exerts  a  deoxidizing  action  on  that  portion 
of  vanadic  acid  which  first  gives  up  its  ammonia  and  is  first  heated;  for 
the  reduction  of  the  portions  of  vanadic  acid  which  are  last  set  free  and 
heated,  the  quantity  of  ammonia  present  is  insufficient.  The  salt  dissolves 
very  slowly  and  sparingly  in  cold  water,  forming  a  colourless  solution;  but 
in  boiling  water  it  dissolves  more  quickly,  and  colours  the  liquid  yellow. 
The  yellow  colour  does  not  appear  to  arise  from  loss  of  ammonia;  for  it 
is  likewise  produced  when  the  salt  is  placed  in  contact  with  cold  water  in 
a  stoppered  bottle^  and  the  bottle  subsequently  immersed  in  boiling  water. 
The  yellow  solution  is  precipitated  yellow  by  sal-ammoniac  or  alcohol,  but 
becomes  colourless  on  the  addition  of  ammonia;  after  which,  sal-ammoniac 
throws  down  a  white  precipitate.  With  infusion  of  galls,  the  aaneous  so- 
lution yields  a  black  liquid,  which  may  be  used  as  a  nearly  insoluble  ink. 

/3.  YdUno  modificatum, — The  process  is  the  same  as  in  the  first  method 
for  preparing  the  white  modification — excepting  that  the  yellow  solution, 
instead  of  being  first  heated  till  its  colour  disappears,  i^  at  oQce  left  to 
evaporate  spontaneously.  Indistinct,  lemon-yellow  crystals  ar/e  obtained, 
which  dissolve  in  water  without  chimge  of  colour,  and  are  again  precipi- 
tated by  alcohol. 
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h.  StvanadiaU,'^!,  Aqueous  ammonia  is  saturated  with  ranadie  acid 
in  a  bottle  which  is  closed  and  warmed,  and  the  solution  left  to  evaporate. 
— 2.  Or  better :  concentrated  acetic  acid  is  added  in  small  quantities  at  a 
time,  and  with  frequent  stirring,  to  an  almost  boiling  solution  of  the  simple 
salt,  till  the  precipitate  first  JFormed  is  redissolved;  and  the  aurora-red 
solution  is  left  to  cool  till  it  crystallizes.  The  salt  forms  aurora-red, 
transparent  crystals,  soluble  in  water,  from  which  they  are  again  precipi- 
tated by  alcohol  in  the  form  of  a  lemon-yellow  powder. 

c.  iVith  excess  of  acid — A  solution  of  bivanadiate  of  ammonia  mixed 
with  hydrochloric  acid,  and  evaporated  at  a  temperature  between  30**  and 
40^  till  it  becomes  colourless,  and  afterwards  at  ordinary  temperatures, 
deposits  very  small,  cubical,  brown  grains,  consisting  of  a  mixture  of  acid 
vauadiate  oi  ammonia  and  basic  hydrochlorate  of  vanadic  oxide. 

F.  Carbonate  of  Vanadic  Oxidb  and  Ammonia. — The  blue  solution 
of  vanadic  oxide  in  excess  of  bicarbonate  of  ammonia. 

G.  Bisulphide  of  Vanadium  and  Htdrosulphatb  of  Ammonia.^ 
In  the  dry  state  this  compound  is  black;  when  dissolved,  it  forms  a  beau- 
tiful purple- red  solution. 

H.  Tersulphide  of  Vanadium  -h  Hydrosulphate  of  Ammonia. 
—  A  solution  of  vanadic  acid  in  bihydrosulphate  of  ammonia  rapidly 
evaporated,  deposits  a  whitish  grey  mixture  of  sulphur  and  sulphovana- 
diate  of  ammonium,  with  excess  of  tersulphide  of  vanadium.  This  preci- 
pitate yields,  on  distillation,  water,  sulphur,  and  hydrosulphate  of 
ammonia. 

I.  Basic  Hydrobromate  of  Vanadic  Oxide  and  Ammonia. — 
Thrown  down  by  ammonia  from  a  solution  of  hydrobromate  of  vanadio 
oxide,  in  the  form  of  a  greenish  grey  precipitate. 

K.  Basic  Hydrochlorate  of  Vanadic  Oxide  and  Ammonia.-— 
Ammonia  gives  with  hydrochlorate  of  vanadic  oxide  a  greenish  grey 
precipitate,  insoluble  in  water. 

L.  Terchloridb  of  Vanadium  +  Ammonia.  —  Terchloride  of 
vanadium  rapidly  absorbs  ammoniacal  gas,  with  great  elevation  of  tempe- 
rature, and  is  converted  into  a  white,  uncrYStalliziu)le  mass,  which  is  partly 
sublimed  by  the  heat  evolved.  Heated  in  a  current  of  ammoniacal  gaSi 
it  is  decomposed,  even  below  redness,  into  nitrogen  gas,  water,  and  metallic 
vanadium  (p.  81,  3). 

Vanadium  and  Potassium. 

A.  Vanadite  of  Potash.— a  hot  solution  of  sulphate  or  hydrochlor* 
ate  of  vanadic  oxide  is  mixed  with  a  slight  excess  of  caustic  potash,  and 
the  mixture  left  to  cool  in  a  close  vessel, — ^wheseupon  brilliant,  brownish^ 
crystalline  scales  are  deposited,  and  the  colour  of  the  liquid  changes  from 
brown  to  pale  yellow.  If  sulphate  of  vanadic  oxide  has  been  used,  the 
crystals  are  washed,  first  with  solution  of  potash,  and  then  with  alcohol, 
and  lastly  pressed  out  and  dried  in  vacuo.  The  salt  forms  a  brown  mass 
having  a  pearly  lustre  and  permanent  in  the  air.  It  is  very  soluble  in 
water,  and  yields  an  opaque  brown  solution.  This  solution  is  decoloriied 
by  exposure  to  the  air,  from  formation  of  vanadiate  of  potash.  An  excess 
of  potash  precipitates  vanadiate  of  potash  from  the  brown  solution,  in  the 
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form  of  a  brown  powder,  which  redlssolves  on  the  application  of  heat, 
but  again  separates  for  the  most  part  on  cooling,  so  that  the  liquid  retains 
only  a  pale  yellow  colour, 

B.  Hypovanadiatb  op  PoTASH.^-See  the  behaviour  of  the  green 
oxide  with  potash  (p.  85,  d). 

0.  Vanadiate  op  Potash. — a,  Monavanadiate. — The  colourless  solu- 
tion left  to  evaporate  spontaneously,  leaves  first  a  syrup,  and  then  a  milk- 
white,  earthy  mass.  Any  excess  of  potash  present  may  be  removed  by 
cold  water,  as  the  salt  itself  is  difficultly  soluble  in  water,  especially  if  it 
contains  free  potash.  The  salt  fuses  readily,  forming  a  transparent, 
yellow  liquid,  which  on  cooling  solidifies  in  a  white  mass.  It  dissolves 
slowly  in  cold  but  more  rapidly  in  boiling  water. — No  ydUno  modification 
of  vanadiate  of  potash  \b  known  to  exist. 

6.  BivanadiaU, — 1.  The  salt  a  is  fused  with  vanadic  acid  in  atomic 
proportions. — 2.  The  salt  a  is  boiled  with  vanadic  acid  in  water. — In 
both  these  processes  monovanadiate  of  potash  remains  mixed  with  the 
bivanadiate. — 3.  Or  better :  to  a  nearly  boiling  aqueous  solution  of  the 
salt  a,  small  portions  of  strong  acetic  acid  are  gradually  added,  with 
constant  stirring,  till  the  precipitate  first  formed  is  redissolved.  The 
liquid  is  then  filtered,  if  any  separation  of  silica  has  taken  place;  the 
aurora-red  solution — which  if  too  dilute  must  be  first  concentrated — ^is 
mixed  with  alcohol;  the  resulting  precipitate  washed  with  alcohol,  and 
dissolved  in  boiling  water;  and  the  liquid  left  to  cool  till  it  crystallizes. 
The  crystals  are  dehydrated  by  heat. 

The  anhydrous  salt  is  brick-red;  fuses  with  tolerable  facility,  and 
solidifies  in  a  yellow  mass  on  cooling.  The  crystallized  salt  appears 
sometimes  in  orange-yellow  laminsd  collected  together  into  a  crust, 
sometimes  in  lemon-yellow  scales  having  an  almost  metallic  lustre.  The 
crystallized  salt  dissolves  sparingly  in  cold,  but  much  more  abundantly 
in  hot  water.  In  larger  quantities  of  hot  water  it  dissolves  without 
alteration,  but  a  small  quantity  of  hot  water  dissolves  out  a  mixture 
of  monovanadiate  and  bivanadiate  of  potash,  leaving  a  hyper-acid  salt 
undissolved.  If  the  salt  is  previously  fused  or  dehydrated,  the  hyper- 
acid salt  is  almost  always  separated  on  treating  it  with  water.  The 
hot  solution  as  it  cools,  deposits  the  greater  part  of  the  bivanadiate, 
while  the  monovanadiate  remains  dissolved.  When  caustic  potash  is 
mixed  with  a  hot  concentrated  solution  of  bivanadiate  of  pQtash,  the 
liquid  becomes  colourless,  and  monovanadiate  of  potash  is  formed.  But 
if  the  mixture  is  made  in  tlie  cold,  the  liquid  becomes  turbid  after  a 
certain  quantity  of  potash  has  been  added,  and  deposits  scaly  crystals  of 
the  bivanadiate,  the  rest  of  which  may  be  precipitated  by  alcohol  in 
the  form  of  a  yellow  powder.  This  powder,  however,  is  coloured  green 
by  the  action  of  the  alcohol,  and  forms  a  dark  green  solution  in  water; 
but  on  evaporating  the  solution,  the  characteristic  yellow  of  bivanadiate  of 
potash  is  again  produced. 

Anhydrout,  Crystallized,  BerzeUua* 

KG  47-2    ....     20-31            KG 472     ....     18-20)  qq -« 

2V0a   185-2     ....     79-69            2VG»   1852     ....     71-39)  '  *     °^  ^^ 

3HG    270     ....     10-41  ....     1042 


•  ■• » 


KO,2VO»....    232-4     ....  100*00  +3Aq 259.4     ....  100"00     ....  100-00 

c.  Hyper-add  vanadiate, — The  substance  which  remains  undissolve4 
on  treating  the  salt  h  with  a  small  quantity  of  hot  water. 

h2 
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D.  Garbonatb  op  Vanadio  Oxidb  and  PoTAflH.— Prepared  likd 
the  corresponding  ammoniarsalt 

E.  SuLPHo-YANADiTE  OF  PoTASSiuM.— The  black  compound  dissolves 
in  water^  yielding  a  bright  purple-red  solution. 

F.  SuLPHOTAKADiATB  OF  PoTASSiuii.— Separated  by  alcohol  from  its 
reddish-brown  aqneoos  solntion,  in  the  form  of  a  soBurlet  preeipitatOi 
which  is  tamed  orown  by  washing  with  alcohol.  When  the  a<|ueou8 
solution  is  evaporated  in  yaono,  a  blackish-brown  earthy  mass  is  left 
which  redissolves  in  water. 

G.  SiTLFHATB  OF  Van ADio  OxiDB  AiTD  PoTASQ. — Sulphate  of  potash 
dissolved  in  water  is  mixed  with  a  slight  excess  of  sulphate  of  vanadic 
oxide^  the  mixture  evaporated  to  a  syrupy  oonsiitencey  and  the  salt  preci- 
pitated by  alcohol.  The  precipitate  ie  li^t  blue  and  very  soluble  in  water. 
Or,  one  atom  of  KO^SO*  is  dissolved  in  water,  together  with  one  atom  of 
VO',  2S0'.  The  solution  dries  up  to  a  pale  blue,  opaoue,  gummy  mass, 
which  oontinuee  soft  for  a  long  time,  but  at  length  hardens  and  exhibits 
a  conchoidal  fracture. 

H.  Sulphate  of  Vavadic  Aoid  akd  Potash.— An  aqueous  sola* 
iton  of  monovanadiate  of  potash  mixed  with  a  small  quantity  of  sulphuric 
acid  and  left  to  evaporate  spontaneoujd^,  becames  first  red,  then 
colourless,  and  lastly  deposits  very  small  aeicular  crystals  collected  toge- 
ther into  roandish  masses,  which  dissolve  very  sparingly  in  water,  and 
are  insoluble  in  alcohol. 

I.   BiFLUOBIDB    OF    VaKADIUM    WITH    FlUOBIDB   OF    PoTASSIUM. — ^A 

blue  compound,  readily  soluble  in  water  bat  insoluble  in  alcohol. 


Vanadium  ajvo  Sodium. 

A.  Vakadiatb  OF  Soda.— -a.  M(movanadiate,^^pTepared  like  the 
potash  tali. 

5.  Biwmadiaie. — Large,  transparent,  anrorarred  crystals,  which  turn 
yeUow  in  the  air  from  efflorescence,  are  more  soluble  in  water  than 
the  jMtash  salt,  and  completely  precipitated  by  alcohol  from  the  aqueous 
solution.  Vanadic  acid,  when  nised  widi  carbonate  of  soda  before  the 
blowpipe,  sinks  into  tiie  charcoal 

B.  Vanadic  Mid  dissolves  in  borax  in  the  outer  blowpipe  flame,  forming 
a  yellow  bead,  which  becomes  green  in  the  deoxidizing  name,— or,  if  the 
bead  is  tolerably  saturated,  brownish  while  hot,  and  green  on  cooling. 
In  the  outer  flame,  the  green  colour  is  reconverted  into  yellow;  but  if  the 
ouantitjr  of  vanadium  is  small,  it  disappears  entirely*  (This  character 
distinguishes  vanadium  from  chromium.) 

C.  Phobphatb  of  Vanadio  Acid  and  Soda. — An  aqueous  solution 
of  phosphate  of  soda  and  phosphate  of  vanadic  oxide,  evaporated  with 
nitric  acid  at  a  gentle  heat,  becomes  colourless,  and  deposits  laree  lemon- 
yellow  grains  and  lumps,  composed  of  small  aeicular  crystals,  which  may 
be  purified  from  the  mother-liquor  by  washing  with  cold  water.    The 
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compound  dissolves  very  slowly  in  water,  forming  a  yellow  solution, 
which  does  not  again  yield  crystals  on  eyaporation,  but  dries  up  to  a 
yellow  varnish  still  soluble  in  water. 

With  mioroeosmio  salt,  ranadio  acid  behaves  before  the  blowpipe  as 
with  borax. 

D.  BiVLVORtDB  OF  Vakadivm  +  Fluoridb  op  Sodxvm.^-A  blue 
compound,  readily  dissolred  by  water,  but  insoluble  in  alcohol. 

Vanadiuh  and  Lithium. 


Vanabiatb  of  Lithia. — a.  Monovanadiate, — This  salt  crystallizes 
out  from  an  aqueous  solution  evaporated  to  a  syrupy  consistence,  in  small, 
colourless  needles,  collected  together  in  dense,  rounded  masses;  it  is  very 
soluble  in  water. 

6.  ^i9ana(fia^6.— Deposited  from  the  yellow,  syrupy  solution  in  large, 
anrorarred  crystals,  which  effloresce  in  dry  air,  and  are  bat  very  imper- 
fectly  precipitated  from  an  aqueous  solution  by  alcohol-^because  the  salt^ 
though  insoluble  in  absolute  alcohol,  dissolves  to  some  extent  in  ordinary 
spirit  of  wine. 

VANADnrif  AND  Babium. 


A.  Vanadiate  of  Baryta. — a.  Bade  TanadiaJU. — An  aqueous  solu- 
tion of  h  gives  with  baryta-water,  after  a  while,  a  yellow  precipitate 
which  subsequently  becomes  white. 

h,  Monovanadiate, — An  aqueous  solution  of  the  colourless  monovana- 
diate of  ammonia  mixed  with  chloride  of  barium,  rapidly  turns  yeUow, 
and  yields  a  yellow,  gelatinous  precipitate,  which,  at  ordinary  tempera- 
tures, becomes  white  after  a  few  hours, — ^but  if  the  mixture,  is  heated, 
immediately  turns  white  and  increases  in  density.  The  white  and  the 
yellow  precipitate  have  the  same  composition.  When  ignited,  the  salt 
loses  its  water  of  crystallization,  and  appears  yellow  while  hot  and  white 
on  cooling.  At  a  full  red  heat,  it  fuses  to  a  yellowish  brown  mass  resem- 
bling colophony.  Before  ignition,  the  salt  dissolves  sparingly  in  water, 
the  white  variety  yielding  a  colourless,  and  the  yellow  variety  a  yellow 
solution.  The  solution,  when  spontaneously  evaporated,  deposits  small, 
white,  crystalline  grains.  The  salt  dissolves  in  oil  of  vitriol,  forming  a 
red  solution. 

Anhydrwu,                              Ihied  at  60^.  Berzeliiif  • 

BaO 76'6     ....     45-27         BaC...  76*6     ....     42*98  ....  4225     to    43'24 

VO» 92-6     ....     54-73        VO»....  92-6    ....    51-97  ....  5090     „     51-31 

HO  ....       9-0     ....       505  ....  5-79     „       556 

BaO,VO»  169-2    ....  10000         +Aq.    178-2    ....  100*00    ....     98-94   ....  10011 

c.  BivanadtaU. — The  transparent  solution  obtained  on  dissolving 
bivanadiate  of  potash  and  chloride  of  barium  in  water,  deposits,  by  spon- 
taneous evaporation,  short,  orange-yellow  prisms,  or — if  mixed  with 
alcohol  till  it  is  rendered  slightly  turbid — brilliant,  lemon-yellow  scales. 
The  compound  is  difficultly  soluble  in  water. 

B.  Sulphovanadiatb  op  Barium. — This  compound  may  be  obtained 
in  the  crystalline  form;  it  is  elightly  soluble  in  water,  and  can  therefore 
be  precipitated  only  from  concentrated  solutions. 
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Vanadium  and  Strontium. 

A.  Vanadiate  op  Strontia. — a.  Basic  Fanodftate.— Prepared  like 
the  baryta-salt. 

b.  MonovanadiaU, — Similar  to  the  baryta-salt^  bat  somewhat  more 
soluble;  hence  the  white  cryBtalline-granular  precipitate  which  mono- 
vanadiate  of  ammonia  gives  with  chloride  of  strontium,  does  not  appear 
till  after  some  time.     No  yellow  vanadiate  of  strontia  is  known  to  exist. 

c.  BivanadicUe. — Brilliant,  orange-yellow  crystals,  more  soluble  than 
the  corresponding  baryta-salt. 

B.  SuLPHovANADiATE  OF  Strontium. — Rcsembles  the  barium  com- 
pound. 

Vanadium  and  Calcium. 


A.  Vanadiate  of  Lime.— a.  Basic  Vanadiate. — Prepared  in  the 
same  manner  as  the  baryta  compound;  it  is,  however,  more  slowly 
deposited. 

b.  Monovanadiate, — More  soluble  even  than  the  strontia-salt;  sepa- 
rates in  the  form  of  a  white  or  yellowish  crust  on  slowly  evaporating  the 
mixed  aqueous  solutions  of  monovanadiate  of  ammonia  and  chloride  of 
calcium.  It  is  but  imperfectly  precipitated  by  alcohol  from  an  aqueous 
solution. 

c.  Bivanadiate, — This  salt  forms  large,  aurora-red  crystals,  which  do 
not  effloresce  but  are  readily  soluble  in  water. 

B.  Sulfhotanadiatb  of  Calcium.— Prepared  like  the  barium  com- 
pound. 

Vanadium  and  Magnesium. 

Vanadiate  op  Magnesia. — a,  Monovanadiate. — Formed  by  boiling 
magnesia  alba  with  vanadic  acid  and  water.  The  colourless  filtrate 
yields,  by  spontaneous  evaporation  in  the  air,  a  svrupy  liquid,  which 
gradually  solidifies  to  a  dense,  radiated  mass,  very  soluble  in  water. 

6.  Bivanadiate, — An  aqueous  solution  of  this  salt,  when  spontaneously 
evaporated,  deposits  yellow  scales;  alcohol  precipitates  it,  though  not 
completely,  in  the  form  of  a  yellow  powder.  The  salt  is  difficultly 
soluble  in  water. 

Vanadium  and  Yttrium* 

Vanadiate  op  Yttria. — The  monovanadiate  formed  on.  mixing  a 
salt  of  yttria  with  an  alkaline  monovanadiate,  separates  in  the  form  of  a 
yellow  powder;  the  bivanadiate  produced  by  using  an  alkaline  bivana- 
diate remains  dissolved. 


Vanadium  and  Olucinum. 

Vanadiate  op  Olucina. — Both  the  monovanadiate  and  bivanadiate 
of  this  earth  form  yellow  powders,  which  dissolve  sparingly  in  water, 
producing  yellow  solutions. 


HYDROFLUATE  OF  SILICA  AND  VANADIC  OXIDE.  JIO^ 


Yasjldwu  and  Alumikith. 

Vanadiate  op  Alumina.— Resembles  the  glucinarsalt,  but  is  less 
soluble  in  water. 

Vanadium  and  Thorinum, 

Vanadiate  op  Thokina. — a.  MonovanadiaU.'^Oht&mei  by  double 
decomposition  as  a  yeUow  precipitate^  whicb  is  insoluble  in  water,— 
b.  Bivanadiate. — A  soluble  salt. 


Vanadium  and  Zirconium. 

Vanadiate  of  Ziboonia.— Zirconia-salts  are  coloured  yellow  by 
alkaline  monovanadiates  and  biyanadiaies^  but  without  precipitation* 

Vanadium  and  Silicium. 

A.  SiLiCAtB  OP  VANikDic  OxiDE. — Precipitated  as  a  light-grey 
powder^  which^  when  exposed  to  the  air,  assumes  first  a  brown  and  then 
a  green  colour — after  which  it  is  no  longer  soluble  in  water. 

B.  Phosphate  op  Vanadic  Acid  +  Phosphate  op  Silicic  Acid.— 
Obtained  in  the  preparation  of  yanadic  acid  from  the  cinder  of  the  Taberg 
iron  (p.  86.).  It  may  also  be  produced  by  dissolying  a  mixture  of  phos- 
phate, silicate,  and  yanadiate  of  soda  in  nitric  acid;  eyaporating  the 
solution  till  a  lemon-yellow,  gritty  mass  is  obtained;  mixing  this  with 
pure  water;  collecting  the  pearly  scales  which  appear,  on  a  filter;  wash- 
ing them  two  or  three  times  with  ice-cold  water;  and  pressing  them  dry 
between  folds  of  blotting-paper.  The  compound  loses  water  when  heated 
and  assumes  a  straw-yellow  colour.  It  is  readily  turned  green  by  deoxi- 
dizing substances.  It  is  decomposed  by  an  aqueous  solution  of  carbonate 
of  ammonia,  with  separation  of  silica,  which,  however,  retains  a  portion 
of  the  yanadic  acid.  Water  dissolyes  it  with  tolerable  facility,  forming  a 
yellow  solution,  from  which  it  again  separates  in  crystalline  scales  on 
spontaneous  eyaporation. 

Crystallized.  Berzelina. 

3SiO«  930        ....        19-58  •...  195 

2V0»   185-2        ....        3901  ....  39-0 

2P0»    142-8        ....        3006  ....  30-0 

OHO    54-0        ....        11-35  ....  11-5 

3SiO»,  P0»  +  2V0»,  P0»  +  6Aq.        4750        Z,      100-00        Z,      100-0 

Vanadic  acid  containing  silica  likewise  dissolyes  completely  in  sul- 
phuric or  hydrochloric  acid^  without  separation  of  silica. 

C.  Hydropluate  op  Silica  and  Vanadic  Oxide.— jF7ttori<fe  of 
Vanadium  and  Silicium. — The  blue  solution  of  yanadic  oxide  in  hydro- ♦ 
fluosilicic  acid  leayes,  when  rapidly  eyaporated,  a  blue  substance,  which, 
at  a  moderate  heat,  swells  up  to  a  pale  blue  porous  mass;  if  allowed  to 
eyaporate  spontaneously,  the  solution  turns  green,  and  leaves  a  syrupy 
liquid  contaming  crystals. 
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D.  Hydropluatb  op  Silicjl  and  Vanadic  Acid.  —  SUico- 
perfluoride  of  Fana(£tum.— ^Hjdroflaosilicio  acid  forms  a  red  solution 
with  vanadic  acid.  By  evaporating  this  solution,  an  orange-yellow 
uncrystallizable  mass  is  obtained,  which  is  but  partially  soluble  in  water; 
the  solution  is  pale  yellow.  The  insoluble  portion  forms  a  bulky,  dark- 
green  mass,  which,  when  treated  with  oil  of  vitriol,  gives  off  fluoride  of 
silicium,  and  dissolves,  forming  a  red  solution. 


Yakadium  and  Tungsten. 

A.  Tunostate  of  Vanadic  Oxide. — On  mixing  the  concentrated 
solutions  of  an  alkaline  tungstate  and  a  salt  of  vanadic  oxide,  a  brownish 
yellow  precipitate  is  formed,  which  is  soluble  to  a  certain  extent  in 
water.  This  substance,  when  kept  under  water  for  a  long  time,  dissolves 
completely  (as  the  vanadic  oxide  passes  into  the  state  of  vanadic  acid) 
and  forms  a  -yellow  solution. 

B.  SuLPHOTUNSOATE  OF  Vanadium. — Sulphate  of  vanadic  oxide  yields 
with  sulphotungstate  of  ammonium  a  greyish-brown  precipitate,  which 
dissolves  in  water,  forming  a  yellowish-brown  solution.  This  liquid, 
when  exposed  to  the  air,  gradually  becomes  turbid,  and  yields  a  deposit 
chiefly  consisting  of  sulphur. 


Vanadium  and  Molybdenum. 

MoLTBDATB  OF  Vanadic  Oxide. — Sulphate  of  vHnadic  oxide  forms 
with  molybdate  of  ammonia  a  dark  purple,  transparent  mixture,  which, 
when  exposed  to  the  air,  becomes  first  blue,  and  then  yellow,  but  does 
not  yield  any  precipitate.  SiJts  of  moLybdio  oxide  form  yellow  solutions 
with  vanadiate  of  ammonia. 


Other  Compounds  of  Vanadium. 

With  many  of  the  heavy  metals,  as  with  platinum*  Vanadiates  of  the 
heavT  metallic  oxides  heated  on  charcoal  before  the  blowpipe,  readily 
yiela  Mttie  alloys  of  the  reduced  metal  with  vanadium. 
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8tkontmb8»    Chrom,  Chroma 

History, — ^Discoyered  in  1797,  by  Tanqnelin. 

Sources, — Not  yery  abundant.  As  sesquioxide  of  chromium  (Chrome-' 
ochre);  as  sesquioxide  of  chromium  combined  with  protoxide  of  iron 
\Chrome  iron-stone)}  as  ohomate  of  lead  {Red  Uadrspar);  also  in  small 
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quantities  in  many  specimens  of  meteoric  iron;  it  likewise  forms  the  green 
or  red  colouring  matter  of  the  emerald,  and  of  diallage,  octjnolite,  green- 
stone, olivine,  fuchsite,  pjrosklerite,  serpentine,  pjrrope,  and  spinelle. 

Preparation, — Sesquioxide  of  chromium  (sometimes  mixed  with  one- 
eighth  its  weight  of  lamp-black)  is  exposed  in  a  charcoal  crucible  to  the 
most  powerful  heat  of  a  furnace  urged  by  the  bellows.  Richter  mixed 
the  oxide  with  one-third  its  weic^ht  of  charcoal  made  from  sugar,  and 
reduced  it  in  a  luted  assay  crucible;  Berthier  exposed  it  alone  in  a  char- 
coal crucible  for  three  hours  to  the  heat  of  a  blast-furnace  fed  with  coke; 
Vauqueliu  heated  chromic  acid  alone,  or  sesquichloride  of  chromium 
mixed  with  oil  and  a  small  quantity  of  charcoal  (which  gave  the  best 
result)  in  a  charcoal  crucible;  Moser  mixed  100  parts  of  sesquioxide  of 
chromium  with  22*5  parts  of  charcoal  from  sugar,  made  the  mixture  into 
a  paste  with  linseed  oil,  and  exposed  it  in  a  porcelain  assay  crucible  to 
the  heat  of  the  pottery-furnace  at  Vienna.  It  is  very  difficult  to  obtain 
a  solid  button  of  chromium. 

Properties. — Colour  between  tin-white  and  steel-grey  ^Richter), 
whitish  grey  (Vauquelin).  Very  brittle,  breaking  when  lightly  strucK 
with  a  hammer.  Fracture  fine  grained  (Richter).  Texture  in<ustinctly 
fibrous  (Vauquelin).  Specific  grayity  5*9  (Richter).  Fuses  with  greater 
difficulty  than  manganese.  Not  volatile.  Non-magnetic.  Berthier  ob- 
tained this  metal  in  moderately  compact,  very  hard,  brittle  lumps,  steel- 
grey  in  some  places,  black  m  others.  Moser  obtained  a  steel-grey,  easily 
broken  mass,  composed  of  four-sided  prisms.  Gmelin  obtained  a  brittle, 
metallic,  non-magnetic  mass,  with  a  dull  grey  fracture,  but  interspersed  in 
many  places  with  tin-white  crystals. 

IT  Berzelius  (Ann,  Pharm.  49,  247)  recognises  two  allotropio  modifi- 
cations of  chromium.  The  first  of  these,  Cr«,  obtained  by  reducing 
sesquichloride  of  chromium,  free  from  moisture  and  oxygen,  with  potas- 
sium, is  a  grey  metallic  powder,  which  inflames  at  a  temperature  between 
200"^  and  300^,  and  bums  with  great  splendour,  yielding  sesquioxide  of 
chromium;  it  likewise  dissolves  in  hydrochloric  acid,  with  rapid  disen- 
gagement of  hydrogen  gas.  Cr/3,  on  the  contrary,  prepared  in  the 
ordinary  way  by  reduction  with  carbon  at  a  high  temperature,  cannot  be 
oxidized  by  heat,  by  boiling  in  aqua  regia,  by  ignition  with  potash  or 
nitre,  or  by  hydrofluoric  acid.  Corresponding  modifications  may  be 
traced  through  many  of  the  compounds  of  chromium. 

Atomic  weigU  of  Chromium, — 26*24  (Peligot);  26*29  (Berlin);  2679. 
(Moberg.)  IT 

Compownds  of  Chromium* 

Chromium  and  Oxtoeit. 

IT   A.  Protoxide  of  Chromium  or  Ghromous  Oxide.    GrO. 

Probably  occurring  in  Chrome-Aronrore  and  in  Pyrope,  Precipitated 
in  the  form  of  hydrate  by  the  action  of  potash  on  a  solution  of  the 
protochloride.     Not  known  in  the  free  state. 

Calculation. 

Cr 28    ....    77*78 

O  8    ....    22*22 


CrO  36   ,„•   100^09 
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Combinatiom, — a.  With  Water.  Hydbaitb  of  Ghrohous  Oxide. 
Formation  and  Preparation, — ^When  canstio  potash  is  added  to  a  solution 
of  protochloride  of  chromium  (p.  130),  a  dark  brown  precipitate  of 
hydra  ted  chromous  oxide  is  obtained.  It  is  very  unstable,  decomposes 
water,  even  at  ordinary  temperatures,  and  is  converted,  almost  as  soon 
as  it  is  formed  into  chromoso-chromic  oxide  {q,  v.)  with  evolution  of 
hydrogen  (Peligot).  To  prevent  this  decompositiou,  Moberg  {J,  pr. 
Chem,  43,  114;  64,  322)  proceeds  as  follows.  Protochloride  of  chromium 
having  been  prepared  by  reducing  the  sesquichloride  in  a  current  of 
hydrogen  gas,  the  tube  in  which  the  reduction  is  effected  is  sealed  at  one 
end  as  soon  as  the  action  is  over,  then  filled  completely  with  boiled  water, 
and  a  small  tube  attached  to  the  other  end  to  carry  off  the  hydrogen 
which  may  be  evolved  by  the  action  of  the  water  on  the  reduced  metallio 
chromium,  which  (according  to  Moberg)  is  always  mixed  with  the  proto« 
chloride.  The  tube  is  then  left  to  cool,  and  afterwards  inverted  in  a  bottle 
containing  recently  boiled  solution  of  potash,  and  the  yellow  precipitate 
of  hydrated  chromous  oxide  which  immediately  separates  and  falls  to  the 
bottom,  is  washed  by  means  of  a  siphon  arrangement.  Lastly,  the  water 
is  poured  off,  and  the  precipitate  dried  in  a  sand-bath  in  a  current  of 
hydrogen  gas. 

Yellow  when  freshly  precipitated;  brown  when  dry.  May  be  pre- 
served unaltered  in  dry  air  for  three  years.  When  ignited,  it  gives  off 
hydrogen,  and  the  oxygen  thereby  separated  converts  the  protoxide  of 
chromium  into  sesquioxide.  (Moberg.) 

CalculatioD.  Moberg. 

CrO 36        ....        80        ....        79*57 

HO 9         ....        20        ....        20-43 

CrO,  HO     45        Z       100        Z.       10000 

h.  With  Salifiable  bases :  Salts  of  Chromous  Oxide,  Chromous 
Salts. — The  hydrated  oxide  is  insoluble  in  dilute  acids,  but  dissolves 
slowly  in  strong  acids.  The  salts  are  best  prepared  by  mixing  a  solution 
of  the  protochloride  with  solutions  of  the  corresponding  potash  or  soda- 
salts,  access  of  air  being  carefully  prevented.  They  are  generally  of  a 
red  colour,  sometimes  inclining;  to  blue;  but  slightly  soluble  in  cold  water; 
more  easily  in  hot  water.  (Moberg.)  Like  ferrous  salts,  they  dissolve  large 
quantities  of  nitric  oxide,  forming  dark  brown  solutions.  Peligot.  (For 
the  other  reactions,  vid.  Protochloride  of  Chromium,  p.  131.) 

IT  B.  Chrohoso-chromic  Oxide.    Cr*0*. 

Peligot's  Deutoxide  or  Oxyde  Magnetique. 

According  to  Peligot,  the  hydrate  of  this  oxide  is  formed  in  greater 
or  smaller  quantity,  on  bringing  the  protoxide  in  contact  with  water 
(that  is  to  say,  at  the  moment  of  its  precipitation);  for,  on  introducing  a 
solution  of  the  protochloride  into  a  jar  filled  with  mercury,  and  then 
passing  up  a  solution  of  caustic  potash,  a  quantity  of  hydrogen  gas  collects 
at  the  top  as  soon  as  the  brown  oxide  makes  its  appearance.  To  complete 
the  decomposition,  however,  a  boiling  heat  is  required.  After  washing 
with  hot  water  and  drying  in  vacuo,  this  oxide  has  the  colour  of  Spanish 
tobacco.  It  is  but  feebly  attacked  by  acids.  When  heated  it  loses  water, 
and  is  converted  into  chromic  oxide,  the  change  being  accompanied  by 
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inoandesee&M  and  eTolution  of  hjdroffen,  in  consoqnenoe  of  the  higher 
oxide  being  formed  at  Uie  expenee  of  the  water  of  hydration.  From 
rarions  analjrsoi^  PeUgot  oondudes  that  the  hydrate  i«  oompoeed  of 
Ci*0*+HO.  IT 

0.  Chbohio  Ozidb  or  Sbsqvioxidb  of  Chromium.    Cr'O'. 

Oreen  Oxide  of  Chromium,  C%rom^rr«n.— -Formerly  also  Ghromoxydul^ 
ProUwyde  de  Chrome, — ^Found  native  in  an  impore  state,  ae  Chrome* 
Oehre. 

Formation, — 1.  At  ordinary  temperatures  chromium  remains  unal- 
tered in  the  air,  even  when  moist.  (Richter.)  When  it  is  heated  in  moist 
air,  a  crust  of  sesquioxide  slowly  forms  on  its  surface.  (Vauquelin.)— 
2.  Red-hot  chromium  decomposes  a  current  of  aqueous  vapour  passed 
over  it,  hydrogen  gas  being  copiously  evolved,  and  the  ^een  oxide 
formed.  (Kegnault.) — 3.  The  metal  dissolves  with  great  facility  in  a  hot 
mixture  of  1  part  of  oil  of  vitriol  and  20  parts  of  water,  hydrogen  gas 
being  rapidly  disengaged.  (Regnault,  Ann.  Chim,  Fkt/s,  62,  357.)  It 
dissolves  in  aqueous  nydrofluoric  acid,  especially  when  heated,  hydrogen 

fas  being  evolved.  (Berzelius.)  It  dissolves  readily  in  oil  of  vitriol,  with 
isengagement  of  hydrogen,  and  slowly  in  hydrochloric  acid.  (Gmelin.)^ 
4.  It  is  dissolved,  but  very  slowly,  by  not  nitric  acid  (Vauquelin),  or  by 
nitro-hydrochloric  acid  (Richter). — 5.  When  chromic  acid  is  ignited  or 
treated  with  deoxidizing  substances,  sesquioxide  of  chromium  is  produced. 

Preparation, — I.  From  Chrome-iron  ore  (a  mixture  of  sesquioxide  of 
chromium  and  protoxide  of  iron  with  magnesia,  alumina,  and  silica).— 
1.  Preparation  ofChrom^e  of  potaeh. — Vauquelin  mixes  2  parts  of  chrome- 
iron  ore  with  one  part  of  pure  nitre;  reduces  the  mixture  to  fine  powder; 
i^ites  it  strongly  and  for  a  considerable  time  in  an  earthen  or  iron  cruci- 
ble; exhausts  the  ignited  mass  with  boiling  water;  and  treats  the  insoluble 
portion  with  hydrochloric  acid,  which  dissolves  magnesia,  alumina,  silica, 
and  sesquioxide  of  iron,  and  leaves  any  undecomposed  chrome-iron  ore 
behind;  this  residue  is  again  ignited  with  one-fourth  of  its  weight  of 
nitre,  and  exhausted  with  water.  The  treatment  with  nitre  and  then 
with  water  and  hydrochloric  acid  may  be  repeated  till  the  whole  of  the 
mineral  is  decomposed. — The  aqueous  solutions  (a),  obtained  by  exhaust- 
ing the  mass  with  water,  after  ignition  with  nitre,  and  containing  chro- 
mate  (nitrate,  nitrite),  silicate,  and  aluminate  of  potash,  are  collected  into 
one,  in  order  to  be  further  treated. — Trommsdorff,  {N,  Tr,  18,  1,  225) 
uses  equal  weights  of  chrome-iron  ore  and  nitre,  whereby  a  more  com- 
plete decomposition  is  effected* — ^Nasse  (jS^cs^  48,  339)  prcgeots  a  mix- 
ture of  3  parts  of  chrome-iron  ore,  4  parts  of  nitre,  and  2  parts  of  cream 
^f  tartar,  by  email  portions  at  a  time,  into  a  red-hot  iron  crucible,  and 
Exposes  the  maee,  after  it  has  ceased  to  detonate,  to  a  stronff  red  heat  for 
two  hours;  he  then  exhausts  it  with  water,  and  treats  the  insoluble  resi- 
due twice  in  the  same  manner,  before  digesting  it  with  hydrochloric  acid. 
The  decomposition  is  probably  more  complete  in  this  case  than  when 
nitre  alone  is  used.  %  Jacquelin  {Ann,  Chim,  Phys,  21,  478)  'recom- 
mends the  use  of  a  lime-salt  instead  of  nitre,  and  proceeds  in  the  fol- 
lowing manner:  a  pulverized  mixture  of  chrome-iron  ore  and  chalk  is 
ignited,  the  surface  being  constantly  renewed  by  stirring;  the  mass 
ground  down  with  hot  water,  and  mixed  with  sulphuric  acid  till  i^ 
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aequires  an  aeid  reaction;  and  tbe  sesquioxide  of  iron  precipitated  bjr 
the  addition  of  a  small  (quantity  of  chalk.  In  this  manner  a  solution  is 
obtained,  consisting  of  bichromate  of  lime,  contaminated  with  but  a  small 
quantity  of  sulphate,  from  which  the  various  salts  may  be  prepared  by 
double  decomposition.  IT 

2.  Preparation  of  the  Chromic  oxide.-^a.  Vauquelin  precipitates  the 
alumina  and  silica  held  in  solution  by  the  potash,  by  exactly  neutralizing 
the  alkali  in  liquid  (a)  with  nitric  acid,  the  acid  oeing  added  in  smau 
portions  at  a  time  till  the  lemon-yellow  colour  of  the  liquid  begins  to 
change  into  reddish  yellow:  he  then  filters;  evaporates  to  the  crystal* 
lizing  point;  dissolves  the  resulting  crystals  of  chromate  of  potash  in 
water;  filters;  and  precipitates  chromate  of  mercurous  oxide  by  adding 
nitrate  of  mercurous  oxide  to  the  filtrate.     The  mercury-salt,  after  being 
purified  with  water,  and  dried,  is  thoroughly  ignited  in  a  porcelain  or 
glass  retort;  whereupon  mercury  and  oxygen  are  driven  off,  and  chromic 
oxide  left  behind. — Moser  omits  the  neutralizing  of  the  liquid  (a)  with 
nitric  acid,  to  avoid  any  admixture  of  nitre,  and  endeavours  to  purify  the 
salt  by  crystallization  alone. — Trommsdorff,  {N.  Tr,  2,  I,  366)  neutralizes 
with  acetic  acid  instead  of  nitric;  filters;  evaporates  to  dryness;  and 
removes  the  acetate  of  potash  by  spirit  containing  80  per  cent,  of  alcohoL 
•^6.  Vauquelin  mixes  the  solution  {a)  with  excess  of  sulphuric  acid;  filters; 
converts  the  chromic  acid  into  sesqnioxide  of  chromium  by  a  current  of 
sulphuretted  hydrogen  gas;  precipitates  the  latter,  after  filtration,  by 
adding  an  equivalent  quantity  of  potash  (or  better,  of  ammonia);  washes 
the  precipitated  hydrate,  and  lastly  ignites  it.-*-Nasse  converts  the  chro* 
mate  of  potash  into  a  salt  of  chromic  oxide,  by  boiling  with  common  salt 
and  sulphuric  acid;  evaporates  the  liquid  to  dryness;  dissolves  in  water; 
and  precipitates  the  hydrated  chromic  oxide  by  supersaturating  with 
an  alkali.-— <;.   Duflos  (Br.  Arch,  23,  166)  passes  sulphurous  acid  gas 
through  the  solution  (a),  till  the  whole  of  the  chromium  is  precipitated  as 
hydrated  sesquioxide.     Crystals  of  pure  chrom^pte  of  potash  may  first  be 
oDtained  by  evaporating  the  solution,  and  the  impure  mother-liquor  after« 
wards  used  for  the  preparation  of  the  hydrated  chromic  oxide.  (Trommsdorff, 
N.  Tr.  18,  1,  225.) — -d,  Berzelius  adds  a  boiling  solution  of  pentasulphide 
of  potassium  to  the  boiling  liquid  (a),  as  long  as  chromic  oxide  is  thrown 
down. — In  this  process  the  sulphur  is  oxidized  by  half  the  oxygen  con- 
tained in  the  cnromic  acid,  and  converted  into  sulphuric  acid,  which 
combines  with  the  potash. — e.  Frick  (Pogg.  13,  494)  boils  the  liquid  (a) 
in  a  cast-iron  pot  till  it  is  highly  concentrated;  then  transfers  it  to  glass 
vessels  and  leaves  it  to  settle;    clarifies  the  concentrated  solution  by 
decantation  or  filtration;  boils  it  in  an  iron  pot  with  sulphur  till  green 
oxide  of  chromium  ceases  to  be  precipitated;   collects  tne  oxide  on  a 
filter  and  washes  it;  then  dissolves  it  in  warm  dilute  sulphuric  acid; 
filters  from  sulphur;    precipitates  chromic  oxide  from   the   filtrate  by 
carbonate  of  soda;  and  lastly,  frees  it  by  ignition  from  water  and  carbonic 
acid.     If  the  washed  precipitate  is  dissolved  in  hydrochloric  acid  instead 
of  sulphuric,  and  the  filtrate  evaporated  to  dryness  and  ignited  in  an 
open  vessel,  an  oxide  is  obtained  of  a  peculiariy  q^lendid  green  colour. 
(Liebig.)— /.  Lassaigne  precipitates  the  earths  from  the  liquid  (a),  b^  neur 
tralizing  with  sulphuric  acid;  evaporates  the  filtrate  to  dryness;  ignites 
the  residue  mixed  with  an  equal  weight  ci  sulphur,  in  a  covered  crucible; 
and  exhausts  the  mass  with  water,  which  dissolves  sulphate  of  potash  and 
sulphide  of  potassium,  and  leaves  pure  sesquioxide  of  chromium. — -Accord- 
ing to  VLqw&s,  yfho  uses  only  half  the  weight  of  sulphur,  the  oxide  thus 
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obtained  is  mixed  with  snlphur,  wHich  may,  howerer,  l>e  expelled  hy 
repeated  ignition  in  the  air. — ^Wittstein  {Repert.  QQ^  65)  bj  igniting 
for  half  an  hoar  a  mixtnre  of  19  parts  of  bichromate  of  potash  with 
4  parts  of  sulphur,  and  washing  the  residual  mass,  obtained  9^  parts 
of  sesquioxide  of  chromium.— i^.  Berthier  ignites  chromate  of  pot&Bh  in  a 
charcoal  crucible,  or  mixes  it  with  charcoal  powder  or  lamp-black,  and 
ignites  it  in  an  ordinary  earthen  crucible;  dissolyes  the  chromite  of  potash 
produced,  in  cold  water;  heats  the  filtrate  to  the  boiling  point;  collects 
the  precipitated  hydrated  oxide  on  a  filter;  washes  it  thoroughly  with 
water,  and  lastly  ignites  it.  The  supernatant  liquid  still  contains  a 
portion  of  chromate  of  potash,  besides  carbonate,  and,  lifter  evaporation 
to  dryness,  may  be  used  to  decompose  fresh  portions  of  chrome-iron  ore. — 
h,  Wbhler  {Pogg,  10,  46)  ignites  a  mixtnre  of  bichromate  of  potash  with 
about  its  own  weight  of  sal-ammoniac  and  a  small  quantity  of  carbonate 
of  soda,  in  a  covered  crucible,  till  no  more  vapour  of  sal-ammoniac  is  dis- 
engaged, and  then  purifies  the  sesquioxide  of  chromium  from  chlorides  of 
potassium  and  sodium,  by  washing  with  water.  IT  t.  Barian  (Eevue  sc,  <k 
tnd.  20,  425)  mixes  4  parts  of  bichromate  of  potash  with  1  part  of 
starch;  ignites  the  mixture  in  a  crucible,  washes  away  the  carbonate  of 
potash  with  water^  and  again  ignites  the  residue.  He  states  that  the 
chromic  oxide  thus  obtained  is  so  pure  that  it  may  be  used  for  glazing 
porcelain  (provided  of  course  the  bichromate  be  pure  in  the  first  in- 
stance), k.  Bdttger  {Ann,  Fharm.  47,  339)  gives  the  following  method 
(founded  on  observations  of  Unverdorben  &  W5hler),  of  obtaining  chromic 
oxide  in  the  form  of  unrolled  tea  leaves.  A  quantity  of  crystallized  chromic 
acid, obtained  by  Warington's  method  (p.  1 17),  is  divided  into  two  equal  por- 
tions, one  portion  of  which  is  first  neutralized  with  ammonia,  the  other  then 
added,  and  the  solution  evaporated  over  oil  of  vitriol.  The  bichromate  of 
ammonia  crystallizes  after  a  week  or  two  in  large  cherry-red  crystals, 
which  are  dried  at  a  gentle  heat  on  bibulous  paper.  On  exposing  a  small 
quantity  of  the  salt  in  a  platinum  dish,  &c.  to  the  flame  of  a  spirit-lamp, 
a  very  enereetic  action  takes  place,  accompanied  by  strong  incandescence, 
and  green  bulky  masses  of  chromic  oxide  shoot  out  in  every  direction, 
very  much  resembling  opened  tea  leaves. — l.  According  to  the  same 
authority,  the  following  method  also  may  be  employed.  A  very  fine  and 
intimate  mixture  is  made  of  48  parts  of  gunpowder,  240  parts  of  perfectly 
dry  bichromate  of  potash,  and  5  parts  of  equally  dry  chloride  of  ammo- 
nium. This  mixture  is  made  into  the  shape  of  a  cone  (by  pressing  it 
into  a  wine  glass,  and  afterwards  carefully  shaking  it  out)  and  then  trans- 
ferred to  an  iron  plate.  A  burning  fusee  or  other  combustible  is  then 
applied  to  the  top  of  the  cone,  whereupon  it  takes  fire  and  bums 
slowly  throughout  its  whole  mass.  On  exhausting  the  cone  while  still  hot 
with  water,  a  residue  of  chromic  oxide  is  obtained  in  the  form  of  a  pale 
green  powder.  IT 

II.  From  Red  lead  9par,  (Chromate  of  lead,) — 1.  The  mineral  is  re- 
duced to  powder  and  boiled  in  a  mixture  of  hydrochloric  acid  and  alcohol; 
the  resulting  sesquichloride  of  chromium  filtered  from  the  chloride  of  lead; 
hydrated  chromic  oxide  precipitated  from  the  solution  by  ammonia,  and 
then  washed  and  ignited.  (Vauquelin.) — 2.  When  native  chromate  of 
lead  is  boiled  with  a  solution  of  carbonate  of  potash,  the  filtered  liquid 
contains  chromate  of  potash  mixed  with  oxide  of  lead;  and  from  this 
liquid  the  oxide  of  lead  is  easily  separated  as  an  insoluble  chromate  by 
treating  the  solution  with  a  small  quantity  of  nitric  acid.  (Vauquelin.) 
From  the  filtrate  containing  chromate  and  carbonate  of  potash,  cnromic 
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oxide  m&y  be  prepared  by  any  of  the  methodB  given  under  I,  1»  a — ^. 
Berthier  ignites  the  native  chromate  of  lead  in  a  charcoal  crucible,  and 
frees  the  resulting  chromic  oxide  from  the  metallic  lead  fused  with  it^ 
partly  by  means  of  a  sieve^  partly  by  dissolving  out  the  lead  with  dilute 
nitric  acid. 

III.  To  obtain  crystallized  chromic  oxide,  a  few  ounces  of  chromate  of 
terchloride  of  chromium  are  introduced  into  a  small  retort  of  very  hard 
glass,  the  neck  of  which  is  slightly  inclined,  and  reaches,  without  touching, 
nearly  to  the  bottom  of  a  flask  made  of  hessian  clay,  (or  into  a  deep  hessian 
assay  crucible,  or  a  wide  porcelain  tube.)  The  earthen  vessel  is  then 
strongly  ignited,  and  the  retort  heated  till  the  chromate  of  terchloride  of 
chromium  enters  into  gentle  ebullition,  and  the  whole  is  gradually  vola- 
tilized. Oxygen  and  chlorine  are  evolved  and  the  sesquioXide  is  deposited 
on  the  neck  of  the  retort  in  crystals  which  are  easily  separated  in  entire 
crusts.  (Wohler,  Pogg,  33,  341;  also  Ann,  Pharm.  13,  40.)  If  oil  or 
sal-ammoniac  is  thrown  upon  bichromate  of  potash  fused  below  a  red 
heat,  in  smaller  quantity  than  that  required  for  decomposing  the  salt,  and 
the  mass  heated  to  whiteness,  allowed  to  cool  slowly,  and  exhausted  with 
water,  a  mass  of  green  chromic  oxide  remains,  the  cavities  of  which  are 
lined  with  small,  shining,  green,  and  apparently  rhombohedral  crystals  of 
the  same  compound,  (ifllgren,  Jahresher,  15,  141.)  IT  If  dry  chlorine 
is  passed  over  chromate  of  potash  heated  to  redness  in  a  porcelain  tube, 
the  gas  is  completely  absorbed,  giving  rise  to  chloride  of  potassium  and 
chromic  oxide,  which,  under  these  circumstances,  crystallizes  in  long 
brilliant  tables.  The  temperature  has  a  great  influence  upon  the  products ; 
thus,  at  a  dull  red  heat,  green  friable  tables  of  chromic  oxide  are  obtained; 
at  a  strong  red  heat,  on  the  contrary,  brown,  very  hard  crystals,  of  the 
same  form  in  other  respects,  but  resembling  W Shier  s  compound.     The 

7stallization  of  the  chromic  oxide  is  probably  promoted  by  the  presence 
the  chloride  of  potassium,  in  the  same  manner  as  that  of  ferric  oxide 
is  facilitated,  when  its  sulphate  is  ignited  with  common  salt.  (E.  Fremy, 
J.  Pharm.  1844,  105,  abstr.  Ann.  Pharm.  49,  274.)  IT 

Propetiies, — 1.  The  crystallized  chromic  oxide  obtained  by  method 
III.,  belongs  to  the  rhombohedral  system  of  crystallization.  Fig,  158, 
r*  :  r*  Fig.  151)  =  85"^  55^;  cleavage  distinct  parallel  to  r;  the  crystals 
are  generally  macled.  (O.  Rose.)  Sp.  gr.  =  5*21;  scratches  quartz,  topaz, 
and  hyacinth.  (Wohler.)  Of  the  hardness  of  corundum.  (G.  Rose.^ 
•Greenish  black,  with  metallic  lustre;  the  powder  is  also  green.  (Wohler.) 
^2.  Ptdverulent  chromic  oxide  obtained  by  methods  I.  or  II.  a.  After 
ignition:  bright  green,  changing  to  brown  every  time  it  is  ignited,  b.  Ob- 
tained by  decomposing  the  hydrate  at  a  temperature  below  redness :  dark 
green.  Sesquioxide  of  chromium  fuses  before  the  oxyhydrogen  blowpipe, 
and  emits  a  white  vapour,  but  is  not  reduced  to  the  metallic  state. 
(Clarke.) 

Calculation.  Berzeliiu. 

2Cr : 56        ....        70        ....        70*24 

30 24        ....        30        ....        29  76 

Cr»0» 80        ....      100        ....      10000 

(CrH)>  =:   2  .  351*82  +  3  .  100  -  100-364.  BerzeUas.) 

JDecompositians.'^'Bj  charcoal,  but  only  at  a  most  intense  white  heat ; 
by  potassium  and  sodium  at  lower  temperatures.    Not  by  the  oxyhydro- 
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gen  blowpipe  (Clatice^;  nor  by  hydrogen  ^  in  a  red-hot  tnbe,  (Ber* 
zelius);  nor  by  carbonic  oxide  (G5bel  Gmekn);  nor  by  sulphur  passed  in 
the  state  of  yapour  oyer  the  white-hot  oxide.  (Lussaigne.) 

Combinations, — a.  With  Water. — Hydrated  Chromic  Oxide.  Bran- 
denburg's pearl-coloured  oxide  of  chromium.  Prepared  by  precipitating  a 
salt  of  chromic  oxide  by  ammonia.  Also  by  the  methods  giyen  under 
I,  2,  by  or  Cf  and  under  11,  Ij  for  the  preparation  of  chromic  oxide.  Bluish- 
green  powder,  inclining  to  grey;  green  after  thorough  drying.  When 
pressed  out  in  a  moist  state  Between  two  glass  plates,  it  appears  red  by 
transmitted  sun-light  or  candle-light.  (Schrbtter.)  Its  colour  yaries  accord- 
ing to  the  nature  of  the  alkaline  precipitant.  That  which  is  thrown 
down  by  ammonia  appears  greenish-blue  with  a  tinge  of  yiolet,  and  per- 
fectly yiolet  by  candle  light ;  when  precipitated  by  potash,  it  is  green  both 
by  day  light  and  candle  light.  (H.  Rose.)  rVid.  ChromiU  of  ammonia.'\ 
At  a  low  red  heat  it  giyes  off  its  water,  and  is  conyerted  into  the  dark 
green  oxide;  the  latter  when  strongly  heated,  begins  to  glow,  and  assumes 
a  lighter  green  colour  without  further  diminution  of  weight.  (Berzelius.) 
IT  L.  Schaffner,  {Ann.  Pharm.  51,  168),  describes  three  different 
hydrates  of  chromic  oxide :  (1)  obtained  when  sesquichloride  of  chromium 
is  mixed  with  excess  of  potash,  and  boiled  till  the  supernatant  liquid 
appears  colourless,  the  precipitated  hydrate  being  afterwards  washed  and 
dried;  (2)  prepared  by  treating  the  sesauichloride  with  potash  till  the 
precipitate  first  formed  is  redissolyed,  ana  then  adding  hydrochloric  acid 
to  re-precipitate  the  hydrated  oxide;  this  yariety  has  a  darker  colour 
than  that  which  is  precipitated  by  ammonia;  (3)  by, treating  a  salt  of 
chromic  oxide  with  excess  of  ammonia,  and  drying  the  resulting  hydrate 
oyer  oil  of  yitriol.  This  method  yields  a  hydrate  containing  nearly  6 
atoms  of  water.  According  to  Fr6my,  {Ann,  Cuim.  Fhys,  3,  23,  388),  the 
hydrate  obtained  by  precinitating  a  salt  of  chromic  oxide  by  potash,  wash- 
ing with  cold  water,  and  aiyiug  at  ordinary  temperatures  by  a  current  of 
dry  air,  contains  9  atoms  of  water;  whereas  the  hydrate  precipitated  by 
boiling  a  solution  of  chromite  of  potash  (p.  ]  44),  after  being  washed  from 
adhering  potash  and  dried  as  aboye,  contains  8  atoms.  The  first  hydrate 
dissolyes  readily  in  caustic  alkalis,  the  second  is  completely  insoluble. 

According  to  Kriiger  {J,  pr,  Chem.  32,  383,  Ann.  Pharm.  52,  249), 
when  hydrated  chromic  oxide  is  heated  in  the  air,  a  peculiar  change  takes 
place,  not  hitherto  obseryed,  prior  to  incandescence :  yis  :  the  conyersion 
of  the  sesquioxide  into  the  brown  bin  oxide.  {yH.  Brown  oxide  of  Ohr(^ 
mrnmy  p.  1 13.)    % 

Dried  at  100^     Trommsdorff*  Schafiier. 

Ci^Oa  80     ...     7477     ...     74        Ci^O*  80    ...     68*97     ...     6924 

3HO    27     ...     25-23     ...     26        4H0    36     ...     3103     ...    3076 

Ci20»,3HO    107     ...  10000     ...  100        Ci3O',4H0    116     ...  10000     ...  lOOOO 

Schsflber.  Fr^my. 

Ci^O»  80     ...     64     ...     64-66        Cr»0»  80     ...     52-63     ...     507 

6HO    45     ...     36     ...     35-34         8HO     72     ...     4737     ...     493 

Ci30»,5HO    125     ...  100     ...  10000        CHO»,8UO    152     ...  100-00     ...  lOO'O 

Fr^my. 

Ci^O*   80         ...         49-68         ...         48-4 

9H0    81        ...        60*3a        ...        61-6 


Cr*0»,9H0 ...;..       161         ...       10000        ...       100-0 
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5.  With  Acids,  forming  the  Salts  op  Chromic  Oxide  or  Chromic 
Salts.  ^  The  sesquioxide  after  ignition  is  almost  wholly  insoluble  in 
acids;  it  dissolves,  however,  when  long  boiled  in  oil  of  vitriol;  the  oxide 
dehydrated  at  a  temperature  below  redness  without  having  risen  to  in- 
candescence, is  soluble  in  acids,  though  it  dissolves  slowly;  the  hydrated 
sesauioxide  is  easily  soluble.  The  salts  of  chromic  oxide  are  of  a  beau- 
tiful green  or  blue  colour,  and  appear  red  by  transmitted  light;  the 
soluble  salts  redden  litmus;  when  they  are  heated,  the  acid  if  volatile, 
is  driven  off.  Those  chromic  salts  which  are  insoluble  in  water,  dis- 
solve for  the  most  part  in  hydrochloric  acid.  From  the  aqueous 
solutions  ammonia  precipitates  the  hydrate,  a  small  portion  of  which 
redissolves  in  an  excess  of  the  reagent;  the  stronger  the  ammonia, 
the  larger  is  the  quantity  dissolved.  The  solution  has  a  peach-blossom 
colour,  even  when  atmospheric  air  is  completely  excluded.  Carbonate  of 
ammonia  throws  down  carbonate  of  chromic  oxide  which  it  sparingly 
redissolves,  forpiing  a  pale  peach-blossom  coloured  solution.  Potash  pre- 
cipitates the  hydrate,  which  readily  dissolves  at  ordinary  temperatures 
in  excess  of  potash,  forming  a  grass-green  solution.  At  the  boiling 
point,  however,  the  hydrate  is  a«kin  completely  precipitated,  leaving  the 
supernatant  liquid  colourless.  Uarbonatf^  of  potash  throws  down  a  pale 
green  carbonate  of  the  sesquioxide,  which  dissolves  in  an  excess  of  the 
precipitant,  though  much  more  sparingly  than  in  caustic  potash,  forming 
a  solution  of  a  light  ffreenish-blue  colour;  it  is  reprecipitated  by  long 
boiling.  Carbonate  of  lime  also  throws  down  chromic  oxide  from  a  cold 
solution  (Fuohs,  Schw.  62,  191);  so  likewise  do  the  carbonates  of  baryta, 
strontia,  and  magnesia.  (Demar^y,  Ann.  Fharm.  11,  240.)  Alkaline 
hydrosulphates  precipitate  the  green  hydrate,  with  disengagement  of 
hydrosulphuric  acid ;  phosphate  of  soda  precipitates  pale  green  phosphate 
of  chromic  oxide;  iodide  of  potassium,  whitisn-green  iodide  of  chromium, 
soluble  in  hydrochloric  acid.  Chromate  of  potash  added  to  a  perfectly 
neutral  salt  of  chromic  oxide,  precipitates  yellowish-brown  ehromate  of 
chromic  oxide,  which,  however,  if  an  excess  of  acid  is  present,  remains 
dissolved,  forming  a  yellowish -brown  solution,  and  separates  only  on  the 
addition  of  a  small  quantity  of  ammonia.  Ferrocyanide  of  potassium 
produces  an  emerald-green  precipitate,  leaving  the  supernatant  liquid 
strongly  coloured.  Zinc  and  iron  do  not  separate  metallic  chromium  from 
the  salts  of  chromic  oxide.  These  salts  are  not  affected  by  hydrosulphuric 
acid,  oxalic  acid,  or  ferricyanide  of  potassium;  neither  are  they  preci{a- 
tated  by  long  boiling  with  acetate  of  soda. 

c.  With  some  of  the  alkalis  and  with  protoxide  of  iron. 


Brown  Oxtde  of  Chromium,  or  OhromoUe  qf  Chromic  Oxide. 

1 .  Insoluble  Broum  Oxide  of  Ghromitwi,  or  J^eutral  Chromate  of  Chromic 

Oxide,  CrO»,  or  Cr»0»,  CrOM 


I — 1.  By  the  imperfect  oxidation  of  the  green  oxide  bv  nitric 
3rine- water. — 2.  By  the  deoxidation  of  chromic  acid,  by  heating 


Formed- 
acid  or  chlorine- 
it  alone  (above  250°),  or  in  contact  with  hydrated  chromi©  oxide,  sul- 
phurous  acid,   ammonia,  and,   according    to   Dobereiner,   with  organic 
substances  which  have  no  affinity  for  the  sesquioxide,  such  as  paper. 

Preparation.— \.  Nitrate  of  chromic  oxide  is  heated  till  the  whole  of 
the  nitric  acid  is  decomposed,  and  then  again  with  a  fresh  quantity  of 
nitric  acid,  till  the  acid  is  completely  expelled,  but  not  quite  to  redness, 
VOL.  iv.  I 
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(Vaaquelin,  Brandenburg.)  According  to  Maas^  the  nitric  acid  cailnot 
be  completely  driven  off;  inasmuch  as,  at  the  temperature  reauired  for 
this  purpose,  the  green  oxide  is  produced. — 2.  Green  hjdrated  chromic 
oxide  is  heated  to  dryness  with  an  aqueous  solution  of  chromic  acid. — 
3.  Hydrated  chromic  oxide  is  cautiously  heated. — IT  4.  According  to 
»Schweitzer  {J.  fur  Pract.  Chem.  39,  269),  when  a  moderately  dilute 
solution  of  bichromate  of  potash  is  treated  with  nitric  oxide,  the  gas  is 
absorbed  in  rather  large  quantity,  the  liquid  assuming  a  dark  colour,  and 
after  some  time  depositing  a  brown  precipitate.  This  substance  has  all 
the  properties  of  brown  oxide  of  chromium.  H 

Dark  brown,  somewhat  shining  powder  (Vanqaeliu):  lemon-yellow 
powder  (Brandenburg). 

At  a  temperature  iust  below  redness,  it  gives  off  oxygen  gas,  and  is 
converted  into  the  orainary  ^reen  oxide;  when  treated  with  hydrochloric 
acid,  it  yields  chlorine  gas  and  green  hydrochlorate  of  chromic  oxide.  (Ber- 
zelius.)  A  warm  solution  of  oxalic,  tartaric,  citric,  or  acetic  acid,  likewise 
dissolves  it  in  the  state  of  green  oxide,  with  separation  of  oxygen  gas. 
(Brandenburg.) 

IT  Kriiger  maintains  that  this  brown  substance  (at  least  as  prepared 
according  to  3)  is  really  a  binoxide  of  chromium,  and  not  a  compound  of 
chromic  oxide  and  chromic  acid,  because  it  yields  only  chlorine  and  no 
chromate  of  sesquichloride  of  chromium,  when  heated  with  common  salt 
and  sulphuric  acid  [or  with  hydrochloric  acid?]  vid,  p.  115.  IT 

Combinations. — a.  With  water :  HydraJUd  Brown  Oxide  of  Chromium. 
-^1.  Nitrate  of  chromic  oxide  is  heated  till  the  nitric  acid  is  partially 
decomposed.  The  mass  is  then  dissolved  in  water,  and  the  hydrate 
precipitated  from  the  brownish  red  solution  by  excess  of  ammonia. 
(Vauquelin.)  By  this  process,  Moser  obtained  the  hydrated  green  oxide, 
but  of  a  somewhat  darker  colour  than  nsual. — 2.  Chlorine  gas  is  passed 
through  the  solution  of  a  salt  of  chromic  oxide  while  it  is  being  precipi- 
tated with  potash.  (Vauquelin.)  This  method  did  not  succeed  in  Moser*s 
hands. — 3.  Sulphurous  acid  is  passed  into  an  aqueons  solution  of  chromic 
acid;  and  from  the  resulting  brown  solution,  the  brown  hydrate  is  preci- 
pitated by  ammonia.  (Vauquelin.) — 4.  The  hydrated  brown  oxide  is 
likewise  precipitated  by  boiling  a  solution  of  chromate  of  ammonia. 
(Vauquelin.) — 5.  Through  a  mixture  of  the  solutions  of  chromate  and 
carbonate  of  potash,  a  mixture  of  nitrous  gas  and  atmospheric  air  (nitrous 
acid  vapour)  is  passed,  and  the  hydrate  is  precipitated  by  heating  the 
mixture  to  the  boiling  point;  if  too  much  nitrous  acid  is  used,  nothing 
but  nitrate  of  the  protoxide  is  formed.  (Grouvelle.) — 6.  A  mixture  of 
chromate  of  potash,  nitrate  of  ammonia,  and  carbonate  of  potash,  is 
evaporated  to  dryness,  gently  heated  till  the  mass  turns  black,  and  then 
digested  in  water :  the  portion  of  oxide  which  redissolves  is  afterwards 
precipitated  by  ammonia.  (Grouvelle.) — ^7.  The  hydrated  green  oxide  is 
digested  with  an  aqueous  solution  of  chromic  acid,  the  latter  not  being  in 
excess.    (Maus.) — 8.    Hydrochloric  acid  is  thoroughly  saturated  with 

f:reen  oxide  of  chromium,  and  precipitated  by  monochromate  of  potash. 
Maus.) — Bensch  (Fogg.  55,  98)  uses  for  this  purpose  a  boiling  solution  of 
sulphate  of  chromic  oxide. 

The  hydrate,  when  moist,  is  reddish  brown;  when  dry,  it  is  black 
(Vauquelin),  or  dirty  yellow  (Bensch). 

h.  With  acids,  forming  the  Scdis  of  Broken  Oxide  of  Chromium.  The 
strongly  heated  oxide  is  dissolved  hy  acids  with  great  difficulty;  the 
hydrate,  readily,  forming  a  brown  solution.    The  solution  reddens  litmus. 
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and  is  precipitated  by  ammonia  in  large  brown  flakes;  but  if  the  ammonia 
18  in  excess,  the  brown  oxide  is  resolved  into  green  oxide  and  chromic 
acid,  which  combines  with  the  ammonia.  The  solution  does  not  precipi- 
tate the  salts  of  lead,  mercury,  or  silver. 

c.  With  the  alkaJis  in  solution,  especiallj  with  potash. 

The  supposition  of  John  and  Dobereiner,  that  brown  oxide  of  chromium 
is  not  a  distinct  compound  of  chromium  and  oxygen,  but  merely  a  very 
feeble  compound  of  the  green  oxide  with  chromic  aoid,  is  rendered  highly 
probable  by  the  following  experiments  of  Maus:  When  the  hydrated 
brown  oxide  is  washed  with  cold  water,  the  process  must  be  continued 
for  three  weeks  before  the  wash-water  (containing  chromic  oxide  with 
excess  of  chromic  acid)  ceases  to  affect  a  aait  of  lead;  the  washed  residue 
ia  then  found  to  be  converted  into  hydrated  green  oxide.  Hot  water  acts 
in  the  same  manner,  but  much  more  rapidly.  A  solution  of  sal-ammoniac, 
or  alcohol  acts  like  water.-— The  hydrated  brown  oxide  digested  with 
acetate  of  lead  is  converted  into  chromate  of  lead,  while  the  supernatant 
liquid  contains  acetate  of  the  green  oxide;  a  slight  excess  of  acetic  acid 
accelerates  the  decomposition.— -By  digestion  with  small  quantities  of 
arsenic  acid  in  solution,  the  brown  hydrate  is  converted  into  insoluble 
arseniate  of  ffreen  chromic  oxide  (which  would  dissolve  were  the  arsenic 
acid  present  in  excess),  and  the  solution  contains  pure  chromic  aeid. 


IT  2.  Bichromate  of  Chromic  Oxide, 

CiSQ*,  2CrO'  OP  Cr*0». 

1.  When  chromic  acid  ib"  exposed  on  a  glass  plate,  it  dries  up  to  a 
brown  crust  which  is  insoluble  in  water,  and  adheres  strongly  to  the 
glass.  This  substance  is  bichromate  of  chromic  oxide,  produced  by  the 
action  of  the  dust  in  the  air.  It  may  also  be  prepared  by  treating  a 
moderately  dilute  solution  of  chromic  acid  with  excess  of  alcohol  at 
ordinary  temperatures,  and  heating  the  mixture  after  the  evolution  of 
aldehyde  has  ceased:  in  a  short  time  the  reduction  is  complete.  Part  of 
the  compound  sinks  to  the  bottom  of  the  vessel;  part  remains  suspended 
in  the  liquid,  even  after  some  weeks.  The  precipitate  is  boiled  with 
water  till  the  smell  of  pure  acetic  acid  is  apparent,  then  agitated  with 
water,  and  lastly  with  absolute  alcohol,  till  nothing  more  is  dissolved  out 
by  either  liquid  The  pure  salt,  when  dry,  presents  the  appearance  of  a 
brittle,  fissured  mass,  and  yields  a  greenish-brown  powder.  Before 
drying,  it  is  readily  soluble  in  hydrochloric  and  nitric  acid,  and  with 
greater  difficulty  in  acetic  acid.  From  these  solutions  chromic  oxide  is 
precipitated  by  ammonia.  Caustic  potash  easily  dissolves  it.  (Traube.)— « 
2.  when  a  solution  of  chrome-alum  is  mixed  with  a  solution  of  neutral 
chromate  of  potash,  the  mixture  first  becomes  brownish  red,  and  sub- 
sequently deposits  a  bright  brown  precipitate,  the  supernatant  liquid 
having  an  intense  yellow  colour.  The  precipitate  is  waahed  with  cold 
water  till  it  passes  through  the  filter  colourless.  This  compound  dissolves 
in  hydrochloric  acid  with  a  yellowish  green,  and  in  nitric  acid  with  a 
brown  colour;  the  solution  in  both  cases  yields  with  ammonia  a  precipi- 
tate of  chromic  oxide,  leaviue  chromic  acid  in  solution.  Dilute  sulphuric 
acid  slowly  dissolves  it  at  a  boiling  heat,  forming  a  brown  liquid.  Solu- 
tion of  potash  rapidly  resolves  it  into  chromic  oxide  and  chromic  acid; 
ammonia  does  not  affect  it. 

I2 
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3.  Neutral  Chramate  of  Chromic  Oxide. 

CrO*,  3CrO». 

This  substance  is  formed,  according  to  Traube,  when  chromic  acid  is 
heated  above  250"*.  By  boiling  with  water,  or  after  remaining  for  a  long 
time  in  contact  with  that  liquid,  it  is  conyerted  into  a  soluble  modification 
of  the  same  salt,  imparting  to  the  water  in  the  first  case  a  yellowish,  and  in 
the  second  a  deep  brown  colour.  When  it  is  heated  with  hydrochloric  acid, 
chlorine  is  evolved,  and  a  solution  of  sesquichloride  of  chromium  obtained; 
nitric  acid  dissolves  it  very  slowly.  Dilute  sulphuric  acid  slowly  resolves 
it  into  soluble  sulphate  of  chromic  oxide  and  chromic  acid;  concentrated 
sulphuric  acid,  on  the  contrary,  aided  by  heat,  forms  with  it  an  insoluble 
sulphate  of  chromic  oxide  and  chromic  acid.  Potash  decomposes  it 
readily;  ammonia  with  difficulty,  the  action  being  apparently  due  to  the 
water  contained  in  the  ammonia.  The  salt  contains  57*93  per  cent,  of 
chromium,  and  42^07  of  oxygen.  (Traube.)  IT 

4s  Soluble  Brown  Chromic  Oxide  or  Acid  Chromaie  of  Chromic  Acid. 

Cr»0«  or  CrSQ*,  4CrO«. 

1.  A  cold  aqueoos  solution  of  chromic  acid  rapidly  dissolves  the 
hydrate  or  carbonate  of  green  chromic  oxide.  The  solution  has  a  darker 
brown  colour  than  pure  chromic  acid;  is  not  rendered  turbid  by  boiling; 
and  leaves,  on  evaporation,  a  brittle  homy  mass,  which  is  permanent  in 
the  air,  and  dissolves  without  change  in  cold  alcohol.  It  contains  27'79 
per  cent.  (1  atom)  of  the  green  oxide,  and  72*21  per  cent.  (4  atoms) 
of  chromic  acid.  (Maus.)  The  solution  gives  a  green  precipitate  with 
ammonia;  it  may  be  repeatedly  evaporated  to  dryness  at  a  temperature 
of  100"^,  without  being  decomposed;  but  if  the  evaporated  mass  is  kept 
at  that  temperature  for  a  long  time,  it  becomes  insoluble.  (Hayes.)  On 
mixing  green  sesquichloride  of  chromium  with  monochromate  of  potash, 
a  green  solution  is  first  obtained,  which  turns  brown,  and  then  deposits  a 
precipitate  of  the  first  compound;  the  liquid,  however,  still  remains 
brown.  Possibly  it  contains  the  fourth  compound  =  Cr*0*,  and  the  pre- 
cipitate should  be  regarded  as  CrO^  (Berselius.)  [Probably  then  in  this 
manner ;  Cr»0»,  3HC1 + 3(K0,  CrO')  =  3(K0,  HCl)  +  2(Cr»O0 + CrO*]. 


C.  Chromic  Acid.    CrO*. 
Chromiaurey  Acide  chromique. 

• 

FbrmcUion. — 1.  By  igniting  chromic  oxide  with  potash  in  an  open 
vessel,  or  with  nitre,  chlorate  of  potash  (which  rapidly  disengages  chlo- 
rine gas),  or  peroxide  of  lead,  the  product  being  chromate  of  potash,  or 
chromate  of  lead.— -2.  By  treating  the  hydrated  sesquioxide  with  an 
aqueous  solution  of  hypochlorous  acid.  (Balard.) 

Preparation. — 1.  A  mixture  of  1  part  of  chromate  of  lead,  I  part 
of  fluorspar,  and  3  parts  of  fuming  oil  of  vitriol,  is  gently  heated  in  a 
leaden  vessel,  over  which  a  larger  vessel  of  the  same  material,  perforated 
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witb  a  great  number  of  holes  for  the  admission  of  air,  is  inverted.  The 
t«rflooride  of  chromiam  ascending  in  vapour  is  decomposed  by  the  mois- 
ture of  the  air  into  volatile  hydrofluoric  acid  and  solid  chromic  acid, 
which  is  prevented  from  falling  into  the  lower  vessel  bj  a  perforated 
leaden  plate  laid  on  the  mouth.  (Unverdorben.)  The  further  purifi- 
cation recommended  by  Unverdorben,  which  consists  in  precipitating 
with  nitrate  of  silver  and  decomposing  the  chromate  of  silver  by  hy- 
drochloric acid,  will  probably  yield  a  chromic  acid  containing  hydro- 
chloric or  nitric  acid.  A  considerable  quantity  of  chromium  remains 
behind  in  the  leaden  vessel,  because  the  water  in  the  oil  of  vitriol 
prevents,  to  a  certain  extent,  the  formation  of  fluoride  of  chromium; 
anhydrous  sulphuric  acid,  or  even  fuming  oil  of  vitriol,  is  not  adapted  to 
the  purpose,  because  the  anhydrous  acid  volatilizes  with  the  fluoride  of 
chromium.  (Mans). — 2.  A  mixture  of  4  parts  of  chromate  of  lead  (or  8*2 
parts  of  chromate  of  baryta),  3  parts  of  fluorspar  free  from  silica,  and  5  parts 
of  fuming  sulphuric  acid,  or  English  oil  of  vitriol  freed  by  boiling  from 
excess  of  water,  is  gently  heated  in  a  leaden,  or  better  in  a  platinum  retort, 
over  an  oil  lamp;  the  vapour  of  fluoride  of  chromium  thereby  evolved  is 
passed  into  a  platinum  receiver  containing  water;  and  the  hydrofluoric 
acid  and  water  expelled  by  evaporation  (the  addition  of  powdered  quarts 
is  quite  unnecessary):  the  residue  consists  of  chromic  acid.  (Berzelius.) — 
3.  A  hot  solution  of  bichromate  of  potash  is  mixed  with  a  quantity  of 
hydrofluosilicic  acid,  not  quite  sufficient  for  precipitating  the  whole  of 
the  potash ;  the  solution  filtered  from  the  double  fluoride  of  silicium  and 
potassium;  the  latter  washed  with  water;  the  filtrate  evaporated  to  a 
small  bulk  in  a  porcelain  basin;  the  remainder  of  the  potash  precipitated 
by  a  slight  excess  of  hydrofluosilicic  acid;  the  liquid  evaporated  to  dry- 
ness in  a  platinum  dish  (a  vessel  of  porcelain  would  be  attacked  by  the 
excess  of  hydrofluosilicic  acid) ;  the  residue  dissolved  in  the  smallest 
possible  quantity  of  water;  the  aqueous  solution  of  chromic  acid  decanted 
(a  filter  would  be  destroyed  by  so  concentrated  a  solution)  from  double 
fluoride  of  silicium  and  potassium;  and  lastly,  evaporated  to  dryness. 
(Maus.) — 4.  A  warm  solution  of  bichromate  of  potash  is  carefully  added 
to  an  excess  of  oil  of  vitriol  (any  excess  of  the  salt  would  crystallize  out 
without  being  decomposed,  and  thus  contaminate  the  chromic  acid) :  the 
liquid  poured  off  from  the  chromic  acid,  which  separates  in  small  red 
crystals;  and  the  crystals  drained  in  a  funnel  haviug  its  stem  partly  filled 
with  coarsely  pounded  glass.  The  chromic  acid  is  then  placed  under  an 
evaporating  jar,  on  a  brick  which  absorbs  more  of  the  sulphuric  acid;  aud 
lastly  dissolved  in  a  small  quantity  of  boiling  water.  On  cooling,  the  solu- 
tion deposits  crystals  of  nearly  pure  chromic  acid.  (Fritzsche.)  Warington 
{J.  pr,  CJiem.  27,  252)  mixes  10  measures  of  a  cold  saturated  solution  of 
bichromate  of  potash  with  from  12  to  15  measures  of  oil  of  vitriol,  free 
from  lead,  and  presses  the  red  acicular  crystals,  which  separate  as  the 
liquid  cools,  between  porous  stones.  The  chromic  acid  thus  prepared  con- 
tains but  a  trace  of  sulphuric  acid.  IT  Bolley  {Ann.  Pharm.  56, 113)  im- 
proves upon  this  method  by  dissolving  a  weighed  quantity  ol  bichromate  of 
potash  in  a  small  quantity  of  boiling  water,  and  adding  to  the  hot  solu- 
tion the  exact  quantity  of  ordinary  sulphuric  acid  required  to  convert  the 
potash  into  bisulphate.  The  mixture  is  then  left  to  cool,  whereupon 
it  solidifies  for  the  most  part  in  a  red  granular  mass,  consisting  of  bisul- 
phate of  potash  with  adhering  chromic  acid.  The  mixture  is  stirred  to 
separate  the  insoluble  grains,  and  the  solution  decanted  from  the  bisul- 
phate of  potash,  which  is  washed  several  times  with  cold  water  to  remove 
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the  whole  of  the  chromic  acid.  The  solution  of  chromic  acid  containing 
a  small  quantity  of  bisulphate  of  potash  is  then  further  concentrated, 
and  the  chromic  acid  precipitated  by  about  an  equal  yolume  of  sulphuric 
acid,  which  throws  it  down  free  from  all  traces  of  bisulphate  of  potash. 
It  is  then  drained  in  a  glass  funnel,  loosely  closed  with  pieces  of  glass, 
and  finally  obtained  in  perfectly  pure  and  large  crystals  by  repeated 
solution  in  water,  and  recrystallization  by  slow  evaporation. — Traube 
(Ann,  Fharm.  66,  170)  heats  1  part  of  bichromate  of  potash  with  3^ 
parts  of  sulphuric  acid  and  2^  parts  of  water,  and  adds  4  parts  of 
sulphuric  acid  to  the  solution  of  chromic  acid  decanted  from  tne  crys- 
tallized bisulphate  of  potash.  The  chromic  acid  is  precipitated  in  red 
flakes,  which  are  redissolyed  in  a  small  quantity  of  water,  and  the  solu*> 
tion  evaporated  to  the  crystallizing  point.  The  acid  thus  obtained  may 
be  purified  from  chromate  of  potash  either  by  re-solution  in  water  and 
precipitation  by  sulphuric  acid,  &c.,  or  by  careful  fusion  in  an  ur-bath, 
whereby  insoluble  double  sulphate  of  chromic  oxide  and  potash,  and 
insoluble  sulphate  of  chromic  oxide  are  obtained  b^  the  mutual  action 
of  the  several  elements  present  The  chromic  acid  is  afterwards  sepa- 
rated by  exhausting  with  cold  water,  and  crystallized  by  evaporation 
in  the  ordinary  way.  IT — 5.  Chromate  of  baryta  is  digested  with  a  quan- 
tity of  dilute  sulphuric  acid,  not  sufiicient  for  complete  saturation,  and 
the  baryta  precipitated  from  the  filtrate — which  contains  chromic  acid 
and  acid  chromate  of  baryta — ^by  the  exact  amount  •  of  sulphuric  acid 
required,  so  that  the  solution  is  neither  affected  by  sulphuric  acid  nor  by 
a  «Jt  of  baryta;  it  is  then  filtered  and  evaporated  to  dryness.  (Meiss- 
ner.)— Dobereiner  decomposes  chromate  of  baryta  with  a  slight  excess 
of  sulphuric  acid,  and  afterwards  removes  the  excess  of  sulphuric  acid 
from  the  filtrate  by  the  addition  of  an  equivalent  quantity  of  baryta- 
water. 

Propert{es.^^AB  prepared  by  the  first  method,  chromic  acid  forms  a  de- 
licate, woolly,  scarlet-coloured,  asbestos-like  mass,  so  light  that  a  cubic 
inch  weighs  only  0*2  of  a  gramme.  (Unverdorben.)  Prepared  by  the  second 
method^  it  forms  a  solid,  dark  red  mass,  which  turns  black  when  heated. 
(Berzelius.)  From  a  concentrated  solution,  it  ciystallizes  in  carmine- 
coloured  needles,  or  in  large  brownish  red  crystals  which  yield  a  carmine- 
coloured  powder.  (Pritzsche.)  It  fuses  when  heated  [to  180**  or  190° 
Trauhe],  forming  a  bright  reddish  brown  liquid,  which,  on  coolinp^,  soli- 
difies in  a  red,  opaque,  and  brittle  mass.  (Unverdorben.)  Chromic  acid  is 
inodorous;  tastes  very  acid  at  first,  and  afterwards  rough,  but  not 
metaUic;  it  imparts  to  the  skin  a  yellow  stain,  which  is  not  removed  by 
water  but  yields  to  an  alkali.  (Unverdorben,  Berzelius.) 

Calculation.  Beneliiu. 

Cr 28        ...        53-85        ...        54-13 

30 24         ...         4615         ...        45-87 


CrO» 52                  10000  ...       100*00 

Or:  Godon.  Vauqudin. 

C»*0» 80  ...  76-9        ...  741         ...        85-8 

30 24  ...  231         ...  25-9         ...         142 


2CrO» 104         ...       100-0        ...       100-0        ...       100-0 

(CrO»  =  351-32-1-3  .  100  =  651-82.  BencUus.) 
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DecompoBitwns, — When  heated  above  the  melting  point  [above  250**, 
Trauhe\  it  is  resolved  into  oxygen  gas  and  sesqnioxide  of  chromium 
[neutral  chromate  of  chromic  oxide,  I^atibe]^  and  if  the  acid  has  been 
prepared  by  the  first  method,  the  resulting  oxide  exhibits  incandescence. 
(Unverdorben,  Berzelius.)  B^  heating  the  acid  with  oil  of  vitriol,  oxy- 
gen gas  and  sulphate  of  chromic  oxide,  are  obtained. — 2.  If  chromic  acid, 
prepared  by  the  second  method,  be  introduced  at  ordinary  temperatures 
into  ammoniacal  gas,  it  instantly  becomes  white  hot,  and  is  reduced 
into  chromic  oxide.  (Unverdorben,  Bottger,  Ann.  Fharm.  57,  134.)— 
8.  Keated  potassium  or  sodium  reduces  chromic  acid  with  incandescence — 
probably  to  the  metallic  state.  (Gay-Lussac  &  Th6nard.) — 4.  Phosphorus 
dissolves  in  an  aqueous  solution  of  chromic  acid,  producing  green  phos- 
phate of  chromic  oxide.  (Jacobson.) — 5.  When  hydrosulphurio  acid  gas 
IS  passed  over  the  dry  heated  acid,  decomposition  takes  place,  attenaed 
with  vivid  incandescence,  the  products  being  sulphur,  water,  and  sesqui* 
sulphide  of  chromium.  (Harten,  Ann,  Fharm.  37,  350.) 

2CrO»+6HS  ==  Ci«S8  +  6H0  +  3S. 

The  aqueous  acid  is  decomposed  by  sulphuretted  hydrogen  into  water^ 
sulphur,  and  chromic  oxide. -—6.  Sulphurous  acid  converts  aqueous 
chromic  acid  into  sulphate  of  chromic  oxide. 

2CrO»+  3S0«  =  Ci^CaSO'. 

With  a  smaller  quantity  of  sulphurous  acid,  the  brown  oxide  of  chromium 
is  produced.  IT  Dry  chromic  acid  is  not  affected  by  sulphurous  acid  at 
100°;  at  180°  that  acid  converts  it  into  chromate  of  chromic  oxide,  with 
evolution  of  anhydrous  sulphuric  acid.  (Traube,  Ann.  Fharm.  66, 103.) — 
7.  Hydriodic  acid  and  boiling  hydrochloric  acid  form  green  solutions  of 
sesquiodide  or  sesquichloride  of  chromium,  with  evolution  of  iodine  or 
chlorine. — 8.  Chromic  acid  in  solution  is  likewise  reduced  to  the  state 
of  chromic  oxide  by  nitric  oxide,  by  arsenious  acid,  and  by  agitation 
with  mercury. — 9.  Many  organic  substances,  as  citric  acid,  tartaric  acid, 
alcohol,  and  paper,  convert  chromic  acid,  especially  when  aided  by  light, 
or  hea^  into  green  or  brown  oxide,  carbonic  acid  being  formed  at  the 
same  time.  The  concentrated  add  corrodes  paper  like  oil  of  vitriol,  the 
action  being  attended  with  formation  of  brown  oxide  of  chromiu\n. 
(Maus.)  The  dilute  acid  assumes  a  green  colour  when  exposed  to 
light.  Vegetable  substances  saturated  with  aqueous  chromic  acid  ;&nd 
then  dried,  burn  with  a  vivid  and  continuous  flame.  (Jacobson.) 

Combinations. — a.  With  Water. — Aqueous  Chromic  Acid. — Chromic 
acid  rapidly  deliquesces  in  the  air,  and  dissolves  very  easily  in  water, 
forming  a  dark  reddish  brown,  or,  with  more  water,  a  lemon-yellow  solu- 
tion. Chromic  acid  imparts  a  yellow  colour  to  very  large  quantities  of 
water. 

5.  With  Salifiable  Bases,  chromic  acid  forms  salts  called  Chromates. 
Most  of  them  are  either  bibasic,  monobasic,  or  biacid  salts.  The  normal 
chromates  of  the  alkalis  and  earths  are  yellow;  the  alkaline  bichromates, 
aurora-red;  the  ichromates  of  the  heavy  metals  are  bright  yellow,  red,  or 
occasionally  of  some  other  colour.  The  alkaline  monochromates  remain 
nndecomposed  even  at  a  full  red  heat,  unless  carbon  is  present,  in  which 
case  the  chromic  acid  is  reduced  to  chromic  oxide;  chromates  containing 
a  weaker  base  give  off  oxygen  gas  when  heated  alone,  and  form  chro- 
mic oxide.  Before  the  blowpipe,  the  chromates  impart  a  green  colour 
to  borax  and  microcosmic  salt.     Wben  heat^  with  oil  of  vitriol,  they 
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all  evolve  oxygen  gas,  and  yield  sulphate  of  chromic  oxide,  together 
with  another  sulphate.  The  anhydrous  salts,  heated  with  hydrochloric 
acid,  evolve  chlorine  gas,  and  form  sesquichloride  of  chromium  and 
another  metallic  chloride.  Heated  in  the  anhydrous  state  with  common 
salt  and  oil  of  vitriol,  they  give  off  red  vapours  of  chlorochromic  acid, 
which  condenses  to  a  brownish  red  liquid.  Similarly,  when  heated  with 
fluorspar  and  oil  of  vitriol,  they  evolve  red  vapours  of  terfluoride  of 
chromium.  A  few  only  of  the  chromates,  more  particularly  those  of 
the  alkalis,  are  soluble  in  water,  but  they  all  dissolve  in  nitric  acid. 
^  Kopp  has  obtained  many  of  the  heavy  metallic  chromates  in  a  hydrated 
and  even  soluble  form,  by  digesting  the  corresponding  metallic  sulphate 
with  chromate  of  baryta  for  a  considerable  time,  or  more  rapidly  by 
treating  the  oxide  or  carbonate  with  a  dilute  solution  of  chromic  acid. 
The  salts  thus  obtained  are  precisely  analogous  to  the  corresponding  sul- 
phates (vid.  chromate  of  copper  and  chromate  of  zinc).  IT  The  aqueous 
yellow  solutions  (reddish  yellow,  if  they  contain  excess  of  chromic  acid) 
assume  a  deeper  colour  on  the  addition  of  sulphuric,  nitric,  or  hydro- 
chloric acid,  in  consequence  of  the  separation  of  chromic  acid.  When 
hydrochloric  acid  Is  used,  chlorine  is  evolved,  and  the  red  colour  changes 
to  the  green  of  sesquichloride  of  chromium,  gradually  at  ordinary  tem- 
peratures, more  quickly  on  boiling,  and  still  more  quickly  on  the  addi- 
tion of  alcohol.  When  the  solution  of  a  chromate  is  mixed  with  sulphuric 
or  acetic  acid,  and  a  current  of  hydrosulphuric  acid  gas  passed  through 
it,  sulphur  is  deposited  and  the  liquid  assumes  a  green  colour  from  forma- 
tion of  sulphate  or  acetate  of  chrotnic  oxide.  According  to  H.  Bose,  the 
whole  of  the  sulphur  in  the  hydrosulphuric  acid  is  precipitated  in  the  ftee 
state,  but  if  the  gha  is  passed  through  a  hot  mixture  of  a  chromate  with 
acetic  acid,  decomposition  is  more  rapidly  effected,  and  the  greater  part 
of  the  sulphur  is  converted  into  sulphuric  acid.  Sulphurous  acid  rapidly 
converts  chromic  acid  in  the  soluble  salts  into  sulphate  of  chromic  oxide. 
Zinc  decomposes  the  alkaline  monochromates  and  bichromates,  when  dis^ 
solved  in  water  and  mixed  with  sulphuric  acid,  forming  a  green  solu- 
tion of  chromic  sulphate.  Mercury,  according  to  Jaoobson  (t/.  pr.  Chem; 
23,  467),  quickly  produces  in  solutions  of  the  alkaline  bichromates, 
and  more  slowly  in  solutions  of  the  monochromates,  a  precipitate  of 
hydrated  chromic  oxide.  Oxalic,  tartftric,  or  citric  acid  (but  not  acetic 
acid),  converts  the  soltible  chromates,  especially  when  heated,  into  green 
solutions  of  chromic  oxide,  with  evolution  of  carbonic  acid.  Alcohol  and 
sugar  act  in  a  similar  manner,  on  the  addition  of  a  smaU  quantity  of  sul* 
phuric  acid.  The  alkaline  chromates,  dissolved  in  water,  precipitate 
baryta  salts  pale  yellow,  lead  and  bismuth  salts  bright  yellow,  mercurous 
salts  brick  red^  and  silver  salts  purple  red;  these  precipitates  are  all 
solable  in  nitric  acidi 

c.  With  several  metallic  chlorides,  which  play  the  part  of  a  basic 
metallic  oxide. 

d.  Chromic  acid  is  soluble  in  alcohol  and  ether. 

t).  Perchromio  Acid.    Cr*0^ 

VeherdtromiHitrey  AcUtesurckromi^. 

When  peroxide  of  hjrdrogen,  dissolved  in  water,  is  mixed  with  a 
solution  of  chromic  acid,  the  liquid  assumes  a  deep  indigo-blue  colour; 
but  it  often  loses  this  colour  very  rapidly,  the  liquid  evolving  oxygen  gas. 
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The  same  blae  colour  is  likewise  produced  on  adding  a  mixture  of  aqueous 
peroxide  of  hydrogen  and  sulphuric  acid^  or  hydrochloric  acid,  to  bichro- 
mate of  potash j  but  in  a  rery  short  time  oxygen  gas  is  disengaged  and  a 
potash  salt  together  with  a  chromic  salt,  is  left  in  the  solution.  In  this 
case,  for  each  atom  of  bichromate  of  potash,  4  atoms  of  oxygen  gas  are 
eyolyed,  prorided  an  excess  of  peroxide  of  hydrogen  is  present: 

KG,  2CrO»  +  O  +  4S0»  =  KO,  SO*  +  Cr^OS,  3S0>  +  40- 

Consequently,  the  peroxide  of  hydrogen  must  first  have  given  up  one 
atom  of  0  to  the  two  atoms  of  CrO*  and  formed  Ci^O'',  this  compound 
being  subsequently  resolved,  with  evolution  of  four  atoms  of  0,  into 
Ci^O^  With  ether,  the  acid  forms  a  more  stable  blue  mixture  than  with 
water.  To  prepare  this  compound,  according  to  Th6nard's  directions 
(p.  74),  peroxide  of  barium  Lb  dissolved  in  hyarochlorio  acid;  the  liquid 
covered  with  a  stratum  of  ether;  a  solution  of  bichromate  of  potash  care^ 
fully  added,  and  the  whole  agitated  together:  the  lower  aqueous  stratum 
then  appears  colourless,  ana  the  blue  ethereal  solution  is  poured  off. 
When  the  liquid  is  left  to  evaporate  in  the  air^  the  whole  of  the  ether 
escapes,  but  the  blue  colour  suddenly  disappears,  with  evolution  of 
oxygen  gas,  and  chromic  acid  alone  remains.  Alkalis  instantly  decom- 
pose perchromic  acid,  disengaging  oxygen  gas  and  forming  an  alkaline 
chromate.  Perchromic  acid,  however,  dissolved  in  ether,  may  be  made 
to  unite  with  ammonia  and  certain  organic  bases,  producing  very  stable 
compounds^  from  which  stronger  acids  separate  the  blue  acid.  (Barreswil^ 
CompU  rend.  16,  1065j  also  J.  pr.  Chem.  29,  296;  also  InstU.  1646,  320.) 


Chromium  and  Carbon. 

IT  Carbonate  of  Chromous  Oxide. — The  precipitate  produced  in  a 
solution  of  ptotoohloride  of  chromium  by  alkaline  carbonates  resembles  in 
many  respects  the  carbonates  of  magnesia,  zinc,  and  ferrous  oxide.—* 
1.  When  the  protochloride  is  added  to  a  boiling  solution  of  carbonate  of 
potash,  a  red  or  reddish  brown  precipitate  is  formed,  which,  when  the 
ebullition  ceases,  gradually  acquires  a  bluish  green  colour  (provided  air 
be  excluded),  while  the  supernatant  liquid  becomes  yellow  and  deposits 
brilliant,  brownish  yellow,  lamellated  crystals.  These,  when  exposed  to 
the  air  on  bibulous  paper,  become  opaque  and  green,  but  retain  their 
brilliancy.  If  again  put  into  water  they  turn  yellow,  and  yield  a  yel* 
lowish  solution,  together  with  a  greenish  blue  residue. — 2.  If  a  cold 
boiled  solution  of  carbonate  of  potash  is  used,  the  precipitate  is  some^ 
times  obtained  in  the  form  of  a  dense  yellow  powder,  sometimes  in  the 
form  of  bluish  green  flakes,  which  appear  however  to  have  the  same  con- 
stitution as  the  powder*  inasmuch  as^  on  dissolving  the  former  in  a  fresh 
quantity  of  water,  the  flocculent  precipitate  is  found  to  increase  on  stand- 
ing.— If  the  yellow  or  brownish  red  solution  is  exposed  to  the  air.  it 
turns  green,  and  at  the  same  time  a  green  substance  separates,  which  is 
immediately  precipitated  on  the  addition  of  alcohol.  When  the  liquid  is 
kept  in  close  vessels,  it  evolves  carbonic  acid,  becomes  turbid,  and  depo* 
sits  the  greenish,  flocculent  precipitate  mentioned  above:  this  likewise 
disengages  carbonic  acid  and  hydrogen  gas,  turns  brown,  and  appears  to 
be  transformed  into  Peligot's  hydrated  chromoso-chromic  oxide.  The 
precipitate  obtained  from  the  cold  potash  solution  does  not  change  on 
boiling,  excepting  that  it  gives  off  carbonic  acid,  and  afterwards  dissolves  in 
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acids  without  effervescence.  Bicarbonate  of  potash  behaves  like  the 
simple  salt,  but  evolves  a  larger  quantity  of  carbonic  acid,  and  retains 
more  of  the  chromous  carbonate  in  solution.  (Moberg.)    % 

Carbonate  op  Chromic  Oxide. — Prepared  by  precipitating  a  salt 
of  chromic  oxide  with  a  moderate  excess  of  carbonate  of  ammonia, 
potash,  or  soda.  Light  pale  greenish  blue  powder.  According  to  Meiss- 
ner,  it  contains  77'30  per  cent,  of  oxide,  15*54  of  acid,  and  7*16  of  water. 
The  carbonic  acid  is  evolved  at  a  temperature  of  62'^.  (Meissner.)  ^  The 
salt  is  insoluble  in  water,  but  when  recently  precipitated,  dissolves  in  m 
aqueous  solution  of  carbonate  of  potash.  T  According  to  Lefort,  it 
consists  of  Cr'O',  C0*+4H0,  and  loses  3  atoms  of  water  between  75"^ 
and  150°;  but  the  last  atom  of  water  and  the  carbonic  acid  are  not 
evolved  till  the  temperature  exceeds  dOO''.  {Compt  rend,  27,  269.)  IT 

Chromium  akd  Boron. 

IT  Borate  of  Chromous  Oxtdb. — ^Obtained  by  precipitating  the 
protochloride  with  borax.  Pale  blue  precipitate  soluble  in  free  acids,  but 
insoluble  in  excess  of  the  reagent.  (Moberg.)    IT 

Borate  of  Chromic  Oxide. — a.  Borate  of  ammonia  precipitates 
from  a  solution  of  sesquichloride  of  chromium,  even  when  largely  diluted, 
a  pale  green  powder,  insoluble  in  water.  (Hayes.)  Borax  produces  a 
blue  precipitate  soluble  in  excess  of  the  reagent.  (Berlin.)-— 5.  Sexbo- 
rate  of  potash  gives  a  green  precipitate  with  chromic  salts.  (Laurent.) 

Chromium  and  Phosphorus. 

A.  DiPHOsPHiDE  OP  Chromium.— 1.  Formed  when  phosphuretted 
hydrogen  gas  is  passed  over  heated  sesquichloride  of  chromium. 

Ci«a»  +  PH»=  Cr2p  +  3HC1. 

The  resulting  phosphide  of  chromium  retains  the  crystalline  scaly  form 
of  the  chloride  of  chromium  used.  It  is  black;  fives  a  phosphorescent 
flame  before  the  blowpipe;  does  not  dissolve  in  hydrochloric  acid,  and,  to 
a  ver^  small  extent  and  only  after  long  boiling,  in  nitric  or  nitrohydro- 
chloric  acid.  (H.  Rose,  Fogg.  24,  333.) — 2.  Phosphate  of  chromic  oxide 
is  pressed  down  into  a  charcoal  crucible  and  heated  in  a  blast-furnace.— 
The  product  is  a  slightly  coherent,  light  grey,  somewhat  brilliant  mass, 
which  conducts  electricity,  undergoes  but  slight  change  in  an  open  fire,  and 
is  oxidized  with  difficulty  in  the  outer  blowpipe  flame.  It  is  decomposed 
b^  hydrate  of  potash  at  a  red  heat  only,  a  gas  being  evolved  which  bums 
with  a  yellow  flame,  and  without  any  odour  of  phosphorus;  after  a  long 
interval,  the  yellow  colour  of  chromate  of  potash  appears.  It  scarcely 
imparts  any  colour  to  boiling  aqua-regia,  even  after  digestion  with  it  for 
many  hours;  it  is  insoluble  in  all  other  acids,  even  the  hydrofluoric, 
(Berzelius.) 

Calcolation.  H.  Rose. 

2Cr    56-0        ....        64-07        64-5 

P    31-4        ....        35-93        35-5 

Cr»P 8^4        Z      100-00        ZZ      1000 
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B.  Phosphite  of  Chromic  Oxide; — An  aqueons  eolation  of  Besqui- 
chloride  of  chromium  is  precipitated  by  terchloride  of  phosphorus  dissolved 
in  water  and  neutralized  with  ammonia.  The  phosphite  of  chromic 
oxide  remains  partially  dissolved,  imparting  a  green  colour  to  the  liquid; 
it  likewise  redissolves  in  the  wash- water;  but  on  heating  these  solutions, 
it  is  perfectly  precipitated,  leaving  the  supernatant  liquid  colourless. 
Loose,  green  powder,  which,  when  ignited  in  a  retort,  evolves  hydrogen 
fi»s  free  from  phosphorus  and  without  any  appearance  of  light.  (H.  Rosoj 
roffg.  9,  40.) 

IT  C.  Phosphate  of  Chbomous  OxTDB.«-Phosphate  of  soda  produces 
in  a  solution  of  the  protochloride  an  abundant  blue  precipitate,  which  is 
readily  dissolved  by  acids,  and  rapidly  turns  green  on  exposure  to  the  air. 
(Moberg.)  IT 

D.  Phosphate  of  Chromic  Oxide.— ^.  Neutral  Pho^haUn  On 
mixing  sesqnichloride  of  chromium  with  phosphate  of  potash,  a  green 
precipitate  is  obtained,  which  appears  bluish  black  after  ignition,  but 
yields  a  greenish  brown  powder. 

h.  Acid  jPAo«p^fo.— Hydrated  sesquioxide  of  chromium  yields  with 
aqueous  phosphoric  acid  an  emerald-green,  uncrystallizable  solution  < 
(Yauquelin.) 

H  E.  Pyrophosphate  OF  Chromic  Oxide. — Formed  by  precipitating  a 
solution  of  crystallized  chrome-alum  with  pyrophosphate  of  soda.  At  ordi- 
nary temperatures,  a  dirty  red  precipitate  appears;  but  with  a  boiling  solu- 
tion, a  pale  green  precipitie^te  is  obtained.  This  salt  is  soluble  in  solution  of 
pyrophosphate  of  soda;  in  strong  mineral  acids;  in  water  acidulated  with 
sulphuric  acid,  from  which  it  is  again  precipitated  in  an  amorphous  state 
on  Doiling;  and  in  solution  of  potash.  At  100°,  it  assumes  a  deeper  green 
colour,  but  after  ignition  appears  paler.  The  hydrate  contains  7  atoms  of 
water.  (Schwarzenberg,  Ann.  Pharm.  65,  2.) 


2Cr«0» 
3PO» ... 


Calculation. 

Schwarzenberg. 

1600        ....        42-76 

41-46 

214-2        ....        57-24 

58-54 

2Cr*0»,3PO*    374-2        ....      10000        100-00 

F.  Mbtaphosphatb  of  Chromic  Oxide. — Prepared  by  Maddrell 
(Mem,  of  Chem,  Soc.  B,  273)  by  dissolving  chromic  oxide  in  excess  of 
dilute  phosphoric  acid,  and  heating  the  dry  mass  to  316^.  Beautiful 
green,  anhydrous  salt,  insoluble  in  water  and  concentrated  acids.  IT 

CalcnlAtion.  Maddrell. 

Ci»0». 80-0        ....        27-269        27-164 

3P(y 214-2        ....        72-731        72836 

Cr*0»,  3PO» 294-2        Z      100000        ZZ      100000 


Chromium  and  Sitlphtr. 

A.  Sulphide  op  Chromium.  IT — 1.  Protosulphide. — By  igniting  the 
red  sulphate  of  chromic  oxide  in  a  current  of  hydrogen  gas,  Traube 
obtained  a  highly  pyrophorio  mixture  of  pi^otomlpnide  of  chromium  and 
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chromic  oxide  =  C^S+C^*0^  He  does  not,  however,  appear  to  have 
separated  the  protosulphide,  or  to  have  studied  many  of  its  properties. — 

2.  Protochloride  of  chromium  gives  a  hlack  precipitate  with  sulphide  of 
ammonium.  (Moberg.)  IT 

6.  Sesqtiisulphide, — 1.  Formed  bv  passing  the  vapour  of  bisulphide  of 
carbon  over  chromic  oxide  heated  to  whiteness  in  a  porcelain  tube. 
(H.  Rose.)— 2.  By  passing  hydrosulphuric  acid  gas  over  strongly  ignited 
sesquichloride  of  chromium  [or  the  red  sulphate  of  chromic  oxide,  Traube], 
(Liebig,  Harten,  Ann.  Pharm,  37,  349.) 

CrSCT  +  8H8  =  Ot^&  +  SHQ. 

3.  By  heating  an  intimate  mixture  of  hydrated  chromic  oxide  and  sulphur 
in  a  close  vessel.  (Berzelius.) — 4.  By  fusing  chromic  oxide  with  penta- 
sulphide  of  potassium  at  a  very  high  temperature,  and  dissolving  out  the 
sulphide  of  potassium  by  water.  (Berzelius.)  Chromic  oxide  may  also 
be  fused  with  sulphur  and  carbonate  of  potash.  (Fellenberg,  Pogg.  50,  77.) 
— 5.  Qj  heating  sesauichloride  of  chromium  and  5  parts  of  sulphur  to 
redness  in  a  retort.  (Lassaigne.)  In  this  case,  according  to  Berzelius,  the 
decomposition  is  not  complete* 

Sesquisttlphide  of  chromium,  as  prepared  by  the  second  method,  is 
black,  and  sometimes  of  a  crystalline  shining  texture  (Liebig);  sometimes 
pulverulent.  ^Harten.)  As  prepared  by  the  third  method,  it  is  dark 
grey,  and  yielas  a  black  powder,  which,  when  pressed,  becomes  coherent, 
ana  assumes  the  metallic  lustre.  (Berzelius.)  The  fourth  method  yields 
green  shining  scales,  like  pounded  graphite  (Berzelius),  soft  and  unctuous 
to  the  touch.  (Fellenberg.)  By  the  fifth  method,  an  iron-black,  unctuous^ 
very  light  mass  is  obtained,  which  readily  imparts  a  stain.  (Lassaigne.) 

CalculAtion.  FeUenberg,  4.       Harten,  2.         Lassaigne,  5 

2Cr 56   ....   58-84    ....    53-5    ....    5102    ....    90*46 

3S 48   ....   4616    ....    46-5    ....    43*70    ....     9*54 

Cr»S« 104       ....     100-00        Z       100*0        Z        94*72        Z       100*00 

Sesquisnlphide  of  chromium,  when  heated  to  redness  in  the  air,  bums 
like  a  pyrophorus,  yielding  sulphurous  acid  gas  and  a  residue  of  sesqui- 
oxide.  (Lassaigne.)  At  a  red  heat,  it  decomposes  aqueous  vapour,  forming 
hydrosulphuric  acid  and  a  small  quantity  of  green  sesquioxide.  (Regnault, 
Ann.  Chim.  Phys,  62,  381.)  It  is  partially  decomposed  by  chlorine  at 
ordinary  temperatures,  but  perfectly  with  tne  aid  of  heat,  sesquichloride 
of  chromium  being  sublimed.  (Berzelius,  Fellenberg,  Harten.)  Chlorine 
scarcely  acts  on  it,  even  at  high  temperatures.  (H.  Kose,  Pogg,  42,  541 .) 
By  aqua-regia  it  is  converted  into  sesquichloride  of  chromium  and  sul- 
phuric acid  (Lassaigne) ;  by  nitric  acid,  according  to  Berzelius,  it  is 
decomposed  with  difficulty;  according  to  Lassaigne,  no  decomposition 
takes  place,  even  when  the  acid  is  boiled  with  it.  When  ignited  with 
nitre,  it  yields  sulphate  and  chromate  of  potsush.  (Lassaigne.)  It  is  not 
dissolved  by  potash,  or  by  hydrosulphate  of  potash.  (Berzelius.) 

c.  TernUphide  of  Chromium  f  [Vid.  Tenulphide  of  Chromium  with 
Hydromlphate  of  Amm^niOj  and  Tersulphide  of  Chromium  with  Sulphide 
of  Potassium,] 

%  B.  Sulphite  op  CniioMous  Oxidk. — Obtained  from  the  proto- 
chloride by  double  decomposition.  Brick-red  precipitate,  which,  when 
washed  out  of  contact  of  air,  becomes  chestnut-brown  after  some  days> 
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and  gradaally  assumes  a  bluish  green  colour,  prooeeding  from  the  surikce 
inwards.  In  the  air,  these  changes  take  place  very  rapidly,  in  conse- 
^ence  of  the  conversion  of  the  salt  into  basic  sulphite  of  chromic  oxide, 
(lioberg.)  IT 

C.  SuiiPHiTE  OF  Chromic  Oxide. — ^An  aqueous  solution  of  sulphur- 
ous acid  readily  dissolves  the  hydrated  sesquioxide.  (Vauquelin.)  The 
green  solution  deposits,  on  boiling,  [or  on  the  addition  of  alcohol,]  the 
whole  of  the  oxide,  as  a  green,  granular,  basic  salt  [a  whitish  green 
powder,  which  has  a  sulphurous  taste,  and  gives  off  sulphurous  acid  when 
neated :  MuspraU],  Neither  ammonia  nor  carbonate  of  potash  or  soda 
precipitates  a  cold  solution  of  the  salt;  but  from  a  hot  solution,  these 
reagents  throw  down  the  whole  of  the  chromium:  the  cold  solution, 
mixed  with  ammonia,  has  a  pale  wine-red  colour.  The  alkaline 
sulphites  do  not  precipitate  the  chromic  salts,  even  after  long  boiling. 
(Berthier,  Ann.  Chim,  Fhys,  50,  370;  N.  Ann.  Chim,  Phys.  7,  77.) 
According  to  Berlin,  sulphite  of  potash  precipitates  the  hydrochlorate  of 
chromic  oxide. 

D.  HyposuIiPhate  op  Chromic  Oxide. — Ci*0',  S*0*. — Small  violet- 
coloured  octohedrons,  soluble  in  water.  (Berlin.) 

IT  E.  Sulphate  op  Chromous  Oxide. — Peligot  {N,  Ann.  Chim. 
Phys.  12,  548)  states  that  on  treating  the  metallic  powder  reduced  from 
the  violet  sesquichloride  of  chromium  by  potassium,  with  dilute  sulphuric 
acid,  hydrogen  gas  is  disengaged,  and  a  solution  obtained  which  exhibits 
the  characters  of  a  chromous  salt,  IT 

■ 

P.  Sulphate  of  Chromic  Oxide.— ^.  Two-thirds  Sulphate. — Preci- 
pitated on  mixing  a  concentrated  solution  of  h  with  water,  and  also  on 
heating  the  resulting  clear  supernatant  liquid.  In  the  hydrated  state,  it 
forms  a  light-green,  very  hygroscopic  powder,  which,  when  heated,  first 
loses  the  whole  of  its  water,  without  fusing,  and  then,  at  a  low  red  heat, 
gives  off  all  its  sulphuric  acid,  leaving  chromic  oxide  of  a  rather  dark 
^reen  colour.  It  gives  up  the  whole  of  its  sulphuric  acid  when  digested 
for  some  time  with  caustic  potash  or  carbonate  of  potash.  It  is  insoluble 
in  water,  but  dissolves  in  acids,  though  with  greater  difficulty  in  propor- 
tion as  it  has  been  more  quickly  dried.  (Schrotter,  Pogg.  53,  513.)  Vau- 
quelin likewise  obtained  an  insoluble  basic  salt  by  strongly  heating  the 
salt  h.  From  a  solution  of  potash  chrome-alum,  caustic  ammonia  or  car- 
bonate of  ammonia  precipitates  a  greyish-red  basic  salt,  which  appears 
pale  blue  after  drying,  and  dissolves  slowly  but  perfectly  in  acids,  forming 
a  violet  solution.  (Berzelius.) 

Anhydrous.  Hydrated.  Schrdtter. 

SCi«0» 240     ....     75            3Chr«0» 240     ....     53-81  ....       6302 

2S0* 80    ....     25            2S0»    80    ....     17-94  ....       18-29 

14HO 126     28-25  ....       2821 

3Cr»0»,  2S0'      320     ....  100  +14Aq 446    ....  10000       Z       99*52 

h.  Bistdphate. — Dilute  sulphuric  acid  is  saturated  with  hydrated 
chromic  oxide  by  long  boiling  and  concentration.  The  dark  green 
solution,  which  is  acid  to  test-paper,  leaves  on  drying  a  green  amorphous 
mass,  from  which  the  whole  of  the  sulphuric  acid  is  expelled  by  ignition. 
The  solution  exhibits  a  dark  ruby  colour  by  transmitted  sun-light  or  candle- 
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light.  (Scbrotter.)  If  the  above  solution,  which  appears  green  hy  iay 
and  red  by  oandle-light,  be  introduced  into  a  hollow  prism  whose 
refracting  angle  is  between  5°  and  10^  and  the  prism  be  then  placed 
between  the  eye  and  a  candle,  two  images  of  the  candle  appear,  one  red 
and  the  other  green;  the  rest  of  the  spectrum  is  absorbed;  so  that  a  kind 
of  double  refraction  is  produced.  If  the  solution  is  placed  in  a  bottle, 
and  looked  through,  the  two  images  orerlap  each  other,  the  green  predo* 
minating  by  da^ght,  the  red  by  candle-light.  (Talbot,  if!  Br,  Arch. 
5,  141.) 

A  concentrated  solution  of  bisulphate  of  chromic  oxide  is  rendered 
turbid  by  the  addition  of  water,  depositing  a  larger  quantity  of  the  salt  a, 
and  becoming  paler  coloured  in  proportion  to  the  amount  of  water  added; 
on  evaporation,  however,  the  precipitate  is  redissolved.  The  dilute  solu- 
tion filtered  from  the  precipitate,  deposits  when  heated  a  fresh  quantity 
of  the  salt  a,  which  again  disappears  on  boiling.  A  solution  of  specim) 
gravity  1*219  and  above,  deposits  nothing  when  heated;  a  solution  of 
1*166  becomes  turbid  at  57'';  of  1037  to  1031,  at  64*;  of  1002,  at  45"^; 
and  of  1*001,  at  55°;  a  still  more  dilute  solution  remains  clear  even  at  a 
boiling  heat  (Schrdtter.) 

Anhydroui.  Schrottor. 

Cr»0«  » 80        ....        50        50*44 

2S0«    80        ....         50        49*56 

Ci«0»,2S0»    160        Z.      Too        ZZ,      100*00 

c.  TersulphaU, — «.  Insoluble, — If  a  green  pasty  mixture  of  the  salt  h 
with  oil  of  vitriol,  is  heated  till  the  sulphuric  acid  begins  to  volatilise,  it 
immediately  assumes  a  pale  peach-blossom  colour.  With  a  large  quantity 
of  oil  of  vitriol,  a  green  limpid  mixture  is  obtained,  which,  when  heateJ^ 
becomes  colourless,  and  deposits  a  peach-blossom  coloured  powder.  The 
red  salt,  which,  after  cooling,  appears  pale  reddish  grey,  is  purified  with 
water  and  then  dried.  It  exhibits  a  very  light  red  tint  in  diffused  daylight; 
very  pale  green  in  the  direct  rays  of  the  sun;  and  verdigris-green  by  candle- 
light. Every  time  it  is  heated,  it  assumes  a  beautiful  peach-blossom  colour. 
When  long  ignited  over  the  flame  of  a  spirit-lamp,  it  loses  the  whole  of 
its  sulphuric  acid.  Ignited  in  a  current  of  hydrogen  gas,  it  yields  water, 
hydrosulphuric  acid,  sulphur,  and  sesquioxide  of  chromium.  It  is  readily 
decomposed  by  fused  or  boiling  caustic  potash  or  soda,  and  slowly  and 
imperfectly  by  a  boiling  solution  of  carbonate  of  potash.  It  remains 
unchangea  in  ammonia,  and  is  insoluble  in  water,  sulphuric,  hydrochloric, 
nitric,  or  nitro-hydrochloric  acid.  (Schrotter.) 

IT  Traube  states  that  this  salt  is  really  an  acid  salt  of  chromic  oxide, 
and  that  it  is  probably  formed  when  any  salt  of  chromic  oxide  is  heated 
with  strong  sulphuric  acid,  he  himself  having  prepared  it  from  the 
hydrated  oxide,  from  chrome-alum,  and  from  chromate  of  potash  (the 
bichromate  yields  a  compound  of  the  same  salt  with  sulphate  of  potash, 
the  proportions  varying  according  to  the  temperature).  According  to 
Traube,  also,  it  is  grey  by  daylight,  and  green  by  candle-light,  and  forms 
sometimes  a  granular,  sometimes  a  soft  powder,  so  fine  indeed  that  it 
passes  through  the  filter.  In  the  finely  divided  state  it  likewise  remains 
suspended  in  water  for  a  considerable  time,  but  may  be  rapidly  thrown 
down  by  the  addition  of  various  salts,  as  sal-ammoniac.  Sec.  It  is  inso- 
luble in  cold  water,  but  by  long  boiling  or  by  long  standing  in  contact 
with  water,  it  is  partially  converted  into  a  soluble  modification.  It  is 
likewise  insoluble  in  ammonia  and  the  strong  mineral  acids.   It  is  decom- 
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posed  by  ignition  in  a  current  of  hydrogen  gas,  the  volatile  prodacts  being 
water^  sulphur,  solphurons  acid,  and  lastly,  hvdrosulphuric  acid — the 
residue,  a  black,  pyrophoric  mixture  of  protosulphide  of  chromium  and 
chromic  oxide.  A  current  of  hydrosulphuric  acid  gas  at  a  high  tempera- 
ture converts  it  into  black  sesquisulphide  of  chromium)  with  disengage- 
ment of  sulphur,  sulphurous  acid,  and  water.  Its  formula  is  2(Cr*0*,3SO') 
+  HO,SO».  IT 


Ci«0» 

J)ried  at  100^ 

80         ....        40 

120        ....         60 

Schrotter. 
40*08 

3S03 

59-40 

Ci«03, 3S0» .. 

2Ci^0» 

7S0» 

HO  

200        ....       100 

According  to  Traube. 
160      ....      35-63 
280      ....      62-36 
9      ....        201 

99-48 

3413- 

62-90 

3-18 

KO  

012 

2(CiSO«,3S05)  + 

HO,  SO»  .... 

449 

....     100-00 

100-33 

$.  SolvhUform, — 1.  Greeii,  aTnorphotu  modification.  Eight  parts  of 
hydrated  chromic  oxide  dried  at  100°,  are  dissolved  in  9  pajrts  or  rather 
more  of  warm  oil  of  vitriol.  The  light  of  a  candle  transmitted  through 
the  green  solution  of  this  salt  is  ruby-coloured,  and  the  solution  does  not 
yield  crystals  on  evaporation  or  on  the  addition  of  alcohol.  Evaporated  at 
a  temperature  above  100^,  it  leaves  a  green,  tenacious  mass,  containing 
either  5  or  6  atoms  of  intimately  combined  water,  which  is  expelled 
when  the  substance  is  heated  to  the  boiling  point  of  linseed  oil;  at  that 
temperature,  the  salt  is  converted  into  the  insoluble  peach-blossom 
coloured  salt  «.  (Schrotter.) 

2.  Blue,  crystaXliiie  modification, — 1.  A  solution  of  8  parts  of  hydrated 
chromic  oxide  in  9  parts  of  cold  sulphuric  acid  left  to  itself  in  a  covered 
basin,  solidifies  in  the  course  of  a  few  weeks  to  a  greenish  blue  crystalline 
mass.  This  forms  with  water  a  dark  blue  solution,  which  exhibits  a 
beautiful  ruby-colour  by  transmitted  candle-light.  Alcohol  precipitates 
from  it  a  pale  violet-coloured,  crystalline  powder,  and  decolorizes  the 
liquid.  It  is  only  when  there  is  an  excess  of  acid  (which  is  better)  or  a 
deficiency,  that  the  solution  remains  green.  To  obtain  good  crystals,  the 
crystalline  powder  is  collected  on  a  filter — dissolved  in  a  moderate  quan- 
tity of  wateiv— dilute  alcohol  added  nearly  to  the  point  at  which  a  precipi- 
tate appears — ^and  the  solution  left  to  evaporate  spontaneously  in  a  vessel 
covered  with  a  bladder. 

IT  2.  Traube  prepares  this  compound  by  dissolving  1  part  of  purified 
chromic  acid  in  3  parts  of  water,  and  suffering  alcohol  to  drop  into  the 
mixture  from  a  funnel  stopped  up  with  paper.  As  soon  as  the  reduction  of 
the  chromic  acid  is  complete,  absolute  idcohol  is  added — whereby  the  blue 
compound  is  immediately  precipitated — and  the  precipitate  washed  with 
alcohol.  Should  the  temperature  rise  in  the  first  instance  from  incautious 
addition  of  alcohol,  and  the  green  modification  be  thereby  produced,  the 
solution  must  be  boiled  with  nitric  acid — which  (according  to  Lbwel) 
rapidly  converts  the  green  into  the  violet  compound — ^and  then  precipi- 
tated by  alcohol. — 3.  It  may  also  be  obtained  by  dissolving  1  part  of 
chromic  acid  in  1^  parts  of  strong  sulphuric  acid  and  2^  parts  of  water, 
and  pouring  the  mixture  into  a  wide  basin  in  which  a  porcelain  crucible 
containing  ether  is  placed.     The  whole  mass  solidifies  after  some  hours, 
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forming  small  omtals  of  chromic  sulphate.  To  complete  the  reductiou, 
a  few  drops  of  alcohol  are  finally  added.  IT 

The  salt  crystallizes  in  regular  octohedrons,  of  the  colour  of  chrome- 
alum,  and  of  specific  grayity  1*696;  soluble  in  0'83d  parts  of  water  at  20^. 
At  a  temperature  of  100^,  the  crysUiJs  lose  10  [or  9 1J  atoms  of  water,  and 
pass  into  the  green  amorphous  modification"— and  then,  if  heated  above  the 
boiling  point  of  linseed-oil,  into  the  red,  insoluble  modification  «.  An 
aqueous  solution  of  the  crystals  becomes  green  at  a  temperature  of 
65°  or  70^,  from  formation  of  the  green,  amorphous  modification.  IT  By 
adding  strong  alcohol  to  this  solution,  a  green  syrup  is  precipitated, 
which,  by  shaking,  or  after  some  hours'  standing,  partly  solidifies,  yielding 
crystals  of  the  blue  salt.  If,  however,  the  violet  solution  be  boiled  for  a 
long  time,  and  then  treated  with  strong  alcohol,  a  green  syrup  is  precipi- 
tated, which  remains  fluid  even  after  several  days.  The  blue  salt  may  be 
boiled  with  alcohol  (with  a  boiling  point  of  80°)  without  conversion  into 
the  green  modification.  (Traube.)  IT 

If  the  blue  solution  of  the  salt,  not  very  highly  concentrated,  be 
placed  in  a  n9.rrow  glass  tube,  and  a  deep  stratum  of  absolute  alcohol 
carefully  poured  on  the  top  of  it,  so  as  to  prevent  precipitation,  the  solu- 
tion gradually  assumes  a  green  colour,  proceeding  from  the  top  down- 
wards, doubtless  because  the  alcohol  removes  from  the  blue  salt  a  portion 
of  the  water  necessary  to  its  constitution.  (Schrdtter.) 


CryMtmMtd  and  dried  at  30'' 

Schnitter. 

Cf«03 

80      ....      23-88        

24*415 

3SO>  

120      ..,.      35-82 

35-472 

15HO 

135      ....      40-30        

40-113 

Cr«0«,3SP»+15Aq 335       ....     100*00        100*000 

O.  Brown  Sulphate  of  Chromic  Oxidb. — Brown  oxide  of  chromium 
yields,  with  sulphuric  acid,  a  dark  brown  solution,  which  becomes  green 
when  exposed  to  light.  (Berzelius.)  If  the  solution  is  saturated  with  oxide, 
it  leaves  on  evaporation,  a  yellowish  brown  mass,  which,  after  exposure  to 
light  for  a  few  hours,  is  converted  into  the  ordinary  ffreen  sulphate.  If 
the  sulphuric  acid  is  in  excess,  there  remains  a  red,  dingy-looking  mass, 
which  soon  becomes  green,  and  when  heated  till  the  sulphuric  acid  volar 
tilizes,  leaves  an  insoluble,  dirty-white  basic  salt.  (Brandenburg.) 

H.  SuLPHATB  OF  Chromic  Aoid)— By  mixing  aqueous  ohromio  acid 
with  sulphuric  acid,  or  by  decomposing  chromate  of  baryta  or  chromate  of 
lead  with  excess  of  boiling  sulphuric  acid,  Gay-Lussae  (Ann,  Chim.  Fhys. 
16,  102;  also  Sckw,  32,  447)  obtained  dark  red,  deliquescent  prisms,  which, 
from  his  analysis,  appear  to  consist  of  sulphate  of  chromic  acid  =  GrO', 
80'. — The  experiments  of  Fritzsche,  however  (p.  117,  4),  confirmed  by 
Hagen  and  Plantamour,  have  proved  that  these  crystals  are  nothing  more 
than  chromic  acid,  with  from  8  to  10  per  cent,  of  mechanically  a&ering 
sulphuric  acid,  which,  by  drying  the  crystals  on  a  brick  or  between  folds 
of  blotting  paper,  may  be  reduced  to  I '8  per  cent.  IT  BoUey  (Ann.  Fharm. 
56,  113)  finds  that  chromic  acid  is  less  soluble  in  bihydiated  sulphuric 
acid  than  in  the  same  acid  of  any  other  strength.  When  crystallized 
chromic  acid  is  thrown,  by  small  portions  at  a  time,  into  strong  sulphuric 
acid,  till  no  more  is  dissolved  on  agitation,  a  dark  brown,  oleaginous  solu- 
tion is  formed,  which  afterwards  Seoomes  deep  yellow  and  pasty.  After 
standing  for  a  day  or  two,  this  liquid  acquires  a  pale  brown  tint  with  a 
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iing^  of  gteen,  and  becomes  granular.    When  rapidly  dried  on  burnt  clay, 
it  yielded  the  following  results : 

Calcnktion.  BoUey. 

CrO» 62      ....       51'48  ........  47*4 

SO» 40      ....      39-61  42-8 

HO 9      ....        8-91  9-7 

CrO»,SO»  +  HO   101      ....    100*00      ZZ      99^ 

The  excess  of  sulphuric  acid  probably  arises  from  a  portion  of  that  sub- 
stance adhering  to  the  crystals.  IT 

I.  SuLPHocARBONATE  OF  Chromium.— ^ulphocarbouate  of  lime  gives 
with  salts  of  chromic  oxide  a  greyish  green  precipitate,  resembling 
the  hydrated  sesquioxide.  By  distillation  it  yields  bisulphide  of  carbon, 
and  a  brown  residue  of  sesquisnlphide  of  chromium,  which  bums  yividly 
in  the  open  fire,  and  forms  chromic  oxide.  (Berzelins.) 

IT  Selenium  and  Chromium. 


Selenite  op  Chromium. — a.  Neutral  /SfeZdntfe.*—Cr*0*,3SeO'.— Pre- 
pared by  decomposing  chloride  of  chromium  by  selenite  of  ammonia.  Soft, 
green,  amorphous  powder. 

Calculation.  Mofprett. 

CraO»    80        ....        32-26        ....        32-60 

3SeO»    168        ....        67-74 

Cr«0»,  3SeO» 24i        Z       100-00 

h.  Acid  Selenite. — Selenite  of  chromium  dissolres  in  selenious  acid, 
yielding  a  green  yamish  on  eyaporation.  (Muspratt,  Qu,  J.  ofChem.  Soc^ 
5,  62.)  IT 

Chromium  and  Iodine. 

IT  Protochloride  of  chromium  is  not  precipitated  by  iodide  of  potas- 
sium; but  the  mixture  acquires  a  reddish  brown  colour.  (Moberg.)  IT 

A.  Iodide  of  Chromium  ? — According  to  H.  Rose  {Pogg,  27,  575), 
a  mixture  of  bichromate  of  potash  and  iodide  of  potassium  with  oil  of 
vitriol  yields  nothing  but  iodine  when  distilled.  Giraud,  on  the  contrary, 
thought  that  he  obtained  teriodide  of  chromium  by  the  following  process : 
when  a  mixture  of  33*5  parts  of  monochromate  oi  potash  and  165*5  parts 
of  iodide  of  potassium  is  mixed  in  a  retort  with  70  parts  of  oil  of  yitriol, 
the  mixture  becomes  strongly  heated,  gives  off  (besides  sulphuric  acid  and 
free  iodine)  deep  red  yapours;  and  after  being  sufficiently  heated,  leaves 
a  residue  of  sulphate  of  potash  and  sulphate  of  chromic  oxide  in  the  retort. 
The  red  vapours  condense  into  a  deep  red  oil,  which  is  heavier  than  water, 
and  boils  at  about  149%  giying  off  a  dense  red  yaponr.  The  oil  imparts 
a  deep  brownish  red  permanent  stain  to  the  skin,  and  destroys  the  cuticle; 
corrodes  and  blackens  paper  and  wood;  absorbs  water  from  the  air;  and 
yields  with  water  a  solution  of  chromic  and  hydriodic  acids.  (Giraud^ 
Phil,  Hag.  J,  12,  322.) — No  analysis  of  this  substance  was  undertaken. 

A  solution  of  bichromate  of  potash  gives  with  excess  of  concentrated 
)iydriodic  acid,  a  dense,  black  precipitate,  while  a  large  quantity  of  free 
yoL.  ly.  K 
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iodine  is  separated;  tbe  precipitate  when  dry  resembles  gam-kino,  and 
dissolves  in  water^  forming  a  green  solution,  (inglis.) 

B.  loDATB  OF  Chromig  Oxidb. — lodato  of  soda  produces  in  a  solu- 
tion of  sesqnichloride  of  chromium,  a  dark  blne^  pulveralent  precipitate^ 
which  assumes  a  lighter  colour  when  dry.  (Berlin.; 


Chromium  and  Bromine* 

IT  Protochloride  of  chromium  forms  a  dark  green  mixture*  with  bro- 
mide of  potassium.  (Moberg.)  IT 

A.  Sesquibromide  of  Chromium  and  Hydrobromate  of  Chromic 
Oxide.— 1.  Metallic  chromium  heated  with  bromine  in  a  glass  tube,  tbe 
top  of  which  is  closed  with  the  finger,  does  not  absorb  the  bromine  till  it 
is  red-hot,  at  which  time  the  bromine  is  of  course  in  the  state  of  vapour; 
combination  then  takes  place,  attended  with  emission  of  light  and  heat. 
The  product  is  a  greyish  green,  deliquescent  mass,  having  a  sweet  and 
rough  taste.  (Berthemot,  Ann.  Chim.  Phys,  44^  383;  also  J*  Pharm.  16, 
650.) 

The  green  solution  of  sesquibromide  of  chromium  in  water  turns  brown 
on  evaporation,  and  crystallizes  with  difficulty.  When  it  is  further  evapo- 
rated, the  residue  evolves  hydrobromic  acid,  and  at  a  dull  red  heat,  vapours 
of  bromine  are  given  off;  exposure  to  a  white  heat  converts  it  wholly 
into  sesquioxide  of  chromium.  A  similar  solution  is  obtained  by  saturating 
aqueous  hydrobromic  acid  with  hydrated  chromic  acid,  in  which  case 
bromine  is  set  free.  (Berthemot.) — By  agitating  chromate  of  lead  with 
aqueous  hydrobromic  acid  and  boiling  the  filtrate,  a  dark  green  solution 
is  obtained,  which  does  not  yield  crystals  on  evaporation;  but  when  eva- 
porated to  dryness  and  ignited,  leaves  a  yellowish  red  powder.  (L5wig.) — 
Bromine-water  partially  converts  the  green  hydrate  of  chromic  oxide  into 
tbe  brown  modification ;  the  filtrate  after  evaporation  deposits  green  crystals 
of  hydrobromate  of  chromic  oxide.  (Balard.) 

When  bichromate  of  potash  is  heated  with  bromide  of  potassium 
and  oil  of  vitriol,  bromine  alone  distils  over,  without  a  trace  of  cnromium. 
(H.Rose,Po^y.  27,575.) 

B.  Bromatb  of  Chromic  OxiDE.-^ttlphate  of  chromic  oxide  is 
precipitated  by  bromate  of  barjrta  and  the  solution  filtered. — The  green 
filtrate  evaporated  over  a  water-bath  soon  gives  off  bromine,  and  assumes 
a  yellowish  red  colour,  leaving  a  dark  red,  crystalline,  deliquescent  mass, 
wnich  consists  almost  entirely  of  chromic  acid.  (Rammelsberg,  Pogg. 
55,  87.) 

Chromium  and  Chlorine. 

IT  A.  Protochlortde  of  Chromium.— ^orma^ton  and  Preparation. 
— 1.  By  passing  dry  chlorine  gas  over  a  red-hot  mixture  of  chromic  oxide 
and  ^  charcoal — sesqnichloride  {q,  v.)  being  formed  at  the  same  time. 
(Peligot.) — 2.  By  passing  hydrogen  gas  over  perfectly  anhydrous  sesqni- 
chloride of  chromium  very  gentfy  heated^  as  long  as  hycfrochloric  acid 
gas  continues  to  be  given  off  (Cr^Cl*  -h  H = HCl  -h  2  CrCl).  The  hydrogen 
must  be  freed  from  all  traces  of  oxygen  by  passing  it  through  a  solution 
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of  protocUoride  of  tin  in  canstio  potasli,  then  throngh  tubes  containing 
enlphario  acid  and  chloride  of  oalcitim,  and  laatlj  orer  ignited  metallic 
copper. 

The  protochloride  obtained  bj  the  first  method  in  in  fine  white 
crystals,  nsuallj  mixed,  however,  with  charcoal  and  chromic  oxide.  The 
second  method  yields  a  white  relyety  substance,  which  retains  the  form 
of  the  sesqnichloride  from  which  it  has  been  prepared. 


Calcnlatioii. 
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Protochloride  of  chfominm  dissolres  in  water,  with  evolution  of  heat» 
and  forms  a  blue  solution,  which,  when  exposed  to  the  air,  rapidly  turns 
green,  from  absorption  of  oxygen.  It  likewise  turns  green  when  ex- 
posed to  the  action  of  chlorine.  If  kept  out  of  contact  of  air,  it  gives 
with  caustic  potash  a  brown  precipitate  of  hydrated  protoxide,  accom- 
panied by  disengagement  of  hydrogen.  With  ammonia  it  gives  a 
greenish  white  precipitate,  without  evolution  of  hydrogen.  With  am- 
monia and  sal-ammoniac  it  forms  a  blue  liquid,  which  turns  red  on  expo- 
sure to  the  air.  Monosulphide  of  potassium  gives  a  black  precipitate 
containing  sulphur,  and  insoluble  in  excess. — Ferrocyanide  of  potassium 
gives  a  yellowish  green  precipitate. — The  solution  of  protochloride  of 
chromium  is  one  of  the  most  powerful  deoxidizing  agents  known.  With 
a  solution  of  monochromate  of  potash,  it  gives  a  brown  precipitate,  pro- 
bably consisting  of  chromoso-chromic  oxide:  if  the  protochloride  be  added 
in  excess,  the  precipitate  disappears,  and  the  liquid  becomes  green.  It 
precipitates  calomel  from  a  solution  of  corrosive  sublimate.  With  a  salt 
of  protoxide  of  copper,  it  gives  a  white  precipitate  of  diohloride  of  copper; 
but  if  it  be  added  in  excess,  a  red  precipitate  of  dioxide  of  copper  is 
produced.  It  instantly  converts  tungstic  acid  into  blue  oxide  of  tungsten, 
and  precipitates  metallic  gold  from  a  solution  of  the  chloride,  with  evolu-* 
tion  of  hydrogen. 

SubMoride  of  Cftromium.— Obtained,  according  to  Moberg,  by  treating 
a  solution  of  the  protochloride  with  ammonia.  The  precipitate  cannot 
be  obtained  free  from  ammonia;  hence  its  composition  has  not  been 
determined.  The  supernatant  liquid  retains  its  blue  colour  in  close 
vessels;  but  when  exposed  to  the  air,  it  is  converted  into  ammonio- 
chloride  of  chromium.  The  precipitate  turns  green  in  the  air — dissolves 
with  tolerable  jGeusility  in  hydrochloric  acid,  the  act  of  solution^  if  per- 
formed in  a  close  vessel,  being  attended  with  evolution  of  hydrogen. 
(Moberg,  Pharm.  CentrcUb.  1848,  787.)  IT 

B.  Sbsquichloridb  of  Chromium. — 1.  An  aqueous  solution  of 
ter-hydrochlorate  of  chromic  oxide  is  evaporated  to  dryness,  and  the 
residue  heated  to  expel  the  last  traces  of  water.  (Vauquelin.)  The 
solid  residue  obtained  at  a  ffentle  heat  forms  a  bulky  rose-coloured 
powder,  which,  when  strongly  heated  in  a  retort,  evolves  chlorine, 
diminishes  in  volume,  and  is  converted  into  yellow  micaceous  scales. 

*  According  to  Peligot,  the  atomic  weight  of  chrominm  is  26*241,  which  gives  for 
the  protoohlorida,  42*6  Cr  -f  57*4  CI,  agreeing  very  nearly  with  the  results  of  analysis. 
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^VauqaeUn.)-^Evaporated  at  100^,  the  solation  leaves  a  dark  green 
ueliqaescent  mass,  which  does  not  part  with  the  whole  of  its  water 
even  at  1 60^,  but  remains  unaltered.  At  a  still  higher  temperature,  it 
loses  water,  swells  up  strongly,  and  assumes  a  peach-blossom  colour;  but 
the  last  portions  of  water  can  only  be  expelled  by  exposure  to  a  high 
temperature,  and  their  evolution  is  attended  with  partial  decomposition 
of  the  compound.  Even  when  the  residue  is  heated  in  an  oil  oath  to 
250",  and  a  current  of  dry  air  passed  over  it,  traces  of  water  still  remain; 
at  the  same  time,  chlorine  is  evolved,  and  a  portion  of  the  sesquichloride  of 
chromium  is  converted  by  the  oxygen  of  the  air  into  chromic  oxide,  which 
imparts  a  green  colour  to  the  mixture.  (H.  Rose.) — 2.  Berzelius  introduces 
the  residue  obtained  by  evaporating  hydrochlorate  of  chromic  oxide  into  a 
retort  and  heats  it  till  it  sublimes,  whereby  a  small  quantity  only  of  hydro- 
chloric acid  is  set  free.  Only  the  smaller  portion  sublimes  as  insoluble 
chloride  of  chromium,  the  larger  quantity  remaining  in  the  retort  in  the 
soluble  form.  (Berzelius.) — Gaulthier  de  Claubry  (Ann.  Ch,  Pk,  45,  110; 
also  Schw,  62,  217)  by  evaporating  a  solution  of  hydrochlorate  of  chromic 
oxide  to  dryness,  putting  the  dry  residue  into  a  porcelain  retort^  and 
heating  it  to  whiteness  in  a  blast-furnace  till  the  retort  began  to  soften, 
obtained  a  large  quantity  of  sesquichloride  of  chromium  sublimed  in 
peach-blossom  coloured  needles;  a  considerable  portion,  however,  re- 
mained unvolatilized. — 3.  The  residue  obtained  as  above  by  evaporating 
a  solution  of  hydrochlorate  of  chromic  oxide,  is  ignited  in  a  current  of 
chlorine  gas.  If  the  chlorine  contains  atmospheric  air,  sesquioxide  of 
chromium  is  also  produced,  with  incandescence.  (H.  Rose.) — 4.  Sulphide 
of  chromium  is  heated  in  a  current  of  dry  chlorine  gas.  (Berzelius;  Fellen- 
berg,  Pogg,  50,  79.)— 5.  Dry  chlorine  gas  is  passed  over  an  ignited 
mixture  of  sesquioxide  of  chromium  and  charcoal.  ( Wohler,  Pogg.  1 1 , 1 48.) 
The  heat  of  an  argand  spirit-lamp  is  sufficient  for  the  purpose.  (Wohler.) 
•—No  higher  chloride  is  formed  even  with  a  large  excess  [of  sesquioxide  ?J 
and  at  very  high  temperatures.  (H.  Rose.)  The  chloride  of  chromium 
being  but  slightly  volatile,  sublimes  as  it  forms  and  collects  in  that  part 
.of  the  tube  which- still  contains  charcoal.  The  mixture  of  chloride  and 
charcoal  is  therefore  introduced  into  a  fresh  glass  tube,  so  as  only  to 
cover  the  bottom,  and  strongly  ignited  in  a  current  of  chlorine  gas^ 
The  pure  chloride  of  chromium  sublimes  into  the  upper  portion  of  the 
tube.  (H.  Rose.) 

Sesquichloride  of  chromium  has  a  soluble  and  an  insoluble  modifica- 
tion; the  former  is  obtained  by  the  first  method,  the  latter  by  the  second, 
third,  and  fourth  (H.  Rose);  the  fourth  method  yields  a  mixture  of  a 
small  quantity  of  soluble  with  a  large  quantity  of  insoluble  chloride. 
(Fellenoerg.)  Both  modifications  have  the  lorm  of  brilliant,  peach-blossom 
coloured,  micaceous  lamins,  which,  when  thin,  transmit  light  of  the  same 
colour.  They  leave  a  mark  on  the  skin  like  talc.  (H.  Rose.)  They 
volatilize  at  a  bright  red  heat  H  According  to  Peligot,  the  sesquichloricfe 
hy  itself  is  perfectly  insoluble  in  water,  but  when  in  contact  with  the 
protochloride,  it  dissolves  with  ease,  heat  being  evolved  and  a  green  solu- 
tion formed:  this  solution  exhibits  all  the  characters  of  chromic  salts. 
A  very  small  quantity,  less  than  j7r.-ginr>  ^^  ^^^  protochloride  is  sufficient 
to  render  the  sesquichloride  soluble  :  the  protochloride  appears  to  act 
merely  by  contact.  IT 

Calculation.  Berzelius.  Fellenberg. 

2Cr 560    ....    34-52      3614      35*2 

3C1 106-2    ....     65-48      63-86      64-8 

Cr»CP. 162-2    ....  10000      10000 1000 
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Sesquichloride  of  chromium  ignited  in  the  air  evolyes  chlorincf,  and  is 
first  converted  into  oxychloride  of  chromium^  and  then  into  sesquioxide. 
In  the  case  of  the  soluble  modification,  the  change  is  attenaed  with 
emission  of  light  and  heat.     The  insoluble  variety,  which  does  not  glow, 
leaves  47*54  per  cent,  of  sesquioxide.  (H.  Rose.)      The  red  sublimed 
chloride  of  chromium  heated  in  a  stream  of  hydrogen  gas  as  strongly  as 
the  glass  tube  will  bear,  is  converted,  with  loss  of  24*57  per  cent,  of  chlo- 
rine, into  a  white  substance,  which  is  probably  CrCl.  (p.  130)     The 
latter  substance  deliquesces  in  the  air  and  becomes  green;  when  mois- 
tened with  water  it  becomes  heated,  emits  a  smell  of  hydrogen  gas,  turns 
green,  and  dissolves  in  water,  with  the  exception  of  7*5  per  cent,  of  a 
green  powder,  which,  if  treated  with  ammonia,  assumes  a  deep  blue  colour, 
and  partially  dissolves  in  it,  forming  a  beautiful  red  solution.  (Moberg, 
J,  pr,  Chem,  29,  279.) — By  ignition  in  phosphuretted  hydrogen  gas,  the 
sesquichloride   is  converted  into  phosphide  of  chromium.    (H.  Rose.) 
When  heated  with  sulphur  (Lassaigne)  or  in  a  stream  of  hydrosnlphuric 
acid  gas  (Liebig),  it  yields  sulphide  of  chromium.     Ignited  in  ammoniacal 
gas  it  yields  nitride  of  chromium.  (Schrotter.)     When  fused  with  carbo- 
nate of  soda  and  sal-ammoniac,  it  yields,  not  metallic  chromium,  but 
chromic  oxide  in  crystalline  spangles.  (W&hler.)     The  soluble  chloride  of 
chromium  is  readily  decomposed  by  alkalis.     The  insoluble  Variety  is 
acted  on  with  difficulty  by  a  boiling  solution  of  caustic  potash,  and  with 
still  greater  difficulty  by  a  boiling  solution  of  carbonate  of  potash  or  soda; 
solution  of  ammonia  has  no  effect  upon  it.    (H.  Rose.)     According  to 
Fellenberg,  boiling  caustic  potash  or  soda  and  their  carbonates  easily 
remove  the  hydrated  oxide.      The  soluble  chloride  is  immediately  de- 
composed by  warm  sulphuric  acid,  yielding  hydrochloric  acid  and  solid 
sulphate  of  chromic  oxide.     The  insoluble  chloride  is  not  decomposed  by 
boiling  sulphuric  acid  either  concentrated  or  dilute,  nor  even  when  heated 
with  anhydrous  sulphuric  acid,  which  volatilizes  without  acting  upon  it. 
(H.  Rose.)    Boiling  nydrochloric,  nitric,  and  nitro-hydrochloric  acid,  like- 
wise have  no  action  on  this  substance.  (Fellenberg.) — H  According  to 
Jacquelain — who  regards  the  violet  chloride  before  washing  as  a  compound 
of  protochloride  and  sesquichloride  of  chromium — it  is  soluble  in  2,000 
parts  of  water  at  90^  m  1000  parts  at  lOO"";  and  in  68  parts  at  Ide"" 
under  pressure.    Moreover,  it  is  slowly  decomposed  by  sulphuric  acid 
at  ordinary  temperatures,  and  more  rapidly  with  the  aid  of  heat,  hydro- 
chloric acid  being  evolved,  and  a  green  solution  obtained.     Sulphurous 
acid  likewise  decomposes  it  in  close  vessels,  forming  a  green  solution.  IT 

Hydrated  Sesquichloride  of  Chromium,  or  TerhydroMorate  of  Chromic 
Oxide, — 1.  Formed  by  dissolving  the  sesquichloride  of  chromium  in  water. 
The  soluble  modification,  even  after  being  heated  to  250^,  deliquesces 
rapidly  in  the  air,  and  yields  a  dark  green  solution.  The  insoluble 
chloriae  diffuses  itself  in  water  in  fine  scales,  but  even  after  long  con- 
tact, a  mere  trace  only  is  dissolved,  producing  a  greenish  colour  in  the 
liquid.  (H.  Rose.) — 2.  By  dissolving  the  hydrated  sesquioxide  in  aqueous 
hydrochloric  acid. — 3.  By  boiling  chromic  acid  with  hydrochloric  acid. 
4.  By  boiling  red  chromate  of  lead  in  hydrochloric  acid,  evaporating,  and 
dissolving  out  the  chloride  of  chromium  by  means  of  alcohol;  or  by 
boiling  the  mineral  with  hydrochloric  acid  and  alcohol,  and  filtering  the 
liquid.  The  solution  appears  dark  green  by  reflected  and  red  by  trans- 
mitted light. — H  5.  According  to  Peligot,  this  solution,  when  evaporated 
in  vacuo,  leaves  an  amorphous  mass,  which  dissolves  in  water  with  dis- 
engagement of  heat^  and  consists  of  Ci'CP;  6H0.    When  a  solution  of 
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the  iBsoIuble  violet  ohloride  in  water  oontuning  protooUoride  is  slowly 
evaporated  in  vacuo,  green  (needle-fonned,  Mcherg)  crystals  are  obtainedj 
whioh  are  very  soluble  in  water,  and  consist  of  Cr'GP  +  12H0.  IT 

On  looking  through  a  stratum  of  the  above  solution  a  line  in  thick- 
ness, the  flame  of  a  candle  appears  red;  the  sun  and  objects  illnminated 
by  it,  even  green  leaves,  appear  rose-coloured;  the  clouds  not  directly 
illnminated  by  the  sun,  white;  and  the  sky  itself,  greyish-blue.  (Gmelin.) 
The  thinner  the  stratum  of  liauid,  the  more  highly  must  it  be  concentrated, 
in  order  to  transmit  candle-light  red;  if  the  solution  be  too  dilute  or  the 
stratum  too  thin,  the  light  appears  green;  indeed  the  colour  varies  with  the 
method  by  which  the  solution  is  prepared.  For  instance,  the  solution 
obtained  by  boiling  chromate  of  lead  with  hydrochloric  acid  and  alcohol 
appears  red  at  a  much  greater  degree  of  dilution  and  in  a  much  thinner 
stratum,  than  the  saturated  solution  of  hydrated  chromic  oxide  in  hydro- 
chloric acid ;  next  to  the  latter  stands  the  solution  obtained  by  treating 
chromate  of  lead  with  hydrochloric  acid  and  alcohol  in  the  cold.  A  solution 
diluted  till  its  density  is  reduced  to  1*010,  and  kept  for  a  long  time  at  a 
temperature  of  70°,  acquires  the  property  of  appearing  red  by  transmitted 
candle  light,  even  when  in  very  thin  strata:  it,  however,  it  is  evaporated 
or  boiled  for  some  time,  it  appears  green  by  candle-light  (Moberg. ) 

The  solution  of  sesquichloride  of  chromium  has  a  sweet  and  after- 
wards rough  taste.  If  slowly  evaporated  and  afterwards  heated  to  100% 
it  leaves  a  dark  green  hydrated  mass,  which,  according  to  Liebig,  swells 
up  strongly  at  a  temperature  of  200^....d00'',  and  is  converted  into  red 
soluble  chloride  of  chromium. 

C.  OxYOHLOBiDB  OF  Chrohittm. — By  boiling  hydrochloric  acid  with 
an  excess  of  hydrated  chromic  oxide,  nothing  but  a  solution  of  Gr'CP  is 
obtained. — a.  2Cr'Cl',  Cr'O'. — 1.  A  solution  of  sesquichloride  of  chromium 
evaporated  and  dried  at  120%  swells  up  and  crumbles  on  stirring,  to  a 
reddish-grey  powder  which  deliquesces  in  the  air. — 2.  If  the  substanoQ 
be  dried  at  150°,  with  constant  stirring,  a  greyish-red  powder  is  obtained, 
which,  when  treated  with  cold  water,  leaves  a  rose-coloured  residue. 
This  latter  compound  dissolves  in  warm  water;  its  analysis  is  given  under 
(2)  below. — 3.  if  the  solution  is  evaporated  over  oil  of  vitriol,  the  hydraUa 
compound  remains  in  the  form  of  a  dark  red  mass:  analysis  3.  (Moberg.) 
IT  A  solution  of  this  compound  gives  with  iodide  of  potassium  a  yellow, 
and  with  sulphite  of  potash,  a  blue  greyish-green  precipitate;  with  other 
salts  it  gives  similar  reactions  to  the  neutral  chloride.  (Moberg.)  IT 

Moberg. 
Calculation.  (1)  (2) 

2Cr«Cl» 324-4     ....     80*22       81-11       ....       81-52 

Ci*0»   80-0    ....     19-78       18-89      ...,       18*48 


2Cr2Cl«  +  Cr^O*  ,.,.    404*4    ....  JOO'OO      100-00      ....     10000 

Moberg. 
(3) 

2Ci*Cl» 324-4      ....      66-83 66-76 

Ci«0» 80-0       ....       16-48         16-93 

9HO 81-0      ....       16-69        17-31 

+  9Aq 485-4       ....     100-00         ~..       10000 

I.  CrKJP,  2Cr«0*.    The  greyish-red  powder  obtained  at  150*  (B,  a,  2), 
when  strongly  heated  becomes  gradually  duker  without  sweUiag  npj 
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heated  nearly  to  redaeaa,  it  dissolves  but  partially  in  water; 
)le  portion  appears  greyish-red  by  daylignt^  and  green  by 


after  being 

the  insoluble 

candle-] ifi^ht;  its  composition  is  given  below.     By  long  continued  ignition 

in  the  air^  it  is  completely  converted  into  the  ses^uioxide.  (Mobergj  /, 

pr.  Chem.  29, 178.) 

Calculation.  Moberg. 

Ci*CP 162-2       ....      50-31         50-53 

2CT^Cfi 160-0      ....      49-69        49-47 

Cr2Cft2Cr303 3222      ....     10000        10000 

By  dissolving  the  brown  hydrated  oxide  of  chromium  in  hydrochlorib 
acid,  a  red  solution  is  obtained,  which,  by  the  agency  of  light,  or  by  boiling 
with  hydrochloric  acid,  or  by  evaporation,  is  converted  into  green 
hydrated  sesquiohloride  of  chromium  with  evolution  of  chlorine.  (Berze* 
lius,  Brandenburg.) 

T>.  Chlorochromic  Acid. — ChromaU  of  Terchloride  of  Chromium. 
— This  compound  was  formerly  regarded  as  terohloride  of  chromium,  till 
H.  Rose  discovered  the  chromic  acid  present  in  it.  It  is  formed  by  dis- 
tilling a  salt  of  chromic  acid  with  common  salt  and  oil  of  vitriol  in  excess. 
1.  Ten  parts  (3  atoms)  of  common  salt  are  fused  with  16 '9  parts  (3  atoms) 
of  monochromate  of  potash;  the  resulting  mass  is  broken  up  into  large 
fragments  and  introduced  into  a  capacious,  long-necked,  tubulated  retort, 
and  30  parts  (12  atoms)  of  fumiug  oil  of  vitriol  poured  upon  it.  The 
powerful'  heat  evolved  on  mixing  the  ingredients  is  sufficient  to  drive 
nearly  the  whole  of  the  new  compound  over  into  the  receiver,  which  must 
be  kept  cool  by  moistened  paper;  that  which  passes  over  subsequently,  on 
the  application  of  heat  [to  be  collected  in  a  separate  receiver],  amounts  to 
a  small  quantity  only,  and  contains  sulphuric  acid.  In  the  retort  there 
remains  a  mixture  of  bisulphate  of  potash  and  soda^  having  a  slight  green 
tinge.  (Wdhler,  Fogg.  33,  343.) 

3(K0,  CrO^  +  3NaCl  +  12(H0,  S0»)  =  3(K0, 2S0»  +  HO)  +  3(NaO,  2S08  +  3H0) 

+  CpCIs,  2CpO». 

Three  atoms  of  water  are  here  assumed  as  existing  in  bisulphate  of 
soda;  which  agrees  with  the  determination  of  Brandes.  (III.,  104.)  The 
fact  that  free  chlorine  is  always  disengaged  in  this  process,  and  a  portion 
of  free  chromic  oxide  found  in  the  residue,  proves  that  the  decomposition 
partly  takes  place  9S  follows  : 

3Naa+  2(K0,  CrO»)  +  13SO»  =  S(NaO,  2SO»)  +  2(KO,  280»)  +  Ci»0',  3SO»  +  3C1. 

The  water  which  is  present  appears  to  give  rise  to  this  mode  of 
decomposition.  Walter  (Ann.  Chim,  Phys,  66,  387;  also  Pogg,  45,  154), 
uses  the  same  proportions,  but  introduces  the  oil  of  vitriol  into  the  retort 
gradually,  and  through  an  S-tube,  so  that  the  mass  may  not  boil  over; 
and  in  order  to  condense  the  vapours  perfectly,  he  cools  the  neck  of  the 
retort  and  receiver  with  great  care,  so  that  nothing  but  free  chlorine  may 
escape;  and  lastly,  applies  a  gentle  heat  to  the  retort  till  yellow  instead 
of  red  vapours  appear.  Bichromate  of  potash  may  also  be  used  in  place 
of  the  monochromate.  (Wohler,  H.  Rose.)  Thomson  uses  12  parts  of 
bichromate  of  potash  and  10  parts  of  common  salt. 

2.  Dumas  {Ann.  Chim,  Phys.  31,  435)  distils  common  salt  with 
chromate  of  lead  and  oil  of  vitriol^  and  condenses  the  vapours  in  a  tube 
i^oled  to  a  very  low  temperature.    The  distillate  contains  an  excess  of 
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clilorine,  vhicb  it  lias  absorbed,  and  if  the  receiver  is  kept  very  cold,  the 

Quantity  of  that  element  is  so  great,  that  the  liquid  partially  solidifies. 
Dumas,  H.  Rose.)  The  compound  is  purified  bj  partial  distillation, 
"wherenpon  the  excess  of  chlorine  is  evolved  and  the  sulphuric  acid  left 
behind  in  the  residue.  (Walter.) 

Splendid  blood-red  liquid,  which  appears  black  by  reflected  light;  at 
21°  its  specific  gravity  is  1*71;  and  under  a  pressure  of  0*76  metres, 
(=  29*92  in.),  its  boiling  point  is  constant  at  118^  (Walter.)  Its 
vapour  has  the  colour  of  hyponitric  acid  gas.  [For  the  i^cific  gravity 
of  the  vapour^  see  I.,  280.] 

CalcnlatioD. 

CrCl» 134-2       ....      56-34 

2CrO* 104-0       ....       43-66 

CrCl»,  2CrO» 238*2      ....     100*00 

Or;  H.  Rose.  Walter. 

SCr 84-0  ....  35-27  35*53  ....       3518 

3C1 106-2  ....  44*58 45*60  ....      4514 

60 48*0  ....  20*15 


238-2      ....     10000 

Volame.  Sp.  gr. 

Vapour  of  chromium  ? 1       1*9404 

Chlorine  gas 1      2*4543 

Oiygengas   1       1-1093 


Vapour  of  chloro-chromic  add. 1      5'5040 

The  compound  may  also  be  regarded  as  CrO%l,  or  as  chromic  acid  in 
which  one  atom  of  oxygen  is  replaced  by  one  atom  of  chlorine;  according 
to  this  view,  Walter  calls  it  Chtoro-oxt^chromic  acid. 

The  vapour  passed  through  a  red-hot  tube  is  decomposed  into  ciystal* 
lized  chromic  oxide  (p.  Ill)  and  chlorine  and  oxygen  gases.  (Wohler.) 

2(CrO>Cl)  =  Ci«0»  +  O  +  2C1. 

This  compound  explodes  with  phosphorus,  the  explosion  being  attended  with 
emission  of  light.  (Dumas,  Walter.)  A  single  drop  of  the  liquid  with  a 
piece  of  phosphorus  of  the  size  of  a  pin's  head,  is  sufficient  to  produce  this 
efiect.  (Dumas.)  The  phosphorus  must  be  moistened  to  produce  the 
explosion;  when  dry  it  is  without  action,  and  ignited  phosphorus  is 
extinguished  in  the  vapour  of  the  compound.  (Thomson.)  Sulphur 
decomposes  the  compound  with  a  hissing  noise.  (Dumas.)  Flowers  of 
sulphur  moistened  with  it  take  fire  after  a  few  minutes,  and  bum  with  a 
rea  flame.  (Thomson,  PhiL  Mag.  Ann,  1,  452;  also  Kastn,  Arch,  11, 
217.)  Sulphur  separates  a  rose-coloured  powder,  (Kemp,  J,  Pharm.  20, 
413),  which,  according  to  Gregory,  has  the  same  composition  and  pro- 

Sorties  as  the  insoluble  sesquichloride  of  chromium.  If  sulphuretted  hy- 
rogen  is  passed  into  the  compound,  the  tube  containing  it  becomes  red-hot; 
hydrochloric  acid  gas  is  evolved,  and  a  green  powder  separated,  which  is 
probably  sulphide  of  chromium.  (Kemp.)  The  compound  violently  decom* 
poses  terchloride  of  phosphorus  and  dichloride  of  sulphur,  with  evolution 
of  a  large  quantity  of  vapour  and  precipitation  of  the  rose-coloured, 
insoluble  sesquichloride  of  chromium.  If  the  vapour  of  chlorochromio 
acid  is  allowed  to  pass  through  a  narrow  tube  into  a  vessel  filled  with  the 
vapour  of  dichloride  of  sulphur,  vivid  combustion  takes  place,  and  the 
rose-coloured  powder  is  deposited.  (Kemp.)      In  ammoniacalgas  the  com* 
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pound  fiolidifles  with  brilliant  incandesoence,  forming  a  dark  brown  mwsd, 
which  remains  red-hot  for  some  time.  (Thomson.)  The  tube  in  which 
the  ammoniacal  gas  is  made  to  act  on  the  substance^  exhibits  a  purple* 
red  glow  for  a  long  time.  If  more  ammoniacal  ffas  is  passed  over  the 
ignited  residne^  it  changes  to  a  black  powder.  Hiiiebig,  Fopg-  21,  359.) 
This  substance  is  nitride  of  chromium.  (Schr&tter.)  According  to  Persoz 
(Ann.  Chim,  Phys,  44,  323),  the  mass  saturated  with  ammonia  is  a  com- 
pound of  79*1  per  cent,  of  terchloride  of  chromium,  and  20*9  of  ammonia. 

Mercury  acts  violently  on  chlorochromic  acid.  (Dumas,  Walter.) 
When  olenant  gas  is  passed  through  this  compound,  it  rises  in  tempera- 
ture, eyolres  vapours  of  oil  of  olenant  gas,  becomes  opaque  and  brown^ 
and  is  finally  converted  into  a  dark  brown  powder,  which  appears 
to  be  CrCl^  The  powder  deliquesces  in  the  air,  forming  a  greenish 
brown  liquid,  from  which  ammonia  precipitates  a  greenish  brown  oxide, 
while  chromate  of  ammonia  remains  in  the  solution.  If  air  is  admitted 
at  the  same  time  with  the  defiant  gas,  combustion  ensues,  the  whole  mass 
becomes  ignited,  and  is  converted  into  green  chromic  oxide,  while  dense 
fumes  are  given  off.  (Wbhler,  Pog^.  13,  297.)  If  the  compound  is  intro- 
duced in  a  basin  into  defiant  gas  previously  set  on  fire,  continuous  com- 
bustion ensues,  without  any  separation  of  carbon.  (Kemp.)  With 
absolute  alcohol,  the  compound  generally  evolves  sufficient  heat  to  pro* 
duce  combustion,  attended  with  formation  of  heavy  hydrochloric  ether 
(G^H'Cl)  and  a  green  solution  of  sesquichloride  of  chromium.  (Wohler, 
Thomson.)  A  small  quantity  of  the  compound  mixed  with  absolute 
alcohol  sets  it  on  fire,  with  explosion  and  violent  projection  of  the  liquids. 
(Walter.)  Oil  of  turpentine  is  likewise  inflamed  by  the  compound,  and 
wood-spirit,  camphor,  and  olive  oil,  are  rapidly  decomposed.  (Thomson, 
Phil,  Transacts  1827;  also  Pogg»  31,  607.)  Charcoal  and  indigo  do  not 
affect  it.  (Dumas,  Thomson.)  The  compound  sinks  in  water,  and  dis- 
solves with  evolution  of  heat  sufficient  to  produce  ebullition;  the  solution 
is  found  to  contain  chromic  and  hydrochloric  acids.  (Dumas,  Walter.) 

Chlorochromic  acid  dissolves  iodine  without  being  decomposed. 
(Walter.)  It  absorbs  chlorine  gas  in  abundance  at  ordinary  tempera- 
tures, forming  with  it  a  brown,  almost  solid  mass,  which,  when  exposed  to 
the  air,  emits  dense  reddish  fumes  having  the  odour  of  iodine.  It  dissolves 
in  water  with  a  hissing  noise^  and  gives  off  its  excess  of  chlorine.  (Dumas.) 

E.  Aqueous  Htdrochloratb  of  Chromio  Acid. — 1.  Formed  by 
dissolving  chlorochromic  acid  in  water. — 2.  By  decomposing  chromate  of 
lead  or  silver  at  ordinary  temperatures  with  excess  of  hydrochloric  acid. 
Brown  uncrystallizable  liquid  which  dissolves  gold;  when  heated,  it 
evolves  chlorine  and  is  converted  into  sesquichloride  of  chromium.  (Moser.) 
When  evaporated,  it  gives  off  reddish  yellow  vapours,  and  leaves  a 
brownish  black,  shining,  uncrystallizable  mass.  (Berzelius.) 

Chromium  and  Fluorimb. 

IT  A.  pROTOFLUORiDB  OF  Chromium.— Greenish  precipitate,  which 
leaves  the  supernatant  liquid  nearly  colourless.  (Moberg.)  % 

B.  SEsaviFLUORiDB  OF  Chromium  and  Hydrofluatb  of  Chromic 
Oxide. — 1.  By  dissolving  chromium  or  the  hydrated  sesquioxide  in 
aqueous  hydrofluoric  acid,  a  green  solution  is  obtained,  which,  on  evapora* 
tion,  leaves  a  green  cxystallina  mass,  perfectly  sduble  again  in  water.— ^ 
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IT  2,  Aoooidioff  to  Moborg,  0a«q[oicUorid0  of  ehrominm  givei  a  green 
precipiti^te  wita  fluoride  of  potassium.  IT  Sesquifluoride  of  chromium 
unites  with  moro  basic  metallic  fluorides,  forming  grass  green,  pulveru- 
lent compounds,  which,  for  the  most  part^  are  yery  sparingly  soluble  in 
water,  but  generally  speaking,  do  not  separate  from  the  mixed  aqueous 
solutions  without  the  application  of  heat  (Berzelius.) 

C«  The  brown  hydrated  sesquioxide  yields  with  aqueous  hydrofluorio 
acid  ^  fose-coloured  solution  which  dries  up  to  a  rose-coloured  salt;  thid 
salt  redissolves  completely  in  water,  and  giyes  a  brown  precipitate  with 
ammonia*  (B^rxelius,  Pogg,  1,  34.) 

D.  Terfluobipe  op  Chromium.— A  mixture  of  one  part  of  chromate 
of  lead  with  one  part  of  fluorspar  and  3  parts  of  fumiuff  oil  of  vitriol  is 
distilled  in  a  tubulated  leaden  retort,  and  the  vapours  collected  in  a  leaden 
receiver  attached  to  the  retort.  (Unverdorben.)  Instead  of  chromate  of 
lead,  bichromate  of  potash  may  also  be  used.  (H.  Rose.)  According  to 
Dumas  {^Ann,  Chm,  Phys,  31,  435),  the  vapours  may  be  condensed  by 
the  application  of  cold. 

Red  vapour,  the  inhalation  of  which  produces  severe  oppression  of 
the  lungs.  (Unverdorben.) 

The  vapour  is  decomposed  by  yrater,  with  rise  of  temperature,  into 
hydrofluoric  and  chromic  acids.  Hence,  when  exposed  to  the  air,  it 
evolves  finely  crystallized  chromic  acid  in  the  form  of  a  red  and  subse- 
quently of  a  yellow  cloud;  it  likewise  imparts  a  coating  of  chromic  acid 
to  moist  porous  substances,  which,  when  they  are  of  organic  nature, 
sometimes  become  green  by  deoxidizing  the  chromic  a<»d.  Silica,  even 
as  it  exists  in  glass,  converts  terfluoride  of  chromium  into  gaseous 
fluoride  of  silicium  and  chromic  acid.  Consequently,  on  distilling  the 
above-mentioned  ingredients  in  a  glass  retort,  fluoride  of  silicium  is 
obtained,  and  chromic  acid  (containing  hydrofluorio  acid,  however)  sub- 
limes into  the  neck  of  the  retort.  Boracic  acid  decomposes  this  com- 
pound, forming  fluoride  of  boron  and  chromic  acid;  and  arsenious  acid 
converts  it  into  fluoride  of  arsenic  and  chromic  acid.  Mercury  decom^ 
poses  the  vapour  very  slowly,  forming  a  pulverulent  substance.  Organic 
bodies  are  destroyed  by  the  vapour,  which  combines  with  their  hydrogen 
and  oxygen;  alcohol  and  ether,  under  these  circumstances,  produce 
hydrofluate  of  chromic  oxide.  (Unverdorben.)  The  vapour  passed  into 
absolute  alcohol  deposits  large  quantities  oi  a  brownish  green  powder 
with  emission  of  heat.  (Wbhler.)  Terfluoride  of  chromium  combines 
with  ammonia.  (Unverdorben.) 

CrF'  should  contain  in  100  parts:  Chromium  33*29,  Fluorine  66*71. 
H.  Rose,  however,  by  slowly  passing  the  vapour  into  water  and  esti- 
mating the  quantities  of  chromic  and  hydrofluoric  acid  produced,  found 
the  proportion  of  chromium  to  fluorine,  in  one  experiment,  =  24*73  :  75*27; 
and  in  a  second,  =  26*41  :  73*59.  At  the  same  time  he  observed  that 
the  vapour  was  not  entirely  absorbed,  but  that  oxy^n  gas  remained,  and 
further,  that  sulphates  of  the  green  and  brown  oxide  of  chromium  were 
present  in  the  retort,  besides  sulphate  of  potash  and  sulphate  of  lime. 
This  deviation  of  the  analysis  from  the  calculation  may  be  explained  in 
two  different  ways :  1.  The  pure  compound  is  really  CrP,  but  its  vapour 
is  mixed  with  oxygen  gas  and  hydronuorio  acid  vapour,  the  latter  being 
evolved  in  the  free  state  by  the  action  of  the  hydrated  oil  of  vitriol  on  the 
fluon^nr.    When  this  gaseouQ  mixture  is  passed  into  water,  the  latter 
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ftlMorbs  variablo  qnuititieg  of  HF,  iq  addition  to  the  GrF^,  mi  oonae? 
qnently  the  analysis  of  this  liquid  gives  an  excess  of  fluorine. — 2.  The 
compound  is  CrF^  which  in  100  parts  amounts  to  Cr  23*04  -I-  F  76*96.  This 
CrF^  would  be  decomposed  with  5H0,  into  Cr0^5HF,  and  20;  whence,  in 
the  absorption  of  the  yapour  by  water,  free  oxygen  gas  must  be  left 
behind.  [The  presence  of  this  gas>  however,  has  already  been  sufficiently 
explained  by  the  formation  of  chromic  oxide  in  the  residue  of  the  dis- 
tillation.] H,  Rose  regards  the  latter  view  as  the  more  probable,  because 
the  excess  of  bichromate  of  potash  must  prevent  the  aiseneageinent  of 
hydrofluoric  acid.  Berxelius  declares  himself,  with  reason,  m  favour  of 
the  former  theory. 

E.  Htdrofluatb  of  Chbomig  Acin.-p-^The  yellowish  brown  solution 
obtained  by  decomposing  the  terfluoride  of  chromium  by  water.  This 
solution,  when  evaporated,  fives  off  the  hydrofluoric  acid, — the  greater 
part,  according  to  Unverdorben;  the  whole,  according  to  Berselius.  Zinc, 
tin,  and  other  metals  convert  it  into  hydrofluat^  of  chromic  oxide  and 
separate  the  oxygen. 

Gbromium  akd  Nitroobn. 

A.  NiTRiDB  ov  CHBOMinM.— Liebig  (Pogg*  21,  859),  by  igniting 
sesqnichloride  of  ohromium  in  ammoniacal  gas,  obtained  a  brown  powder, 
which  he  regarded  as  ohromium.  Schr5tter  described  it  as  nitride  of 
ohromium.  It  is  prepared  by  jiassing  dry  ammoniacal  gas  over  sesqui* 
chloride  of  chromium  heated  m  a  glass  tube.  (Liebig,  Schrotter.)  To 
obtain  the  sesqaichloride  as  free  as  possible  from  sesquioxide  and  water, 
it  is  previously  heated  in  the  glass  tube  in  an  oil  bath,  and  a  current 
of  hydrochloric  acid  gas  passed  over  it  till  no  more  water  is  evolved; 
the  tube  is  then  cooled,  and  ammoniacal  gas  passed  through  it  for  a 
long  time;  after  which  heat  is  applied,  and  the  current  of  ammoniacal 
gas  kept  up  till  no  more  sal-ammoniac  is  sublimed.  The  mass,  when 
cold,  is  removed  from  the  tube,  crashed,  and  a^n  treated  with  ammonia, 
the  whole  process  being  repeated  several  times.  (Schrotter.)  When 
oblorochromic  acid  is  treated  in  the  same  way  with  ammonia,  a  black 
nitride  of  chromium  is  obtained,  probably  of  similar  composition, 
(Sohrdtter.) 

8(Ci«Cl>)  +  18NH»  =  2Cr»N»  +  9(NH*C1)  *■  3H. 

Brown  powder.  (Liebig,  Schrotter.)  Inflames  in  a  current  of  oxygen 
gas  at  a  temperature  between  150^  and  200°,  burning  with  a  red  light, 
and  evolving  nitrogen  gas  and  a  small  quantity  of  hyponitric  acid 
vapour;  the  residue  is  sesquioxide  of  chromium.  (Schrbtter,  Ann,  Pharm, 
37, 148.) 

CAlcolation.  Schrotter. 

8Cr    84      ....      75        7632 

2N 28      ....      25 

Ci»N' , 112      ....    100  " 

[Schrbtter  found  that  562  parts  of  nitride  of  chromium  heated  in  a 
enrrent  of  oxygen  gas  yielded  on  the  average  612*74  parts  of  chromio 
oxide.  In  these  61 2 '74  parts,  Schrotter  supposed,  from  an  error  in  cal- 
culation, that  only  359*47  parts  of  metallic  chromium  were  present  (thei« 
being  in  reality  489),    Accordingly,  he  concluded  that  563  parts  of 
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liitride  of  chromium  contain  359*47  (4  atoms)  of  chrominm,  and  202'53 
parts  (5  atoms)  of  nitrogen^  corresponding  to  the  formula  Cr^N*.] 

B.  Nitrate  of  Chromic  Oxide. — ^Prepared  hj  dissolTing  the  hjdrated 
sesqnioxide  in  nitric  acid.  The  solution  is  blue  by  reflected,  and  red 
hj  transmitted  light.  Has  a  sweet,  astringent  taste;  does  not  yield 
crystals  on  evaporation,  bat  dries  up  to  a  gummy,  fissured  mass,  which 
appears  dark  green  both  by  reflected  and  transmitted  light.  After 
exposure  for  seyeral  hours  to  the  heat  of  a  water-bath,  it  dissolyes  par-* 
tiaily  in  water,  yielding  a  brown  solution.  (Hayes.) 

C.  Brown  Nitrate  of  Chromium. — If  the  ^een  chromic  nitrate 
is  evaporated  to  dryness,  and  gently  calcined,  it  swells  up,  evolves 
nitrous  acid  vapours,  and  turns  brown;  after  this,  it  forms  a  brownish  red 
solution  in  water.  (Berzelius.)  The  yellow  solution  of  the  brown  hydrated 
oxide  in  nitric  acid  of  specific  gravity  of  1*18  leaves,  when  evaporated  at  a 
gentle  heat,  a  blackish  orown  mass,  which  becomes  moist  in  the  air  and 
dissolves  completely  in  water.  (Brandenburg.) 

D.  Nitrate  of  Chromic  Acid.— Formed  by  mixing  nitric  acid  with 
chromic  acid,  or  by  precipitating  a  solution  of  chromate  of  baryta  in  nitric 
acid,  with  the  exact  quantity  of  sulphuric  acid  required,  and  filtering 
the  liquid.  On  evaporating  the  solution,  a  brownish  red  or  yellowish  red 
crystalline  powder  is  obtained,  having  a  very  acid  and  rough  taste.  This 
powder  fuses  when  heated,  and  is  converted  first  into  brown  nitrate  of 
chromium,  and  lastly  into  the  green  oxide.  With  oil  of  vitriol  it  gives 
ofi*  nitric  acid  fumes,  whereby  it  is  distinguished  from  pure  chromic 
acid.  Deliquesces  in  the  air;  yields  a  brown  solution  with  a  small 
quantity  of  water,  and  a  yellow  solution  with  a  larger  quantity.  (Bran- 
denburg.) When  a  solution  of  chromate  of  potash,  likewise  containing 
nitre,  such  as  that  obtained  in  the  treatment  of  chrome-iron  ore  (p.  108) 
is  precipitated  by  a  salt  of  baryta,  the  chromate  of  baryta  which  separates 
contains  a  portion  of  nitric  acid  intimately  combined,  and  therefore,  when 
decomposed  by  dilute  sulphuric  acid— even  without  being  dissolved  in 
nitric  acid — ^yields  chromic  acid  containing  nitric  acid.  fBrandenburg, 
Meissner,  Moser.)  Richter,  by  precipitating  chromate  of  potash  wim 
nitrate  of  silver,  and  decomposing  the  precipitate  by  a  quantity  of  hydro- 
chloric acid  insufilcient  for  complete  saturation,  likewise  obtained  a 
chromic  acid  containing  nitric  acid;  because  chromate  of  silver,  according 
to  Brandenburg  and  Moser,  likewise  combines  intimately  with  nitric  acid. 
According  to  Brandenburg,  and  Meissner  also,  the  precipitate  produced 
in  chromate  of  potash  by  nitrate  of  lead  contains  traces  of  nitric  acid. 


E.  Chromic  Oxide  and  AMMOJXiA.'-^ChronuUe  of  Ammonia.— a.  If  a 
salt  of  chromic  oxide  is  mixed  with  an  excess  of  ammonia,  a  portion  of  the 
precipitated  oxide  dissolves  in  the  ammonia,  even  when  kept  out  of  contact 
of  air,  and  forms  a  peach-blossom  coloured  or  columbine-red  solution.  The 
more  concentrated  the  ammonia  and  the  greater  its  excess,  the  larger  is  the 
quantity  of  oxide  dissolved.  It  dissolves  much  more  abundantly  when 
toe  chromium-salt  is  dropped  into  the  ammonia  than  in  the  contrary  case, 
because  the  oxide,  at  the  moment  of  its  separation  from  the  acid,  is  taken  np 
by  the  ammonia.  Under  favourable  circumstances,  0*4  percent,  only  of  the 
chromic  oxide  remain  undissolved.  It  appears  that  the  chromic  oxide 
must  first  be  converted  by  the  ammonia  into  a  peculiar  modification  (from 


CHROMATE  OF  AMMONIA*  I4t 

the  green  into  the  purple)  before  it  can  dissolre  in  the  ammonia.  If  a 
solution  of  chrome-alnm  is  evaporated  with  a  small  quantity  of  oil  of 
yitriol  to  a  small  bulk,  and  the  mixture  dropped  into  an  excess  of 
ammonia,  less  than  0*2  per  cent,  of  chromic  oxide  remains  undissolyed* 
The  ammoniacal  solution  exposed  to  the  air,  deposits  a  yiolet-coloured 
hydrate,  the  solution  of  which  in  sulphuric  acid  becomes  green  on  boiling, 
(Hertwig,  Ann.  Pharm.  45,  299.) 

b.  The  })recipitate  produced  by  excess  of  ammonia  in  salts  of  chrO'^ 
mic  oxide,  is  not  pure  hydrated  sesquioxide,  bat  contains  ammonia, 
eyen  after  prolonged  washing  with  hot  water:  the  ammonia  may  be  libe^ 
rated  by  potash. 

This  compound  exhibits  two  modifications^  according  to  the  manner  in 
which  the  ammonia  acts  in  producing  it. 

a.  Green  Precipitate, — One  measure  of  ammonia,  of  specific  gravity 
0*984,  is  added,  drop  by  drop,  to  a  saturated  solution  of  chrome-alum. 
The  precipitate  is  of  a  pale  green  colour.  It  does  not  change  its  colour 
after  remaining  three  days  in  contact  with  the  ammonia,  unless  the 
ammonia  is  in  very  large  excess,  in  which  case  it  is  partially  converted 
into  p.  Even  after  the  digestion  with  ammonia,  it  3delds  with  sulphuric 
acid  a  violet  solution,  which  becomes  green  on  boiling;  the  same  solution, 
when  saturated  as  nearly  as  possible  with  ammonia,  without  a  precipitate 
being  produced,  assumes  a  grass-green  colour;  with  a  larger  quantity  of 
ammonia,  and  also  with  phosphate  of  soda,  it  gives  a  green  precipitate. 
This  is  the  same  modification  of  chromic  oxide  as  that  which  occurs  in 
chrome-alum. 

0.  Violet  Precipitate. — The  solution  of  chrome-alum  is  dropped  into 
ammonia — ^the  same  proportions  being  employed  as  in  a — and  the  greyish 
violet  precipitate  (the  solution  of  which  in  sulphuric  acid  is  also  violet, 
but  becomes  green  on  boiling)  is  kept  for  three  days  in  contact  with 
ammonia  in  a  stoppered  bottle,  whereupon,  a  portion  dissolves,  forming  a 
red  solution.  The  undissolved  portion  of  oxide  is  violet.  A  solution  of 
the  unwashed  precipitate  in  sulphuric  acid  has  a  wine-red  colour.  With 
carbonate  of  soda  it  yields,  after  a  while,  a  dark  violet  precipitate.  It 
retains  its  wine-red  colour  when  saturated  as  nearly  as  possible  with 
ammonia;  after  which,  on  dilution  with  water,  it  deposits  a  rose-coloured 
precipitate.  With  phosphate  of  soda  it  gives  a  violet  precipitate  which 
turns  green  at  the  boiling-point.  Ammonia  in  excess  precipitates  a  violet, 
coloured  hydrate  containing  ammonia.  When  boiled,  the  red  solution 
becomes  violet  or  green;  after  which,  both  ammonia  and  phosphate  of 
soda  throw  down  a  blue  precipitate.  This  red  modification  is  also  per* 
fectly  formed  in  the  red  ammoniacal  solution  of  chromic  oxide. 

when  the  green  or  violet  precipitate  a  or  ^  is  freed  by  washing  and 
drying  from  the  greater  part  of  the  ammonia  which  produced  that  modi- 
fication, a  dissolves  at  once  in  sulphuric  acid,  forming  a  green  solution, 
and  jS  a  violet  solution;  but  the  latter  also  turns  ^een  on  boiling.  The 
same  change  is  efiected  by  boiling  the  violet  precipitate  /3  in  the  ammo* 
niacal  liquid  from  which  it  is  precipitated — so  that  it  yields  with  sulphuric 
acid  a  violet  solution  which  turns  green  on  boiling.  (Hertwig.) 

F.  Chromatb  of  Ammonia. — or.  J/onocAroma^.— -Prepared  by 
evaporating  a  mixture  of  chromic  acid  with  a  slight  excess  of  ammonia. 
Crystallizes  in  lemon-yellow  needles,  having  an  alkaline  reaction  and  ^ 
pungent  saline  taste;  they  are  permanent  in  the  air,  and  very  soluble  in 
water.    When  heatedi  they  retain  a  portion  of  the  ammonia^  till  they  ar^ 
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totirely  oonyerted  into  obromlo  oxide j  and  their  aqneond  (solntion^  after  fe*> 
peated  evaporation,  readilj  deposits  portions  of  brown  oxide.  ( Vauquelin, 
Bichter,  Moeer.)  When  rapidly  heated  till  decomposition  takes  place, 
the  salt  exhibits  incandescence,  and  is  conrerted  into  the  green  sesqni^ 
oxide;  if  the  temperature  is  slowly  raised,  the  decomposition  is  not 
Attended  with  emission  of  light  and  heat,  bat  nevertheless  takes  place 
suddenly  throughout  the  whole  mass,  an  oxide  being  left  which  dissolves 
in  concentrated  acids  with  tolerable  facility.  (Mans.) 

OrifiitaiUid  itnd  Mid  o««f  9ii  qf  tiM^i*  Kopp* 

NH*  17      ....      21-79 

CrO* 62      ....      66-67        66-3 

HO    9       ....       11-54 

NH»,HO,CrO» 79      ....     10000 

h,  Bichramaie.—CrysiBlline  system,  the  oblique  prismatic,  t'ig.  80; 
with  the  t-faoe  frequently  rouuded  off;  »  :  u  or  u*  =  114^;  t  :  A  =  110^ 
10';  i  :  /{backwards^  =  101*»  58';  t  :  m  =  122°  31';  t*'  :  t<  =  98''  8'; 
u  :  m  s=  ld9°4';  ti  :  A  =  135'' 47';  cleavage  parallel  to  m  and  t.  (Brooke, 
Ann,  Phil.  22,  287.)  Forms  orange  yellow  plates,  which  redden  litmus, 
have  a  saline  taste,  are  permanent  m  the  air,  and  less  readily  soluble  in 
water  than  a.  (Moser.)  The  salt  crystallizes  in  reddish -brown,  rhombic 
prisms,  which,  at  a  temperature  below  redness,  are  decomposed  with 
emission  of  light  and  feeble  detonation,  leaving  a  residue  of  chromic 
oxide.  (Hayes.) 

If  Darby  has  analysed  this  salt,  prepared  by  partially  saturating 
chromic  acid  with  ammonia,  and  evaporating  to  the  crystalliiiug  pointy 
and  finds  that  it  contains  NH',  combined  with  the  8  equivtuents  of 
chromic  acid,  instead  of  NH^O,  aa  in  the  monochromate.  {Ann,  Pharm, 
65,  204.)  IT 

Csknilation*  Darbj. 

NH«.... 17-0      ....      1405 

2CrO«  1040      ....      85-95        ....        84*96  85-2 

NH»,2CK)» 12^-0      ....     10000 

0.  Carbonatb  of  Curoxio  Oxidb  AMD  AMMONtA.<^Carbonate  of 
chromic  oxide  dissolves  very  sparingly  in  an  aqueous  solution  of  carbonate 
of  ammonia,  forming  a  pale  greenish-blue  solution, 

H.  Termlphidi  of  Chromium  mth  BydnmdphaU  of  Ammonia  /— • 
Chromic  acid  yields  with  very  dilute  bi-hydrosulphate  of  ammonia  a 
brown  solution  which  contains  the  sulphur-salt,  and  at  the  same  time  a 
greyish-green  precipitate,  which,  after  being  washed  and  dried,  behaves 
like  a  mixture  of  hydrated  chromic  oxide  and  sulphur,— but  at  the  moment 
of  its  formation,  dissolves  in  potash  (not  in  ammonia,  or  bi-hydrosulphate 
■of  ammonia),  forming  a  green  solution,  and  leaving  a  residue  of  hydrated 
sesquioxide.  With  aci£,  the  solution  evolves  sulphuretted  hydrogen 
and  deposits  sulphur^  while  a  salt  of  chromic  oxide  remains  dissolved. 
(Berzelius.) 

1.  SuLMATfi  OP  Cbroiho  Oxidb  aki>  AuuonA.^^Ammonia  Chroma 
«Z«m.<— Prepared  by  mixing  tersulphate  of  chromic  oxide  with  ammonia. 
(Mit6cherlich.)-^If  sulphate  of  ammonia  is  iMlded  to  a  concentrated  solu- 
tion of  the  blue  oiystiiUiied  tersnlphalo  of  ehromio  ttide  (p.  127)>  the 
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double  sftlt  is  immediately  preexpitated  in'ihe  crjstalline  form;  it' is  purified 
by  a  second  crystallizaiioti  after  the  removal  of  the  mother-liquid. 
(Schrotter.) 

Regular  octohedrons  (Mitsoherlicb),  baring  likewise  the  faces  of  the 
cube  and  dodecahedron.  Specific  gravity  1*730  at  2V.  (Bdirotter.) 
Cleavage  indistinct,  parallel  to  the  octohedral  faces.  Fracture  concboidal^ 
with  a  vitreous  lustre.  Colour  brilliant  violet-blue,  passing  into  colum- 
bine-red (ruby-red  by  transmitted  light,  SchrdUer).  Streak,  very  ^ale 
lavender-blue.  SliehUy  transparent.  Taste,  slightly  sweetish  and  saline. 
(Hardinger,  Sdinb.  J.  ofSc.  1,  100.) 

Calctilatio&i  Schlatter. 

NH« 17      ....        3-5» 

Ci«0>  80      ....       16-59      ....      16-26 

4805 160      ....      33-20      ....      33-10 

25HO 225       ....       46-68 ^ 

NH^HO,SO>  +  CrSO>,3SOS'f24Aq.      482      ....     100-00 

The  salt  effloresces  superficially  in  the  air,  and  becomes  covered  with 
a  pearl-grey  powder.  Fuses  at  lOO'^,  forming  a  green  liquid  which 
shows  no  signs  of  dichroism;  18  atoms  of  water  are  evolved  at  the  same 
time.  On  cooling,  the  salt  solidifies  in  a  pale  green  mass,  which  does  not 
part  with  the  remaining  portion  of  water  till  it  is  heated  to  above  300°. 
— It  dissolves  in  cold  water,  forming  a  blue  solution,  which  at  15°  or  80° 
assumes  a  grass-green  colour,  because  the  alum  is  decomposed  at  that 
temperature; — so  that  the  solution  yields  no  more  crystals  on  evaporation, 
but  dries  up  to  a  green  mass,  and  is  moreover  no  longer  precipitated  by 
alcohol,  but  either  mixes  with  it,  or,  when  concentrated,  forms  a  substra- 
tum, the  alcohol  floating  on  the  surface.  But  if  the  solution,  after  being 
turned  green  by  heat,  is  diluted  with  water,  and  left  to  stand  for  ten 
days,  the  alum  is  gradually  reproduced.  Alcohol  precipitates  the  alum 
from  its  solution  in  water.  TSchrotter,  Pogg.  53,  526.) 

When  a  solution  of  the  olue  crystaJlised  tersulphate  of  chromic  oxide 
is  mixed  with  excess  of  sulphuric  acid,  then  treated  with  alcohol,  and  the 
green  solution  decanted  from  the  precipitated  blue  salt,  and  mixed  with  so 
much  ammonia  that  it  still  remains  slightly  acid,  a  dark  green,  highly  acid 
solution  separates  to  the  bottom ;  and  subsequently,  after  long  standing,  the 
liquid  becomes  decolorized,  and  a  light  green  salt  is  deposited,  which,  for 
every  14  atoms  of  sulphate  of  ammonia,  contains  one  atom  of  chromic 
oxide  in  combination  with  6  atoms  of  sulphuric  acid  and  33  atoms  of 
water.  (Sohr&tter.) 

K.  Ammonuhterfiuoride  qf  CAromit^m— Ammoniacal  gas  condenses, 
according  to  Unverdorben,  with  fluoride  of  chromium,  forming  a  yellow 

Eowder,  which  sublimes  without  decomposition.     According  to  Berzelius, 
owever,  the  vapour  of  fluoride  of  chromium  explodes  with  ammoniacal 
gas,  the  products  being  nitrogen  and  hydrofluoric  acid. 

L.  SESaUIFLUORIDE   OF  CmiOUlVU  +    MlTBROFLITAtB  OF  AllHOKU* 

•—Green,  sparingly  soluble  powder.  (Berzelius.) 

^  M.  Chromate  of  BAt-AMM0l?iAd. — Formed  by  adding  chlorochroraic 
acid  to  a  concentrated  solution  of  sal-ammoniac.  The  crystals  have  the 
same  form  and  appearance  as  the  corresponding  potassium  compound,  but 
are  much  more  soluble  in  water.  (Peligot,  Ann.  dhim,  PhyB.  52,  267;  also 
J.  Pharm.  19,  301  j  also  Ann.  Pharm,  8, 1.) 


144  CHROMIUtf* 

CalcnlAtian.  Peligot 

NH«    17-0      ....      10-80  .......        10-8 

Ha 36-4      ....      23-13  23-5 

2CrO» 104-0      ....      6607  655 

NH»,HCl,2CrO»   157^4      ....    10000  ~.        m 


Chromium  and  Potabsiuh. 

A.  Chromic  Oxidb  and  Potash. — ChramiU  of  Potcuh.'^A  cold 
aqaeoas  Bolation  of  potash  dissolves  hydrated  chromic  oxide^  forming  a 
grass-green  solution.  This  liqaid^  unless  it  contains  a  large  excess  of 
potash,  deposits  a  jellj  after  some  time,  learing  the  supernatant  liquid 
colourless;  when  heated  to  the  boiling  point,  it  also  becomes  colourless, 
green  flakes  being  precipitated.  According  to  Moser,  however,  a  small 
quantity  of  chromate  of  potash,  produced  by  the  action  of  the  air,  remains 
dissolved.  Boudault  (Ann.  Fharm,  59,  351)  has  observed  that  a  solution 
of  chromic  oxide  in  potash  is  converted  into  chromate  of  potassh  by  the 
addition  of  ferricyanide  of  potassium. 

The  brown  hydrated  oxide  dissolves  in  aqueous  potash,  forming  a 
brown  solution. 


B.  Chromate  OF  Potash.— a.  Monockromate.'^l.  Prepared  by  either 
of  the  methods  given  for  the  preparation  of  chromic  oxide  (p.  108). 
When  this  salt  is  present  in  solution,  together  with  bichromate  of  potash 
and  nitre,  the  latter  salts  crystallize  out  first  on  the  addition  of  nitric 
acid.  By  the  addition  of  potash,  the  bichromate  may  be  converted 
into  the  normal  salt,  and  separated  from  the  nitre  either  by  crys- 
tallization, or  by  fusion  and  the  cautious  addition'  of  charcoal  powder, 
till  the  violent  detonation  ceases ;  the  mobile  liquid  then  becomes  pasty, 
and  a  small  quantity  of  chromic  oxide  is  separated;  the  mass  is  then 
exhausted  with  water,  the  solution  filtered,  and  left  to  crystallize.  (Tas- 
saert.) — 2.  By  neutralizing  commercial  bichromate  of  potash  with  carbo- 
nate of  potash.  (Thomson;  Liebig  Sc  Wohler.) — 3.  By  projecting  chromic 
oxide  into  fused  chlorate  of  potash.  (Liebig  &  W5hier,  Fogg.  24,  171.) 
— The  commercial  salt  frequently  contains  sulphate  of  potash.  In  this 
case  the  solution  must  be  supersaturated  with  nitric  acid  and  precipitated 
by  nitrate  of  baryta.  To  obtain  the  commercial  salt  perfectly  pure,  it  is 
freed  by  recrystallization  from  silica  and  alumina,  then  mixed  with  nitric 
acid,  and  nitrate  of  baryta  dropped  in  as  long  as  sulphate  of  baryta  is 
precipitated.  Chromate  of  silver  is  then  added  to  the  filtrate  as  long  as 
chloride  of  silver  is  formed ;  after  which  the  solution  is  filtered,  evapo- 
rated to  dryness,  and  the  residue  ignited  in  a  platinum  crucible ;  lastly 
the  residue  is  dissolved  in  water,  and  the  solution  left  to  crjrstallize. 
(Hayes,  Sill.  Amer.  J.  20,  409.) 

Crystalline  sjnstem  the  right  prismatic;  isomorphous  with  monosulphate 
of  potash.  Fig.  77;  excepting  that  the  faces  between  a  and  t  are  want- 
ing, n  :  n  =  110^  10';  y  :  y,  hadewarda  =  120°  41';  cleavage  parallel 
to  m  and  i.  (Mitscherlicfa,  Fogg.  18,  168.)  tt'  :  i*  =  72°  34';  a  ;  «  = 
133°  52';  u :  »»  =  126'  17';  y  :  w=l  19°  43';  y  :  y,  haekwardt  =120°  34'j 
the  faces  m  and  i  being  the  broadest.  (Brooke,  Ann.  Fhil.  22,  120.) — Sp. 
gr.  =  2-6115  (Thomson),  =  2*6402  (Karsten),  =  2,705  (Kopp).  Lemon- 
yellow;  assumes  an  aurora-red  tint  whenever  it  is  heated.    Up  to  204% 
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it  undergoes  no  furtber  cbange.  Fuses  at  a  red  heat^  previous  to  which  it 
decrepitates  yiolently.  According  to  Berzelius^  it  emits  a  green  light 
during  fusion^  and^  according  to  Magnus^  crystallizes  as  it  solidifies  on 
cooling.  Has  an  alkaline  reaction,  and  a  coolings  persistently  bitter  and 
metallic  taste.     Permanent  in  the  air. 

(yifgtallized, 

KG 47-2      ....      47-58 

CrO*  - 52*0       ....       62*42 


IVusaert. 

Thomson. 

4o        i..* 

••••         4o 

52      .... 

..■•         0£ 

KG,  CrO» 99-2      ....     100-00        100      100 

When  ignited  alone  it  is  not  decomposed.  By  strong  ignition  with  char- 
coal, it  IS  resolved  into  carbonate  of  potash  and  chromic  oxide.  (Moser.) 
— It  is  likewise  partially  decomposed  by  ignition  in  a  current  of  carbonic 
oxide,  sesquioxide  of  chromium  being  separated.  (Gobel.) — Charcoal, 
cotton  wool,  and  other  organic  substances,  burn  with  greater  rapidity 
when  saturated  with  its  solution  and  dried.  ^Jacobson.) — ^When  ignited 
with  sulphur,  it  is  resolved  into  chromic  oxiae,  sulphate  of  potash,  and 
sulphide  of  potassium.  (Lassaigne.)     Probably  in  the  following  manner : 

8(KG,CrG»)  +  20S  ^  5(KO,  SG»)  +  3KS»  +  4WG8. 

According  to  Dopping,  however,  if  the  mixture  be  gently  heated,  hypo- 
sulphite of  potash  is  likewise  formed  at  the  beginning  of  the  action,  but 
is  again  partially  decomposed  by  the  heat  evolved,  in  consequence  of  the 
combination  of  the  oxygen  of  the  chromic  acid  with  the  sulphur. 

An  aqueous  solution  of  the  salt,  when  heated  with  pentasulphide  of 
potassium,  yields  a  gelatinous  precipitate  of  hydrated  chromic  oxide, 
together  with  hyposulphite  of  potasb  and  free  potash.  (Dopping,  Ann* 
Pharm.  46,  172.) 

8(K0,  Cr03)  +  2KS*  =  5(KG,  S^G^)  +  5KG  +  iC^O\ 

With  arsenious  acid  (or  an  arsenite)  the  solution  gradually  forms  a 
green  liquid,  (Cooper,  Ann,  Phil.  20,  77),  which  solidifies  after  some 
minutes  to  a  stiff  jelly;  but  if  the  potash  salt  be  added  to  the  arsenious 
solution,  a  green  colour  is  produced  without  precipitation.  (Schweitzer, 
J,  pr,  Chem,  39,  267.)  Sulphurous  acid  passed  through  the  aqueous 
solution,  precipitates  brown  hydrated  oxide  of  chromium,  which,  how- 
ever, gradually  turns  green,  and  then  dissolves  completely,  forming  a 
green  solution  containing  potash,  chromic  oxide,  sulphuric  acid,  hypo- 
sulphuric  acid,  and  sulphurous  acid.  When  boiled,  it  evolves  sulphurous 
acid,  and  deposits  the  whole  of  the  chromium  in  the  form  of  basic  sul- 
phite of  chromic  oxide.  (Berthier,  N.  Ann.  Chim.  Phy$.  7,  77.)  By 
heating  with  acetic  acid  and  alcohol,  the  salt  is  partially  converted  into 
acetate  of  potash  and  acetate  of  chromic  oxide.  (Tassaert.)  It  gives  up 
the  whole  of  its  chromic  acid  to  baryta-water.  (Dobereiner.)  To  many 
acids,  as  the  sulphuric,  hydrochloric,  nitric,  and  acetic,  it  gives  up  half  of 
its  potash,  and  is  thereby  converted  into  bichromate,  which  separates 
after  slight  concentration.  (Tassaert.^  A  solution  of  the  salt  in  hot 
hydrochloric  acid,  deposits  crystals  ot  chloride  of  potassium  on  coolinc^; 
a  solution  in  a  hot  mixture  of  hydrochloric  and  sulphuric  acid  yields 
chrome-alum.  (Marchand,  Pogg,  45,  594.) 

Chromate  of  potasb  dissolves,  according  to  Thomson,  in  2*07  parts  of 
water  at  15-5°  (60**  F.)j  according  to  Moser,  in  1-75  parts  at  17 '5°,  and 
in  1-67  parts  at  lOO*'.     When  the  salt  is  dissolved  in  2  parts  of  water,  the 
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temperature  falls  about  10®.  A  solution  of  one  part  of  salt  in  2  parts  of 
water,  has  a  specific  gravity  of  1*28;  in  3  parts  of  water,  1*21;  in  4 
parts,  1*18;  in  5  parts,  1*15;  in  6  parts,  1*12;  in  7  parts,  1*11;  and  in  8 
parts,  1*10.  (Moser.)  Sp.  gr.  of  a  saturated  solution  at  S°  =  1*368. 
(Anthon.)  One  part  of  the  salt  imparts  a  distinct  yellow  colour  to  40,000 
parts  of  water;  it  likewise  imparts  to  20  parts  of  nitre  a  fine  lemon-yellow 
colour,  when  the  salts  are  allowed  to  crystallize  together.  (Thomson.) 
Chromate  of  potash  is  insoluble  in  alcohol,  which  precipitates  it  also  from 
an  aqueous  solution.  According  to  Thomson,  tincture  of  galls  precipitates 
the  solution  brown. 

When  chromic  acid  is  mixed  with  potash  in  such  proportions  that  the 
aqueous  solution  is  neither  acid  nor  alkaline,  and  the  mixture  evaporated, 
bichromate  of  potash,  having  an  acid  reaction,  crystallizes  out  first,  and 
then  the  monocnromate,  which  exhibits  an  alkaline  reaction.  (Tassaert.) 

b.  Bichromate. — When  a  solution  of  a  is  mixed  with  nitric  acid,  the 
salt  b  crystallizes  out  either  immediately  or  after  evaporation.  The 
crystals  are  separated  mechanically  from  those  of  nitre,  and  purified  by 
recrystallization.  (Tassaert.)  Large,  bright-red,  rectangular,  four-sided 
tables  and  prisms — or  when  more  rapidly  crystallized — thinner  laminaet; 
its  powder  is  reddish  yellow.  Sp.  gr.  =  1*98,  (Thomson),  =  2*6027 
(Karsten.)  Decrepitates  in  the  fire;  fuses  at  a  heat  considerably  below 
redness,  and  much  more  readily  than  a,  forming  a  transparent  red  liquid; 
on  cooling  it  solidifies  again  m  the  form  of  a  red  fibrous  mass,  which 
falls  to  pieces  spontaneously.  (Thomson.)  When  slowly  cooled  after 
fusion,  it  yields  nne  large  crystals,  which  have  the  same  form  as  those 
obtained  from  an  aqueous  solution,  but  on  further  cooling,  crumble  to 
powder.  (Mitsoherlich,  Fogg,  28,  120.)  The  salt  has  a  cooling,  bitter, 
and  metallic  taste,  reddens  Utmus,  and  is  permanent  in  the  air.  (Thomson.) 

Tusaert*  Thomaoa.            GrouveUe. 

CtystqUized.  Ignited, 

KO 47-2     ....    81*22      82-6  ....      31*579  ....      81154 

2CrO' 1040     ....     68-78       67*4  ....       68*421  ...       68846 

KO,2CpO»     151-2     ....  100*00       1000      ....     100000       ....     100*000 

At  a  white  heat,  half  the  chromic  acid  is  decomposed,  yielding  ozy-> 

fen^  gas  and  chromic  oxide,  while  monochromate  of  potash  remains 
ehind.  (Grouvelle.)  Detonates  slightly  with  charcoal.  Three  parts  of 
bichromate  of  potash  gently  heated  with  4  parts  of  oil  of  vitriol,  are 
resolved  into  sulphate  of  chromic  oxide  and  potash,  together  with  water 
and  oxygen  gas.  In  this  manner  oxygen  may  be  prepared  pure,  and 
more  cheaply  than  from  chlorate  of  potash.  (Balmain,  Phil,  Hag,  J:  21, 
42;  also  II.,  22.) 

KO,  2Cr03  +  4(H0,  S0»)  -=  (KO,  S0»  +  Cr«0»,  3S0»)  +  4H0  +  30. 

Hydrosulphurio  acid  gas  passed  through  an  aqueous  solution  of  bichro- 
mate of  potash,  precipitates  chromic  oxide  mixed  with  sulphur.  (Hayes.) 
Sulphurous  acid  gas  passed  through  the  solution  colours  it  green  witnout 
precipitation,  sulphate  and  hyposiilphate  of  chromic  oxide  being  pro- 
duced. (Berthier.)  A  current  of  nitric  oxide  decomposes  it,  throwing  down 
brown  chromic  oxide,  or,  after  a  while,  metallic  chromium,  (p.  114.)  From 
a  solution  of  the  salt  in  boiling  hydrochloric  acid,  chromate  of  chloride  of 
potassium  crystallizes  out  as  the  liquid  cools.  (Peligot.)  The  salt  dis- 
solves in  water  with  slight  reduction  of  temperature.  (H.  Rose.)    It 
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dissolyes  in  9*6  parts  of  water  at  17*2  (Thomson),  and  in  10  parts  at 
]8*7°.  fMoser.)  The  solution  has  a  deep  orange-jellow  colour.  Accord- 
ing to  Anthon^  a  solution  saturated  at  S'',  has  a  specific  gravity  of  1'065. 
The  salt  is  insoluble  in  alcohol. 

According  to  Graham,  there  exists  also  a  Terchromate  o/Fotaah. 

C.  Carbonate  of  Chromic  Oxibb  and  Potash. — Carbonate  of 
chromic  oxide  dissolves  sparingly  in  aqueous  solution  of  carbonate  of 
potash,  forming  a  pale  greenish-blue  solution  and  separating  again  after 
long  boiling.  When  sesquichloride  of  chromium  is  supersaturated  with 
a  concentrated  solution  ot  carbonate  of  potash,  scarcely  any  of  the  pre- 
cipitate is  redissolved;  solution  takes  place  only  on  mixing  more  dilute 
solutions.  The  solution  of  hydrated  carbonate  of  chromic  oxide  in  boiling 
bicarbonate  of  potash  deposits  double  cai'bonate  of  chromic  oxide  and 
potash  in  pale  green  crystalline  scales  as  it  cools ;  a  solution  in  mono- 
carbonate  of  potash  yields  a  pulverulent  double  salt  on  evaporation. 
(Berlin.) 

?  D.  Pyrophosphate  of  Chromic  Oxide  akd  Potash. — Known 
only  in  solution.  The  liquid  exactly  resembles  sulphate  of  nickel  in 
colour,  and  is  not  afTected  either  by  hydrosulphuric  acid,  or  by  hydrosul- 
phate  of  ammonia.  (Persoz,  Ann,  Fharm,  65,  163.)     IT 

E.  TerttUphide  of  Chromium  wUh  Sulphide  of  Fotdsaium?  —  An 
aqueous  solution  of  chromate  of  potash,  saturated  with  hydrosulphuric 
acid,  becomes  dark  brown  and  opaque,  and  yields  a  greyish-green  precipi- 
tate of  sesquisulphide  of  chromium.  The  filtrate  deposits  brown  tersul- 
phide  of  chromium  on  exposure  to  the  air,  and  likewise  on  the  addition 
of  acids;  but  the  precipitate  is  rapidly  decomposed  even  in  the  liquid  itself. 
When  digested  in  the  air,  especially  in  a  dilute  state,  sulphur  is  deposited, 
and  chromate  of  potash  formed.  (Berzelius,  Fogg.  8,  422.) 

IT  F.  Sulphate  of  Chromoub  Oxide  and  Potash. — Prepared  by 
bringing  protochloride  of  chromium  in  contact  with  a  cold  saturated 
solution  of  monosulphate  of  potash,  adding  alcohol  till  a  slight  precipitate 
appears,  and  then  leaving  the  mixture  at  rest  in  a  closely  stoppered  bottle 
for  a  week  or  two.  By  this  process,  very  distinct  blue  crystals  are 
obtained,  having  the  form  of  rhombic  prisms.  They  rapidly  turn  green 
in  the  air. 

Peligot. 
Calculation.  (1)  (2) 

CrO   360      ..-      16-57      ....       16-6      ....       170 

KO    47*2       ....       21-73 

2S0» 80-0       ....       36-83       ....  ....       37*0 

6HO 54-0       ....       24-87 

KO,S03+CrO,SO'  +  6Aq 2172      ....     100-00 

This  salt  appears  to  have  the  same  composition  as  the  numerous  double 
sulphates  formed  with  the  oxides  of  the  magnesia  group;  and,  according 
to  Prevostaye,  is  isomorphous  with  the  double  sulphate  of  ferrous  oxide 
and  potash.  (Peligot.)  IT 

G.  Sulphate  of  Chromic  Oxide  and  Potash. — KO,  SO*  H- Cr*0*, 
380*. — a.  Anhydrous, — »,  Not  decomposible  hy  water, — A  solution  of 
potash-^ome-alum,  converted  into  the  green  modification  by  heat,  is 
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evaporated  to  the  consistenoe  of  fijrap ;  warmed,  after  the  addition  of  oil 
of  ritriol,  to  a  temperatare  of  200°,  as  long  as  water  is  evolved ;  and  the 
resulting  insoluhle  salt  freed  from  the  unaltered  portion  and  from  the 
excess  of  sulphuric  acid,  by  washing  with  water.  Light  green  powder. 
At  a  temperature  below  redness,  it  loses  5*8  per  cent,  of  sulphuric  acid, 
and  at  a  strong  red  heat^  the  whole  of  the  acid  which  is  in  combination 
with  the  chromic  oxide;  whereupon  water  dissolves  out  the  sulphate  of 
potash.  The  salt  is  decomposed  by  long  boiling  in  solution  of  potash, 
with  separation  of  green  sesquioxide  of  chromium,  which  is  not  dissolvcKi 
by  hydrochloric  acid  till  dfter  long  boiling.  Ammonia,  water,  sulphuric 
acid,  hydrochloric  acid,  and  nitric  acid,  neither  decompose  nor  dissolve 
this  compound,  even  when  boiled  with  it.  (Hertwig,  Fogg.  56,  95.) 

a.  Dried  at  100°.  Hertwig. 

KO 47-2       ....       16-43 

Cr«0» 80-0       ....       27-85  27*325 

4SQ» 160  0      ....       55  72  55*516 

287-2       ....     10000 

/3.  Decomposible  hy  t(ra^.-— Formed  by  heating  potash-chrome-alam 
between  300°  and  400^,  till  the  water  is  entirely  driven  off.  Li^ht  green. 
When  boiled  for  a  long  time  with  water  (cold  water  has  no  action),  it  is 
resolved  intosolublesulphate  of  potash  and  sulphate  of  chromic  oxide  (p.  1 26, 
c.  a.)  which  remains  in  the  form  of  an  insoluble  green  powder.  (Hertwig.) 

b.  Bihydrated, — First  observed  by  Fischer. — Prepared  by  keeping 
potash-chrome-alum  at  a  temperature  of  200"^  as  long  as  it  continues  to 
lose  water;  the  Quantity  expelled  amounts  to  39*522  per  cent.  -=22  atoms. 
The  residue  is  a  dark  green  porous  mass.  It  is  decomposed  by  warm  aqueous 
ammonia,  which  separates  a  dark  green  oxide  soluble  in  boiling  hydro- 
chloric acid.  It  dissolves  when  boiled  for  a  long  time  with  water,  more 
rapidly,  however,  if  hydrochloric  acid  is  added.  Water  and  dilute  sul- 
phuric or  hydrochloric  acid  do  not  act  on  the  double  salt  at  ordinary  tem- 
peratures, at  least  in  the  course  of  several  days.  (Hertwig.) 

c.  With  24  atoms  of  water. — Potash-chrome-alum, — First  obtained  by 
Mussin-Pouschkin.  (CrelL  Ann,  1801,  2,  267.) — I.  An  aqueous  solution 
of  the  blue  crystallized  tersulphate  of  chromic  oxide  and  sulphate  of 
potash,  is  mixed  with  sulphuric  acid  and  left  to  evaporate  spontaneously. 
(Berzelius.) — 2.  Through  an  aqueous  solution  of  one  atom  of  bichromate 
of  potash  and  one  atom  of  oil  of  vitriol,  sulphurous  acid  gas  is  passed  as 
long  as  it  continues  to  be  absorbed,  the  vessel  containing  the  mixture 
being  artificially  cooled,  to  prevent  the  liquid  from  becoming  too  much 
heated : 

KO,2Cr0»  +  S03  +  3SO2  =  KO,S05  +  Cr'0»,3SO». 

(Schrotter,  Pogg.  53,  326.) — 3.  One  part  of  oil  of  vitriol  is  added  to 
3  parts  of  a  saturated  aqueous  solution  of  monochromateof  potash,  and, 
after  the  bichromate  of  potash  which  separates  is  redissolved,  2  parts  of 
alcohol  are  added  by  small  portions  at  a  time,  so  as  to  prevent'  too  great 
a  rise  of  temperature.  The  mixture  after  some  time  assumes'  a  green 
colour  and  deposits  crystals  of  chrome-alum.  These  crystals  are  re- 
dissolved  in  a  fresh  quantity  of  water,  and  the  solution  poured  into 
shallow  dishes  and  loft  to  evaporate  spontaneously.  The  crystals  thus 
obtained  are  dried  between  blotting  paper,  and  freed  from  sulphate  of 
chromic  oxide  and  bisulphate  of  potash  by  washing  them  with  a  small 
quantity  of  cold  water,  till  the  liquid  wmch  runs  off  is  no  longer  green 
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but  violet.  (Fischer,  Eastn.  Arch,  14,104;  16,212.)  By  using  strong  oil  of 
yitriol  a  large  proportion  of  the  chromic  oxide  is  converted  into  the 
green  modification,  which  does  not  yield  any  chrome-alum :  with  dilute 
sulphuric  acid,  on  the  contrary,  the  decomposition  takes  place  slowl]^, 
and  without  perceptible  rise  of  temperature,  and  the  whole  of  the  chromic 
oxide  crystallizes  out  as  alum.  (Berzelius.^  IT  Traube,  (Ann.  Pharm* 
66,  165),  gives  the  following  improved  method.  One  part  of  bichromate 
of  potash  is  dissolved  in  2  parts  of  sulphuric  acid  diluted  with  a  quan- 
tity of  water  sufficient  to  prevent  the  solution  from  depositing  crystals  at 
ordinary  temperatures ;  the  whole  is  then  gradually  added  to  a  quan- 
tity of  alcohol  contained  in  a  vessel  which  is  surrounded  with  cold 
water,  to  prevent  too  great  a  rise  of  temperature.  A  considerable  portion 
of  the  chrome-alum  is  at  once  precipitated  in  the  form  of  a  crystalline 
meal.  The  mother-liquid  is  then  mixed  with  -f  of  its  weight  of  nitric  acid, 
to  prevent  the  formation  of  the  green  modification ;  evaporated  in  a  water 
bath  to  i  its  weight;  and  lastly  treated  with  an  equal  weight  of  alcohol, 
and  set  aside  to  crystallize.  The  greater  part  of  the  remaining  chrome- 
alum  separates  in  crystals,  which  are  purified  by  recrystallization  from  a 
solution  in  water  heated  to  50**.  T 

Chrome-alum  forms  regular  octohedrons  of  a  violet-red  colour,  ruby- 
red  by  transmitted  light;  it  is  permanent  in  the  air.  When  impure, 
however,  it  effloresces  on  the  surface,  assuming  a  green  colour  if  it  con- 
tains excess  of  chromic  sulphate,  and  a  violet  colour  if  the  sulphate  of 
potash  predominates.  (Fischer.) 

Calculatioii.  Fischer. 

KO    47-2  ....  9-38  ....  9*52 

Cr^O*         800  ....  15-90  ....  15-60 

4S0»  "     1600  ....  31-80  ....  32'27 

24h6   ..! 216-0  ....  42-92  ....  42*60 

KO,S03  +  Ci«0»,3S08  +  24Aq 503*2     ....  10000        ....        9999 

IT  According  to  Jacquelain  {Compt,  rend,  24,  439)  chrome-alum  con- 
tains only  22  atoms  of  water.  IT 

When  heated,  it  fuses,  gives  off  its  water  of  crystallization,  and  is 
converted  into  the  grass-green  coloured  salt  6  (Fischer),  and  at  a  tempe- 
rature between  300*»  and  400%  into  the  salt  a,  (Hertwig);  lastly,  it  is 
>  converted  by  ignition  into  a  powder  which  is  lilac-coloured  while  hot, 
and  yellowish-green  when  cold.  This  powder  is  perfectly  insoluble  in 
boiling  water  and  in  all  acids,  except  oil  of  vitriol,  which  dissolves  it  in 
very  small  quantity,  and  deposits  it  again  for  the  most  part  on  cooling, 
or  completely  on  the  addition  of  water.  (Fischer.)     [This  is  probably 

the  salt  a,  «.]  ,       .  ,  x      i  x« 

Chrome-alum  is  soluble  in  6  parts  of  cold  water;  the  violet  solution 
suffers  the  alum  to  crystallize  out  unchanged  by  spontaneous  evaporation ; 
but  if  heated  to  between  50°  and  75%  it  turns  green,  and  according  to  the 
extent  of  decomposition,  either  deposits,  on  evaporation,  a  brilliant  green, 
amorphous,  difficultly  soluble  mass,  or  yields  crystals  of  sulphate  of 
potash,  leaving  green  sulphate  of  chromic  oxide  in  solution.  (Fischer.) 
The  sulphate  of  potash  separates  only  from  a  highly  concentrated  solution, 
and  in  small  quantity.  (Schrbtter.)  A  solution  wkich  has  been  turned 
green  by  boiling,  becomes  blue  again  after  long  standing,  and  when  eva- 
porated yields  crystals  of  chrome-alum,  with  which  a  small  quantity  of 
the  green  salt  still  remains  mixed.  By  re-solution  and  standing,  the 
ktter  is  also  converted  into  chrome-alum.    These  changes  are  similar  to 
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those  exbibited  by  blue  and  ^een  sulphate  of  chromic  oxide.  Chrome- 
alum  contains  the  blue  sulphate ;  a  solution  of  chrome-alum  introduced 
into  a  glass  tube,  and  covered  with  a  stratum  of  alcohol,  likewise  yields 
a  result  similar  to  that  described  on  page  127.  (Schrbtter.) 


H.  Sulphate  of  Potash  with  Chrom ate  op  Potash.— a. — With 
Monodhromaie  of  PotaJi, — Sent  into  the  market  by  French  manufacturers 
instead  of  the  pure  monosulphate.  It  crystallizes  in  pale  yellow,  four  and 
six-sided  prisms,  with  four  or  six-sided  summits;  has  a  bitter  taste;  and 
decrepitates  on  ignited  charcoal.  Contains  43*3  per  cent,  of  chromate^ 
aud  5 6 '7  of  sulphate  of  potash.  With  nitrate  of  baryta  it  gives  a  pre* 
cipitate,  which  dissolves  but  partially  in  nitric  acid,  sulphate  of  baryta 
being  left  behind.  Dissolves  with  great  facility  both  in  cold  and  in  hot 
water;  from  the  latter  solution  it  crystallizes  on  cooling.  (Boutron- 
Charlard,  J.  Pharm,  9,  184.) 

6.  With  Bichromate  of  PoUuh, — If  in  the  preparation  of  chromic  aoid 
by  Fritzsche*8  method  (p.  117)  a  slight  excess  of  chromate  of  potash 
is  used,  and  the  precipitated  red  acid  is  dissolved  in  a  small  quantity  of 
cold  water,  a  yellow  salt  remains,  which  crystallises  from  a  solution  in 
warm  water,  in  broad  rhombic  needles,  united  together  in  stellated 
masses.  The  salt  is  of  a  yellowish-red  colour,  somewhat  lighter  than 
that  of  bichromate  of  potash,  which  it  resembles  in  taste.  When  heated 
it  becomes  deep  red,  loses  a  small  quantity  of  water,  and  then  fuses  to  a 
dark  brown  liquid,  solidifying,  as  it  cools,  iu  a  metallic-looking  mass, 
which  assumes  a  liver^colour  in  the  air.  (Reinsch, «/.  pr,  Chem,  28,  371.) 

Calculation.  Reinsch. 

2KO 94-4     ....     39-60 

2CrO»   1040     ....     43-62  38*64 

SO»   40-0    ....     16-78  16-21 

KO,SO»  +  KO,2CrO»....     238-4     ....  10000 

I.  Chromate  of  Chloride  of  Potassium. — 1.  An  aqueous  solution 
of  bichromate  of  potash  is  boiled  for  a  short  time  with  excess  of  hydro- 
chloric acid  and  left  to  crystallize  by  cooling : 

KO,  2CrO«  +  HCl  -  KC1>  2CrO»  +  HO. 

If  the  boiling  be  too  long  continued,  the  chromic  acid  and  the  excess  of 
hydrochloric  acid  re-act  upon  each  other  in  such  a  manner  as  to  yield 
cnromic  oxide  and  chlorine.— -^2.  An  aqueous  solution  of  one  atom  of 
chloride  of  potassium  acidulated  with  hydrochloric  acid,  is  added  to  an 
aqueous  solution  of  2  atoms  of  chromic  acid. — 3.  Chromate  of  chloride  of 
chromium  is  treated  with  a  saturated  solution  of  chloride  of  potassium : 

3KC1  +  2(CrCl»,2CrO»)  +  OHO  =  3(KC1, 2CrO»)  +  6HC1. 

The  crystals  are  dried  between  folds  of  blotting  paper. 

The  salt  forms  right  rectangular  prisms  which  have  the  same  colour 
as  bichromate  of  potash,  and  are  transparent  and  permanent  in  the  air. 
When  treated  with  oil  of  vitriol,  it  evolves  terchloride  of  chromium;  [or 
rather  chlorochromio  acid;]  probably  thus : 

3(KC1, 2CrO»)  +  12S0»  =  3(K0,  S0>)  +  CrW,  2CrO»  +  3(CpO»,  3S0»). 

The  salt  becomes  white  and  opaque  in  pure  water,  and  dissolves,  forming 
a  solution,  which^  whea  evaporated|  either  spontaneously  or  with  the  aid 
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of  heat^  deposits  crystals  of  bichromate  of  potash,  hydrochloric  acid  being 
set  free ;  but  from  a  solution  in  water  containing  hydrochlorio  acid,  the 
chromate  of  chloride  of  potassium  crystallizes  out  undecomposed.  If  the 
water  contains  only  a  small  quantity  of  hydrochloric  acid,  bichromate  of 
potash  separates  at  the  same  time  with  the  chromate  of  chloride  of 
potassium;  with  too  much  hydrochloric  acid,  a  portion  of  the  chromic 
acid  is  oonverted  into  chromic  oxide.  (Pelouze,  Ann,  Chim.  Pht/s,  52, 
267.) 

Calculation.  Pelouze. 

K  39*2     ....    21-95        21-88 

CI 35-4     ....     19-82         19-41 

2CrO»   104-0     ....     58-23         68-21 

KC1,2Cp05  178-6    ....10000        ~.        99  50 

K.    SeSQUIFLCTOBIDB     op     CnnOMTUM-f  FlUORIDB    op    P0TA8flinM.>— 

Green  powder,  rery  difficultly  soluble  in  water.  (Berielins.) 

L.  Bichromate  of  Fotash+ Nitrate  of  Potash  f — The  yellow  solution 
of  bichromate  of  potash  in  nitric  acid  turns  dark  brownish-red  when 
boiled,  but  becomes  somewhat  paler  again  on  cooling,  and,  after  the 
greater  part  of  the  nitric  acid  has  been  evaporated,  leaves  a  thick,  black, 
nncrystallizable  liquid;  when  further  heated,  it  continues  to  evolye  strong 
nitric  acid,  then  solidifies,  gives  off  hyponitric  acid  gas,  and  is  recon- 
yerted  into  bichromate  of  potasL  (Reinsch.) 


Chromium  and  Sodium. 

A.  Chromite  op  Soda. — Similar  to  the  potash  compound. — On  pla- 
tinum, chromic  oxide  forms  with  carbonate  of  soda  in  the  inner  blowpipe 
flame,  an  opaque  glass,  which  appears  green  when  cold.  In  the  outer 
flame,  a  dark  yellowish-brown  glass  is  obtained^  which  becomes  yellow 
and  opaque  on  cooling. 

B.  Chromate  op  Soda. — a.  Monochromate, — 1.  Formed  by  igniting 
chrome-iron  ore  with  half  its  weight  of  hydrate  of  soda  and  a  small 
quantity  of  nitrate  of  soda,  exhausting  the  fused  mass  with  water,  and 
leaving  the  solution  to  crystallize.  (Moser.) — 2.  By  neutralizing  chromic 
acid  with  carbonate  of  soda.  (Moser.) — 3.  By  igniting  one  part  of  chromic 
oxide  with  2  parts  of  nitrate  of  soda,  digesting  the  mass  in  water,  filtering 
the  solution,  and  evaporating  to  the  crystallizing  point.  (Kopp.)  The 
salt  belongs  to  the  oblique  prismatic  system  of  crystallization^  Pig,  118, 
but  without  any  distinct  plane  of  cleavage;  t :  i=  107**  43';  u  :  u^  =z 
80**  4';  u  -.^=130'^  8';  i  :u  =  lOV  16';  t  :  a  =  133°  20';  i  :A=100° 
20'.  (Brooke,  Ann.  Phil.  22,  287.)  It  is  isomorphous  with  sulphate  of 
soda.  Lemon-yellow ;  transparent ;  has  an  alkalme  reaction  and  rough 
metallic  taste.  (John,  Moser.)  The  crystals  effloresce  very  rapidly 
(Brooke);  they  are  permanent  in  the  air,  and  become  somewhat  moist  in 
a  damp  atmosphere  only.  (Moser.)  They  melt  even  with  the  heat  of  the 
hand;  become  opaque  in  alcohol  from  loss  .of  their  water  of  crystallization, 
and  deliquesce  rapidly  in  the  air.  (Kopp,  Ann.  Phaitn.  42,  99.)  They 
dissolve  readily  in  water  and  sparingly  in  alcohol.  (John,  Moser.)  An 
aqueous  solution  evaporated  at  a  temperature  above  30%  deposits  the  salt 
in  the  anhydrous  state.  (Kopp.) 
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Cryitallized.  Kopp. 

NaO 31-2    ....     1801  )  .-  .. 

CrO»    520     ....     3002  j     ***  *^ 

lOHO 900    ....     51'97        5355 

NaOiCrC  +  lOAq 173-2     ....  100-00        ZZ       100*00 

b.  ^tcAromo^.— CTystaUizes  in  tfain^  hyacinth-red^  sixHsided  prisms, 
bevilled  at  the  extremities;  it  is  more  soluble  than  a,  and  consequently 
crystallizes  out  after  it.  (Moser.) 

When  a  salt  of  chromic  oxide  is  supersaturated  with  monocarbonate 
or  bicarbonate  of  soda,  the  precipitated  carbonate  of  chromic  oxide  is 
perfectly  insoluble  in  excess  of  the  re-agent. 

C.  Chromic  oxide  dissolves  slowly  in  borax,  and  imparts  to  it  in  the 
inner  blowpipe  flame,  an  emerald-green  colour,  which  increases  in  bril- 
liancy on  cooling ;  in  the  outer  flame  on  platinum,  the  green  colour  is 
almost  entirely  conyerted  into  yellowish-brown,  so  that  a  mere  tinge  of 
the  original  colour  is  observable  on  cooling.  (Berzelius.) 

D.  Chromic  oxide  dissolves  in  microcotmic  salt,  yielding  a  green 
glass,  both  in  the  inner  and  outer  blowpipe  flame.  If  an  excess  of  the 
sesquioxide  is  added,  the  glass  swells  up  every  time  it  is  cooled  after 
ignition,  and  presents  a  frothy  appearance,  arising  from  an  evolution  of 
gas  not  yet  explained;  this  takes  place  whether  the  fusion  is  effected  in 
the  outer  or  in  the  inner  flame,  on  platinum  or  on  charcoal.  (Berzelius.) 

E.  Sulphate  of  Chromic  Oxidb  and  Soda. — /Sbcfa-cArom^-aZtfm.— * 
A  mixture  of  2  parts  (1  atom)  of  bichromate  of  soda  and  3  parts  (4 
atoms)  of  oil  of  vitriol  treated  gradually  with  alcohol,  so  that  its  tempe- 
rature may  not  rise  too  high,  evolves  aldehyde  with  violent  effervescence, 
and  deposits  the  alum,  after  long  standing,  in  rounded  masses,  consisting 
of  NaO,  SO'+Cr*0',  3SO»  +  24Aq.  This  salt  cannot  be  obtained  in  dis- 
tinct crystals.  At  a  temperature  of  100°,  the  mass  loses  16  atoms  of 
water.  It  effloresces  in  the  air  more  rapidly  than  ammonia  or  potash- 
chrome-alum,  and  its  solution  possesses  the  same  characters  as  the  solu- 
tions of  these  salts.  (Schrbtter.) 

F.  Chromate  of  Chloride  of  Sodium. — Deliquescent.  (Pelouze.) 

G.  SESdUiFLUORiDE  OF  Chromium  +  Fluoride  OF  SoDiuM. — Green 
powder,  very  sparingly  soluble  in  water.  (Berzelius.) 

H.  Chromate  of  Soda  and  Potash. — When  the  white  porcelain- 
like mass  obtained  by  fusing  together  2  parts  of  bichromate  of  potash  and 
1  part  of  carbonate  of  soda,  is  dissolved  in  boiling  water,  it  emits  light  on 
cooling  (I.  208.),  and  deposits  yellow  crystals  which  have  the  form  of 
sulphate  of  potash,  and,  like  the  latter,  decrepitate  when  heated.  The 
salt  contains  36*39  per  cent,  of  potash,  8'40  of  soda,  and  54*40  of 
chromic  acid,  2(K0,  CrO»)  +  NaO,  CrO^  (H.  Rose,  Po^g.  52,  585.) 

I.     SCJLPHOCHROMATB     OF     SODA     AND     POTASH. — MonochromatO     of 

potash  and  monosulphate  of  soda  fused  together  in  equivalent  proportions, 
yield,  when  rapidly  cooled,  a  fissured  friable  mass,  which,  on  cooling  from 
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a  boiling  solution  in  water,  is  deposited,  with  vivid  pbosphorescence,  in 
yellow  crystals  having  the  form  of  sulphate  of  potash;  they  decrepitate 
in  the  fire.  These  crystals  are  composed  of  41*92  per  cent,  of  potash, 
9-21  of  soda,  3-11  of  chromic  acid,  and  45*62  of  sulphuric  acid.  (H. 
Rose.) 

Chkomium  and  Lithium. 

^  Ghromate  op  Lithia.— -Crystallizes  in  orange-yellow,  oblique  rhombic 
prisms,  or  in  dendritic  masses.  It  is  readily  soluble  in  water.  (C.  G. 
Gmelin.) 

Chromium  and  Barium. 

Chromate  op  Baryta. — Prepared  by  precipitating  chromate  of 
potash  with  chloride  of  barium  or  baryta-water.  Baryta-salts  are  pre- 
cipitated by  chromate  of  potash  at  the  same  degree  of  dilution  as  by  the 
sulphate.  (J.  D.  Sngiith,  Fhil.  Mag.  J,  8,  260.)  This  compound  forms  a 
lemon-yellow  powder,  the  colour  of  which,  according  to  Moser,  is  ren- 
dered darker  by  prolonged  ignition.  It  is  not  decomposed  by  cold  sul- 
phuric acid,  and  with  difficulty  by  the  same  acid  when  hot.  Aqueous  solu- 
tions of  the  alkaline  sulphates  also  do  not  affect  it,  even  with  the  aid  of 
heat,  or  but  slightly.  (Fischer,  Kastn.  Arch.  9,  356.)  It  is  insoluble  in 
water,  but  dissolves  easily  in  nitric  acid,  hydrochloric  acid,  or  excess  of 
chromic  acid,  forming  a  reddish-yellow  solution  of  bichromate  of  baryta; 
from  this  solution  it  is  again  precipitated  by  ammonia. 

Calcalation.  Berzelius.  VaaqiieUii, 

BaO  76-6    ....    59*57        6985        ....        57*75 

CrO» 520     ....     40-43         '4015        ....        42*25 

BaO,CrO» 128*6    ....  100*00        100*00        ....      100*00 


Chromium  and  Strontium. 

Chromate  of  Strontia. — Formed  by  precipitating  chromate  of 
potash  with  chloride  of  strontium.  Dilute  solutions  yield  no  precipitate. 
(J.  D.  Smith).  Strontia-water  does  not  affect  chromate  of  potash.  (Dube- 
reiner.)  Chromate  of  strontia  is  a  pale  yellow  powder,  very  slightly  soluble 
in  water,  but  readily  soluble  in  hydrochloric,  nitric,  and  chromic  acids. 


Chromium  and  Calcium. 

A.  Chromate  of  Lime. — Monochromate  of  potash  fives  with  chlo- 
ride of  calcium,  a  pale  yellow  precipitate  which  slowly  subsides. 
(Thomson,  Moser.)  Carbonate  of  lime  decomposes  chromate  of  potash 
but  partially,  forming  chromate  of  lime.  (Kuhlmann,  Ann,  Pkarm.  41, 
229.)  Lime-water  does  not  precipitate  chromate  of  potash.  The 
yellowish-brown  silky  scales,  very  soluble  in  water,  which  Vauquelin 
obtained  by  dissolving  lime  in  a(][ueous  chromic  acid,  are  regarded  by 
Moser  as  an  acid  salt. 
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B.  Chbomath  op  Csxk>rxpb  of  CAWiirM.— CaCl,  2CrO'.— DeliquM- 
oent.  (Peloiue.) 

1  C.  Chrom ATE  OF  Limb  and  Potash.  —  KO,  CrO*  +  CaO,  CrO' 
+  2H0. — Prepared  by  saturating  a  solution  of  bichromate  of  potash 
with  hydrate  of  lime,  and  passing  carbonic  acid  through  the  dear  liquid^ 
evaporated  at  a  temperature  between  30°  and  40^  When  ignited  it 
fuses,  without  decomposition.  (Schweitzer,  J,  pr.  Chem,  39,269.)  IT 


Chromium  and  Magnesium. 

IT  A.  Chromite  op  Magnesia. — Obtained,  mixed  with  magnesia,  by 
decomposing  the  double  chromate  of  magnesia  and  potash  at  a  low  red 
heat.  The  magnesia  may  be  afterwards  remoyed  by  a  dilute  acid.  It  has 
a  fine  brown  colour,  and  is  insoluble  in  acids  and  alkalis;  its  formula 
is  MgO,  Cr»0».  (Schweitzer.)  T 

B.  Chromate  of  MAONEsiA.—Prepared  by  dissolying  magnesia  in 
chromic  acid.  Crystallizes  in  large  transparent,  orange^y^low,  six^ided 
prisms,  which  dissolye  readily  in  water.  (Vanquelin.^  The  crystals  are 
lemon  yellow,  and  haye  the  same  form  as  those  of  sulphate  of  magnesia; 
at  15%  their  specific  grayity  is  1*66.  (Kopp.) 

Anhydrous.                                        CryttalHzed.  Kopp. 

MgO 20    ....     27-78            MgO 20    ....     14-81  )  .^,fl, 

CrO» 62     ....     72-22            CrO» 62    ....    38-52  /  *      ^^^^ 

7HO 63    ....     46-67  ...      4715 

MgO,CrO»      72    ....100-00  +7Aq 135    ....10000        ....     10000 

C.  Chromate  op  Chloride  op  Magnesium. — MgCl,  2CrO'.— Deli- 
quescent (Pelouze.) 

%  D.  Chromate  op  Magnesia  and  Potash. — KO,  CrO'  +  MgO, 
CrO^  -h2H0. — A  moderately  concentrated  solution  of  bichromate  of 
potash  is  digested  with  magnesia  alba,  and  the  clear  liquid  eyaporated  to 
the  crystallizing  point.  Beautiful  yellow  crystals  belonging  to  the  oblique 
prismatic  system,  and  resembling  those  of  gypsum.  When  heated  it 
becomes  orange  yellow,  and  fuses  at  incipient  redness,  eyolying  oxygen 
andleaying  the  compound  A.  (Anthon,  Bi^ner^t  Repert,  34, 248,  Schweit- 
zer.) IT 

Chromium  and  Cerium. 

Chromate  op  Cerous  Oxide. — a.  MonoekromaU. — Carbonate  of 
cerous  oxide  dissolyes  freely  in  aqueous  chromic  acid;  the  solution  is 
'yellow,  has  a  rough  taste,  and  after  some  time  deposits  monochromate  of 
cerous  oxide,  in  the  form  of  a  yellow  powder.  (John.)— 6.  Bichromate,^' 
The  solution  from  which  the  normal  salt  is  deposited,  yields,  on  eyapo- 
ration,  small  reddish  crystals  surrounded  by  an  amorphous  salt.  (John.) 
The  salt  crystallizes  in  small,  red,  transparent  prisms,  soluble  in  water. 
(Berzelius 


rvi 
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Chromium  and  Yttrium. 


Ghromatb  of  Yttria.— <i.  Bofic  chromate, — Aqneoas  chromio  acid 
saturated  with  carbooate  of  yttria,  forms  a  brown  solutioD,  which,  after 
some  time,  deposits  the  basic  salt  in  the  form  of  a  brown  powder;  on 
boiling  the  liquid,  an  additional  quantity  is  thrown  down,  of  a  some^ 
what  lighter  colour,  while  monochromate  of  yttria  remains  in  solution. 
(Berlin.) 

b.  Monochromate. — By  evaporating  the  solution  of  carbonate  of 
yttria  in  aqueous  chromic  acid,  orange  yellow  dendritic  crystals  are 
obtained,  which  are  neutral  towards  vegetable  colours,  of  a  rough  and 
pungent  taste,  and  readily  soluble  in  water.  (John.)  The  solution 
decanted  from  the  salt  a,  yields  by  spontaneous  evaporation,  sometimes 
yellowish-brown,  deliquescent,  acicular  ciystals,  and  sometimes  a  brown 
amorphous  residue.  (Berlin.) 

Chromium  and  Olucinum. 

Chromate  op  Glucina.— ^.  Monochromate. — A  yellow  salt  insoluble 
in  water.— 5.  Acid  chromate.  —  The  yellow  solution  yields  a  gummy 
nncrystallizable  residue.  (John,  Berzelius.) 

Chromium  and  Aluminum. 


Chromate  of  Alumina.*— a.  Ba^io  chrcmat€,^-K  aolution  of  h 
mixed  with  monochromate  of  potash,  converts  the  latter  into  bichromate, 
and  deposits  a  basic  salt,  which,  however,  by  long  continued  washing,  is 
completely  resolved  into  hydrate  of  alumina  and  the  salt  6,  which  dis- 
solves. (Maus.) 

6.  Add  chromate.^^Bj  saturating  aqueous  chromic  acid  with  hydrate 
of  alumina  and  evaporating  the  solution,  a  homy  mass  is  obtained,  which 
in  its  chemical  relations,  resembles  the  quadrochromate  of  ferric  oxide, 
and  probably,  therefore,  has  a  similar  composition :  APO'^  4CrO^. 
(Mans,  Foffg.  11,  81.) 

Chromium  and  Thorinum. 

Chromate  of  Thorina.— -Prepared  by  double  decomposition:  It 
forms  a  pale  yellow  flocculent  precipitate,  which  dissolves  in  excess  of 
chromic  acid,  yielding  an  acid  salt.  (Berzelius.) 

Chromium  and  Silicium. 

A.  Chromate  of  Silica  f^-^According  to  Godon,  when  an  aqueous 
solution  of  chromic  acid  la  evaporated  with  hydrate  of  silica,  a  reddish- 
yellow  insoluble  powder  is  formed,  wbich  sustains  the  heat  of  a  pottery 
furnace  without  decomposition.  According  to  Quesneville,  (J.  Pharm. 
16,  131;  also  N^,  Tr,  22,  1,  254),  chromic  acid  dissolves  a  small  quantity 
of  hydrated  silica,  and  again  deposits  it  on  evaporation;  the  precipitated 
silica  may  be  freed  from  every  trace  of  chromic  acid  by  washing. 
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B.  Fluoride  of  Silicium  and  Chromium^  and  HydrqfluaU  of  Silica 
and  Chromic  Oxide.^^K  solution  of  chromic  oxide  in  hydrofluosilicic  acid 
yields  on  evaporation^  a  transparent  green,  amorphous  mass  which  deli* 
quesces  in  the  air^  and,  when  it  contains  an  excess  of  acid,  swells  up  in 
tne  fire  like  alum,  and  again  deliquesces  if  afterwards  exposed  to  the  air, 
(Berzelius,  Pogg,  1,  201.) 

C.  Chromate  of  potash  fuses  with  glass,  and  forms  a  transparent, 
emerald-green  glass.  Chromic  oxide  does  not  dissolye  in  glaes^  but  merely 
renders  it  turbid.  (Nasse.) 

Chromium  and  Tungsten. 

TuNGSTATE  OF  Chromio  Oxide.*— Green  precipitate. 

A  solution  of  sulphotungstate  of  potassium  gives  with  a  chromic  salt, 
a  scanty  greenish-brown  precipitate;  hence  the  compound  of  tersulphide 
of  tungsten  with  sesquLsulphide  of  chromium  dissolves  in  water  with  toler- 
able facility.  (Berzelius.) 

Chromium  and  Molybdenum. 

Chromate  of  potash  added  to  a  solution  of  protochloride  of  molyb- 
denum, precipitates  basic  chromate  of  molybdic  oxide,  sesquichloride  of 
chromium  remaining  dissolved  in  the  liquid.  (Berzelius.) 

A.  Chromate  of  Moltbdic  Oxide. — a.  B<mc  chromaU. — Precipi- 
tated from  h  or  c,  by  the  addition  of  ammonia,  in  greyish-yellow  flakes, 
insoluble  in  water.-^&.  Bichromate,^~~T)ie  pale  yellow  aqueous  solution 
yields  by  spontaneous  evaporation,  white  or  light  yellow  crystalline 
scales,  or  efflorescent  needles;  the  salt  when  perfectly  dry  is  white.— -^ 
c.  Acid  chromate, — The  brown  aqueous  solution  dries  up  to  a  brown  un- 
crystallizable  mass,  which  has  an  effloresced,  saline  appearance,  and  redis- 
solves  in  water  without  alteration.  (Berzelius.) 

B.  Chromate  of  Moltbdic  Acid.— Aqueous  chromic  acid  dissolves 
molybdic  acid  at  a  boiling  heat,  forming  a  yellow  solution,  which  if  the 
molybdic  acid  is  in  excess,  solidifies  to  a  yellow  transparent  jelly.  The 
filtered  solution  yields  on  evaporation,  a  transparent,  yellowish-brown, 
uncrystallizable  varnish.  Water  resolves  the  latter  into  a  brown  sub- 
stance which  immediately  dissolves,  and  a  pale  yellow  powder  like- 
wise soluble  in  a  larger  quantity  of  water.  (Berzelius,  Fogg.  6,  384.) 

C.  Moltbdate  of  Chromic  Oxide. — Molybdate  of  ammonia  gives 
with  sesquichloride  of  chromium,  an  apple-green  precipitate  (Moser), 
soluble  in  excess  of  the  molybdate  of  ammonia.  (Berzelius.) 

D.  Sulphomolybdate  of  Chromium. — Cr*S*,3MoS'. — Sulphomolyb- 
date  of  potassium  gives  with  chromic  salts  a  dark  brown  precipitate, 
which  assumes  a  greenish  tinge  after  drying. 

E.  Persulphomolybdate  of  Chromium. — Cr»S',  3MoS*. — ^Persul- 
phomolybdate  of  potassium  gives  a  dark  red  precipitate  with  salts  of 
chromic  oxide.  (Berzelius.) 
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Chromium  and  Vanadium. 

Chromate  of  Vanadic  Oxide. — The  brownish-yellow  solution  of 
hjdrated  vanadic  oxide  in  aqueous  chromic  acid  leaves  when  evaporated, 
a  brilliant  dark  brown  varnish,  which  dissolves  but  partially  in  water, 
forming  a  yellow  solution,  from  which  sulphuretted  hydrogen  throws 
down  a  pale  green  precipitate.  (Berzelius.) 

Other  Gambinations.    With  iron. 


Chapter  XXII. 


URANIUM. 


Klaproth.    Beitrage,  2,  197;  also  CrdL  Ann.  1789,  2,387. 

Richter.     Regulus  of  Uranium.  iT.  Qegenst.  d,  Chem,  1, 1  j  9,  30,— Uranic 

Oxide.  A.  GehL  4,  402. 
Bucholz.     BeUrdge,  1,  62;  A.  GeM.  4,  17  &  134. 
Lecanu  et  Serbat.     J.  Fharm,  9,  141 ;  also  Schw.  44,  35. 
Laugier.     J.  Fharm,  9,  145;  also  Schw.  44,  40. 
Lecanu.     J.  Fharm.  11,  279. 
Laugier  &  Boudet.     J,  Fharm,  11,  286. 
Arfvedson.     Fogg.  1,  245;  also  Scliw.  44,  8. 
Berzelius.    Fogg.  1,  359;  also  Schw.  44,  "iO^.-^ahresber.  22,  116. 
Brande.     Quart.  J.  of  Sc.  14,  86  :  also  Schw.  44,  1.  ,   .t^ 

Peligot.     G<mpt  rend.  1841,  ^rfalso  j;  pr.  Chem.  23,  494.--^.  Fharm.    "  ^^^ 

27,  525;  also  Ann.  Fharm.  41,  141;  also  J.  pr.  Chem.  24,  442. — 

N.  Ann.  Chim.  Fhys.  5,  5;  also  Ann.  Fharm.  43,  255 ;  also  JV.  Ann. 

Chim.  Fhys.  12,  258. 
Ebelmen.    N.  Ann.  Chim.  Fhys.  5,  189;  also  j^nn.  Fharm.  43,  286;  also 

J.  pr.  Chem.  27,  385. 
Rammelsberg.     Fogg.  55,  318;  56,  125;  59,  1. 
Wertheim.     J.  pr.  Chem.  29,  209. 
Werther.     J.  pr.  Chem.  43,  321;   abstr.  Ann.   Fharm.  68,  312;  also 

Fharm.  Centr.  1848,  433;  also  Xi>%  de  Kopp'9  Jahresh.  1847—8, 

419. 


Synonymbs;  Uran,  Urane. 

Hi^iory.  Klaproth,  in  the  year  1789,  discovered  in  Pitchblende  and 
Uranite  a  metallic  oxide,  to  the  metal  of  which  he  gave  the  name  of  ura- 
nium.    Till  lately^  the  protoxide  (UO)  obtained  by  exposing  the  green 


IS8  UHANIUK. 

oxide  (U*  0^)  to  a  white  heat  in  contact  with  charcoal,  and  also  by  other 
methods,  wajs  regarded  as  the  real  metal,  and  the  atomic  weight  of  ura- 
nium determined  accordingly.  But  in  1841,  Peligot  discoyered  the  error 
of  this  yiew,  and  accordingfj  the  atomic  weight  of  uranium  was  reduced 
to  less  Uian  one-third  its  former  amount.  Peligot  likewise  prepared  the 
pure  metal. 

Sources.  In  small  quantities,  as  impure  uranoso-uranic  oxide  {PUch- 
hlende);  as  hydrated  oxide  {ITranic  ochre) ;  as  sulphate  of  uranous  oxide; 
as  basic  sulphate  of  uranic  oxide;  as  phosphate  of  uranic  oxide  and  lime; 
and  as  phosphate  of  uranic  oxide  and  cuprio  oxide  ( Uranite) ;  as  tanta- 
late  of  uranous  oxide  {Uranotantalite),  (6.  Rose,  Pogg.  48,  555);  and  in 
small  quantity  in  Yttrotantalite,  especially  in  the  yellow  yarieties,  and  in 
Euxenite. 

Preparation.  1.  A  mixture — ^not  exceeding  lOcrammes — of  one  part 
of  potassium  and  2  parts  of  protochloride  of  uranmm  is  introduced  as 
rapidly  as  possible  (to  ayoid  the  attraction  of  atmospheric  moisture)  into 
a  small  platinum  crucible — the  cover  fastened  down  by  a  wire — and  the 
whole  heated  oyer  a  spirit-lamp.  Decomposition  then  takes  place,  the 
crucible  becoming  red-hot,  and  a  portion  of  the  mass  being  projected  from 
it  by  the  yiolence  of  the  action.  To  prevent  injury  from  the  burning 
potassium,  it  is  advisable  therefore,  before  applying  the  heat,  to  enclose 
the  crucible  in  a  larger  vessel  of  the  same  kind.  After  the  action  has 
ceased,  the  crucible  is  again  placed  over  the  lamp,  and  strongly  heated 
to  volatilize  the  remaining  potassium,  and  also  to  fuse  the  chloride  of 
patassium  produced,  and  thereby  facilitate  the  aggregation  of  the  uranium. 
The  contents  of  the  crucible,  when  cool,  are  treated  with  cold  water. 
— whereupon,  hydrogen  gas  is  evolved,  either  by  the  action  of  a  small 
residual  quantity  of  potassium,  or — if  the  potassium  has  acted  but  imper- 
fectly— ^by  the  action  of  |-chloride  of  uranium.  The  metal  is  washed  with 
pure  water.  (Peligot.) — 2.  A  solution  of  uranite  of  ammonia  in  hydrochloric 
acid  is  mixed  with  an  excess  of  sal-ammoniac  and  about  its  own  weight 
of  common  salt;  the  mixture  evaporated  to  dryness;  and  the  residue 
] united  in  a  covered  crucible,  till  the  sal-ammoniac  is  volatilized  and  the 
chloride  of  sodium  fused,  whereby  access  of  air  is  prevented.  The  mass, 
after  cooling,  is  digested  in  cold  water,  which  removes  the  common  salt 
and  leaves  metallic  uranium*.  (Wbhler,  Ann.  Pharm.  41,  345.) — Clarke 
obtained  from  pitchblende  and  from  cupreous  uranite,  before  the  oxy- 
hydrogen  blowpipe,  a  steel -grey  metal,  scarcely  yielding  to  the  hardeet 
file,  and  not  possessed  of  magnetic  properties. 

Properties.  Sometimes  in  the  form  of  a  black  powder,  sometimes 
welded  together  on  the  sides  of  the  crucible  in  silvery  lamincs  and  fibrous 
masses,  which  yield  to  the  file  and  appear  to  be  somewhat  ductile.  (Peligot.) 

IT  According  to  Berzelius,  uranium  exists  in  two  allotropio  states 
(corresponding  to  silicium,  &c.).  Ua  is  prepared  from  the  chloride  by 
means  of  potassium,  and  is  one  of  the  most  combustible  bodies  known ; 
it  likewise  dissolves  readily  in  dilute  acids,  with  evolution  of  hydrogen. 
U0,  obtained,  according  to  Richter's  method,  by  reducing  uranic  oxide 
with  dried  ox-blood  at  a  high  temperature,  is  not  acted  on  by  hydrochlo- 
ric acid,  though  it  dissolves  in  aqua-regia ;  these  modifications  may  bo 
traced  in  the  soluble  and  insoluble  forms  of  uranous  oxide  (p.  161). 

*  This  prooess  yields  the  protoxide,  net  the  mctsl. 
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Atomic  weigki  of  Unmkm.    59*43  (Ebehnen),— 1^9*71  (Wertheim), 
-60  (Peligot,  Runine)6beTg),--64*2  (BerBelitt6),^69*7  (Werther). 


CtmipoundB  of  Uranitsm. 

Uranium  and  Oxtobn. 

The  metal  remains  unaltered  in  the  air  at  ordinary  temperatures ;  when 
slightly  heated,  it  takes  fire  and  burns  with  a  brilliant  white  li^ht,  increas- 
ing in  bulk  and  being  converted  into  uranoso-uranic  oxide. — w  hen  heated 
on  paper^  it  inflames  before  the  latter  takes  fire;  when  thrown  into  the  fiame 
of  a  candle^  it  bums  with  brilliant  scintillations.  It  does  not  decompose 
cold  water,  but  dissolves  in  dilute  acids,  liberating  hydrogen  gas  and  form- 
ing a  solution  of  uranous  oxide.  (Peligot.) 

A.  Suboxide  op  Uranium!    U*0'. 

When  an  aqueous  solution  of  three-fourths  chloride  of  uranium  is 
treated  with  ammonia,  a  brown  precipitate  is  obtained,  which  is  probably 
[the  hydrate  of]  U*  0* ;  the  precipitate  is  converted  in  a  few  moments^ 
with  evolution  of  hydrogen  gas,  into  a  greenish  yellow  [hydrated]  sub- 
oxide, containing  a  larger  proportion  of  oxygen.  The  latter  by  exposure 
to  the  air,  is  first  converted  into  brown  hydrated  uranous  oxide,  and  then 
into  yellow  uranic  oxide  or  nranate  of  ammonia.  (Peligot.) 

B.  URANOU0  Oxide.    UO. 
Protoxide  of  Uranium,  Uranoxydul. 

Formerly  mistaken  for  metallic  uranium. 

Preparation.  1.  By  exposing  uranoso-uranio  oxide  mixed  with  -^  of 
its  weight  of  charcoal  powder  to  the  strongest  heat  of  a  blast-furnace. 
TBucholz.) — ^Richter  used  bullock's  blood,  Klaproth  used  oil  as  the 
aeoxidizing  agent. — 2.  By  igniting  oxalate  of  uranio  oxide  alone  and  out 
of  contact  of  air.  (Berzelius.) — According  to  Peligot,  the  protoxide  is 
obtained  in  the  state  of  greatest  purity  by  heating  oxalate  of  uranie  oxide 
to  redness  in  a  hard  glass  tube,  in  a  current  of  hydrogen  gas ;  the  action 
is  so  violent  that  the  current  of  hydrogen  must  be  checked  for  a  while,  as 
otherwise  the  mass  will  be  projected  from  the  tube.  The  black  oxide, 
U^O*,  is  first  formed,  and  then  the  brown  protoxide,  UO.  After  the 
reduction  is  finished,  the  tube,  still  containing  hydrogen,  is  sealed  at  both 
ends.— The  protoxide  thus  obtained  is  mixed  with  charcoal,  and,  when 
dissolved  in  nitric  acid,  leaves  blackish  brown  fiakes.  (Rammelsberg.)— 
3.  Hydrogen  gas,  dried  by  passing  over  chloride  of  calcium,  is  conducted 
over  finely  divided  and  previously  ignited  uranoso-uranio  oxide,  heated  to 
redness  in  a  tube  of  glass  or  porcelam ;  the  reduction  is  accomplished  in  a 
few  minutes,  the  mass  becoming  red  hot.  (Arfvedson,  Lecanu.) — If  the 
uranoso-uranio  oxide  is  dense — as,  for  instance,  when  it  is  obtained  by 
igniting  the  nitrate  of  uranic  oxide — it  must  be  frequently  agitated  in  the 
tube  during  the  above  process,  in  order  to  ensure  its  complete  reduction 
to  the  state  of  protoxide.  (Ranunelsberg).-*-4.  By  passing  hydrogen  gan 
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in  the  same  manner  over  red-hot  chloride  of  aranona  oxide  and  potassium 
—-whereby  hydrochloric  acid  is  prodaced — and  removing  the  chloride  of 
potassium  and  undecomposed  salt  by  digestion  in  water.  (Arfvedson.)— 
The  same  result  may  be  obtained  by  simply  igniting  the  double  chloride 
of  uranous  oxide  and  potassium,  or — what  is  the  same  thing — ^the  residue 
obtained  by  evaporating  to  dryness  the  solution  of  uranate  of  potash  in 
hydrochloric  acid.  (Peligot.) 

Properties,  Kb  prepared  by  the  first  method,  this  oxide  is  iron-grey 
and  earthy;  and,  when  examined  by  the  microscope,  appears  to  be  com- 
posed of  small  needles,  having  a  faint  metallic  lustre.  (Bncholz.)  Spe-> 
oific  gravity  =  6*44  (Klaproth);  694  (Richter);  9*0  (Bucholz). — Very 
refractory  (Bucholz.)  When  prepared  by  the  second  method,  it  forms  a 
cinnamon-brown  powder  (Peligot), — a  copper-red,  crystalline  powder  with 
metallic  lustre,  and  of  specific  gravity  10*15.  ^Ebelmen.)  The  powder, 
when  oxidized  in  the  air,  and  again  reduced  oy  hydro&;en  gas,  appears 
dark-red,  and  destitute  of  metallic  lustre.  (Ebelmen.) — ^When  prepared  by 
the  third  method,  it  is  a  liver-coloured  powder  (Arfvedson);  a  black  powder 
(Laugier,  Boudet).— The  fourth  method  yields  it  in  the  form  of  a  metallic- 
shining  powder,  which,  under  the  microscope,  appears  to  consist  chiefly 
of  regular  octohedrous,  having  a  strong  metallic  lustre;  at  the  edges, 
however,  they  are  slightly  translucent,  transmitting  light  of  a  reddish- 
brown  colour;  they  yield  a  reddish-brown  powder.  (Arfvedson.) — Crys- 
talline scales,  having  the  metallic  lustre.  (Peligot.) 

Calculation,  according  to  Peligot. 

U 60        88-24 

0 8        11-76 


UO 68        100-00 

(UO  «  802-49  +  100  ae  902-49.    BeneUns.) 

That  this  oxide  is  not  metallic  uranium,  is  proved  by  the  following 
facts  :>-^When  it  is  mixed  with  lamp-black,  and  strongly  ignited  in  a  cur- 
rent of  hydrogen  gas  till  no  more  water  is  produced,  the  residue  does  not 
contain  metallic  uranium,  but  the  protoxide ;  for  on  passing  chlorine  over 
it,  carbonic  acid  and  carbonic  oxide  are  formed,  together  with  a  sub- 
limate of  protochloride  of  uranium.  When  protoxide  of  uranium,  prepared 
by  the  fourth  method  is  ignited  in  chlorine  gas,  it  likewise  yields  chloride 
of  uranium,  carbonic  acid  and  carbonic  oxide.  (Peligot.) — Potassium,  at 
the  temperature  at  which  it  sublimes,  does  not  abstract  oxygen  from 
uranous  oxide.  (Plantamour,  J,  pr.  Chem,  23,  230.) — Hydrochloric  acid 
gas,  passed  over  ignited  uranous  oxide,  produces  no  change  in  it,  beyond 
destroying  its  tendency  to  take  fire  in  the  air  at  ordinary  temperatures. 
(Peligot.)—  Peligot  regards  uranous  oxide,  in  some  of  its  combinations, 
as  a  compound  metal  U*  0',  which,  though  it  contains  oxygen,  neverthe- 
less plays  the  part  of  a  simple  metal.  To  distinguish  this  compound  from 
pure  uranium,  Peligot  calls  it  Uran  or  Uranyl,  But  though  many  ura- 
nium compounds  exhibit  peculiarities  which  seem  to  favour  this  view 
(vid.  SaUe  of  Uranic  oxide,  Chlof'ide  of  Uranous  oxide,  and  Chloride  of 
Uranous  oxide  and  Potassium),  there  is  at  present  no  absolute  neces- 
sity for  adopting  it.  [For  objections  to  this  theory,  see  Berzelius,  Jahre^» 
1843,  114,  and  Kiihn,  Ann.  Pharm.  41,  337.  On  the  contraiy :  Peligot, 
N.  Ann.  Chim.  Phys.  12,  549.] 
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OinMnaUon$.'^'<i,  With  Water.  Htdratb  op  Uranoub  Oxide. 
Ammonia^  potash,  or  soda^  added  to  a  salt  of  nianoiis  oxide — ^the  hydro- 
ehlorate,  for  example — ^throws  down  reddish  brown^  gelatinooB  flakes^ 
which,  on  boiling  the  liquid,  torn  blaok  and  increase  in  density,  pro- 
bably from  loss  of  water.  The  precipitate,  when  freed  from  every  trace 
of  ammonia,  remains  brown  eyeu  if  exposed  to  the  air;  bat,  if  it  be 
merely  washed  with  cold  water,  it  still  retains  anmionia,  and,  on  exposure 
to  the  air,  is  converted  into  yellow  uranate  of  ammonia.  (Peligot) 

h.  With  Acids,  forming  the  Salts  of  Uranous  Oxide,  or  Uranous 
Salts. — Uranous  oxide,  when  obtained  by  ignition,  is  insoluble  in 
boiling  dilute  hydrochloric  or  sulphuric  acid,  but  dissolves  in  strong 
oil  of  vitriol.  The  hydrate  is  easily  soluble  in  acids.  The  green 
solution,  when  evaporated,  yields  green  or  greenish  white  salts.  Ura- 
nous salts  in  solution  are  converted  into  uranic  salts :  by  exposure  to  the 
air,  by  the  action  of  nitric  acid  even  at  ordinary  temperatures,  and  by 
gold  or  silver  salts,  the  action  in  this  case  being  accompanied  by  precipi- 
tation of  metallic  gold  or  silver.  The  alkalis,  and  even  carbonate  of  lime, 
precipitate  from  these  salts  a  reddish  brown,  gelatinous  hydrate  of  uranous 
oxide.  Alkaline  carbonates,  added  to  solutions  of  uranous  salts,  give  off 
carbonic  acid,  and  throw  down  a  green  precipitate,  which,  when  washed 
and  dried,  consists  of  pure  hydrated  uranous  oxide.  This  precipitate 
is  soluble  in  excess  of  tne  reagent,  especially  in  carbonate  of  ammonia, 
and  forms  a  green  solution.  (Rammelsberg.) 

C.  Black  Uranoso-uranig  Oxide.    U*0*. 

The  residue  obtained  by  strongly  igniting  ereen  uranoso-uranic  oxide 
or  nitrate  of  uranic  oxide.  To  prevent  it  reabsorbing  oxygen  as  it  cools, 
and  passing  again  to  the  state  of  green  oxide,  the  r^-hot  crucible  must 
be  closely  covered  and  placed  upon  a  thick  metallic  plate,  so  that  it  may 
cool  rapidly.  When  this  oxide  is  ignited  in  a  current  of  hydrogen  gas, 
it  gives  up  3  per  cent,  of  oxygen,  and  is  reduced  to  the  state  of  ura- 
nous oxide.  [U*0»— 0=4U0;  280  :  8=100  :  2-86.]  It  dissolves  in 
acids,  forming  a  mixture  of  uranous  and  uranic  salts.  (Peligot.)  Ebelmen 
regards  this  oxide  as  a  mere  mixture  of  UO  and  U'O^ — ^According  to 
Rammelsberg's  experiments  also  {Pogg,  59,  5),  the  existence  of  a  distinct 
black  uranoso-uranic  oxide  is  a  matter  of  doubt.  The  uranoso-uranic 
oxide  obtained  by  strongly  igniting  nitrate  of  uranic  oxide,  increased  in 
weight  by  gentle  ignition  in  the  air,  sometimes  to  the  amount  of  0*04  per 
cent,  only,  and  sometimes  not  at  all;  uranic  oxide,  after  'gentle  ignition 
in  the  air,  was  reduced  in  weight  by  only  0*09  per  cent,  when  strongly 
heated  in  a  wind-furnace.  [Probably  the  carbonic  oxide  disengaged  in 
the  furnace  exerts  a  slight  deoxidizing  action.] 

Calculatiant  according  to  Peligot.  Or  : 


4U 

50 

...     240 

...          4v             ...1 

85-71 
14-29 

2UO 

u»o»   

136 
144 

I.*.*            40*9/ 

51-43 

u*o» 

...     280 

10000 

2U0,U»0» 

280 

100-00 

D.  Gbebn  Urakoso-vranio  Oxide.    XPO^. 

Formerly  regarded  as  the  Protoxide.-^OccvLTS  in  an  impure  state,  as 
Pitchblmde.^^I'ormatum.'^l.  By  burning  the   metal  (p.  158). — 2.  By 
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burning  the  pK»ioiud«.— The  protoxide  prepared  by  the  Meond  method 
(p.  159)  takes  fire  in  the  air  at  ordinary  teraperatnrea,  and  is  oonrerted, 
with  eontinnoQs  bat  feeble  glow,  into  the  blaok  oxide;  and  this,  when* 
heated  for  »  longer  time,  turns  green.  (Peligot.)  This  pjrrophorie 
property  of  nranie  oxalate  after  being  heated  in  a  carrent  of  hydro* 
gen  gas,  appears  to  be  dne  to  oondensed  hydrogen ;  for,  on  burning  the 
protoxide  thus  obtained  in  a  eurrent  of  oxygen,  a  small  quantity  of 
water  is  invariably  produced.  (Rammelsberff.)  The  protoxide  prepared 
by  the  second  method,  when  kept  for  a  long  time  at  a  temperature 
between  150^  and  200^,  turns  black  (without  emission  of  light  or  heat), 
and  then,  after  complete  saturation  with  oxygen,  assumes,  in  the  coarse 
of  12  or  15  hours,  a  green  colour.  (Ebelmen.)  The  more  coherent 
variety  of  uranous  oxide  obtained  by  the  first,  third,  or  fifth  method 
(p.  159),  does  not  take  fire  till  it  is  heated  to  incipient  redness:  it  then 
burns  with  intumescence  like  a  coal,  and  is  conrerted  into  uianoso-uranic 
oxide.  (Bucholi,  Arfyedson.  Peligot)  Under  these  circumstances,  100 
parts  of  uranous  oxide  absorb  from  3  695  to  3*73  parts  of  oxygen,  aocord« 
ing  to  Arfvedson ;  3*9  partSi  according  to  Ebelmen;  and  40partS|  acoord* 
ing  to  Peligot. 

SUO  +  O  »  XPO^i     804  :  8  »  100  I  8*92. 

In  the  flame  of  the  oxy-hydrogen  blowpipe,  uranous  oxide  bams  with 
scintillation.  (Clarke.) — 3.  By  gentle  ignition  of  the  sesquioxide. — The 
green  oxide  is  almost  inyariably  formed,  when  any  other  oxide,  or  the 
metal  itself,  is  exposed  to  the  air  for  some  time  in  a  state  of  gentle  igni- 
tion ;  at  a  higher  temperature,  on  the  contraiy,  the  black  oxide  is  pro- 
duced. (Peligot.) — 4.  Uranous  oxide,  heated  to  redness  in  an  atmosphere 
of  aqueous  vapour,  decomposes  it  slowly,  with  formation  of  oxaaoeo-arknic 
oxide.  (Regnault,  Ann.  Ghim.  Phyt.  68,  358.) 

Preparation. — From  FUchhtende,  which,  besides  40....D5  percent. 
of  uranoso-uranic  oxide,  may  also  contain  sulphur,  selenium,  phos- 
phoric acid,  lime,  magnesia,  alumina,  silica,  vanadium,  manganese, 
arsenic,  bismuth,  antimony,  zino,  tin,  lead,  iron,  cobalt,  nickel,  copper, 
and  silver. — 1.  Powdered  pitchblende  is  dissolved  in  warm  nitro-hydro- 
chloric  acid,  and  after  all  action  has  ceased,  the  excess  of  acid  is  expelled 
by  evaporation;  the  residue  treated  with  a  small  quantity  of  hydrochloric 
acid;  water  added;  and  the  solution  filtered  from  sulphur  and  silica  (and 
also  from  chloride  of  lead  and  silver:  Wktstein),  The  arsenic,  lead,  and 
copper  (with  bismuth  and  tin  :  WitUtein),  are  then  precipitated  from  the 
filtrate  by  sulphuretted  hydrogen,  and  the  solution  again  filtered  and 
boiled,  nitric  acid  being  added  to  conrert  the  protoxide  of  iron  into 
sesquioxide.  The  liquid  is  then  supersaturated  with  a  large  quantity  of 
carbonate  of  ammonia,  which  throws  down  the  oxide  of  iron,  together 
with  any  lime  that  may  be  present,  and  the  greater  part  of  the  cobalt 
and  zinc  oxides,  retaining  in  solution  the  uranic  oxide^  together  with 
portions  of  the  cobalt  and  cine  oxides.  [The  filtrate  often  deposits 
carbonate  of  lime  in  crystals.]  The  filtrate  is  boiled  as  long  as  carbonate 
of  ammonia  continues  to  be  evolved,  by  which  means  the  three  metallic 
oxides  are  precipitated,  with  the  exception  of  a  small  quantity  of  cobalt 
oxide,  which  colours  the  liquid  red;  the  precipitate  is  collected  on  a 
filter,  and  afterwards  washed,  dried,  and  ignited,  till  its  yellow  colour 
changes  to  blackish  green.  The  resulting  mixture  of  uranoso-uranic 
oxide,  uranate  of  sine,  and  uranate  of  oobalt,  is  lastly  digested  for  several 
hours  with  cold  dilute  hydrochloric  acid,  which  dissolves  the  two  com* 
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pounds  of  uranid  oxide,  and  leaves  pare  oranoso-uranic  oxi4le  undissolved^ 
(Arfvedsou.)  Wittstein  {Repert.  63,  231),  after  boiling  the  solution 
with  nitric  acid,  precipitates  with  caustic  ammonia,  instead  of  carbonate 
of  ammonia  (thereby  retaining  the  lime,  ma^esia,  and  zinc  in  soliition); 
washes  the  precipitate  by  decantation,  out  of  contact  of  air;  heats  it  in  a 
dose  vessel  with  water  and  a  quantity  of  carbonate  of  ammonia  equal 
in  weight  to  half  the  pitchblende  used;  filters  hot;  treats  the  residue  once 
more  with  carbonate  of  ammonia;  evaporates  the  filtrate  to  dryness; 
completes  the  operation  by  heating  the  residue,  and  thus  obtains  uranic 
oxide,  contaminated  however  with  oxide  of  iron.  Persoz  {Ann,  Chim, 
Fkys.  58,  202)  treats  the  solution  with  nitric  acid,  and  then  boils  it  with 
oxide  of  copper  or  of  lead,  which  precipitates  the  uranic  and  ferric  oxides ; 
dissolves  the  washed  precipitate  in  nitric  acid;  boils  the  solution  with 
mercuric  oxide,  which  throws  down  nothing  but  ferric  oxide;  dilutes  the 
filtrate  with  water;  and  removes  the  mercury  and  copper  by  a  current  of 
sulphuretted  hydrogen.  The  solution  after  this  treatment  retains  nothing 
but  uranium. 

2.  The  finely  divided  pitchblende  is  freed  by  elutriation  from  the 
lighter  earthy  impurities;  roasted  for  a  short  time  to  save  nitric  acid; 
then  dissolved  in  that  acid,  and  the  solution  evaporated  to  dryness.  The 
residue  is  exhausted  with  water;  the  solution  filtered  from  the  brick- 
red  mixture  of  ferric  oxide,  arseniate  of  ferric  oxide,  and  sulphate  of 
lead;  the  greenish-yellow  filtrate  slightly  evaporated,  and  allowed  to 
cool,  whereupon  it  deposits  crystals;  and  the  resulting  radiated  mass  of 
crystallized  nitrate  of  uranic  oxide,  drained  on  a  glass  funnel,  and  then 
washed  with  a  small  quantity  of  cold  water.  As  the  water  dissolves  a 
portion  of  the  uranium  salt,  it  is  used  in  a  subsequent  oi)eration  to  redis- 
solve  the  dry  residue  obtained  by  evaporating  the  solution  of  pitchblende 
in  nitric  acid.  The  uranic  nitrate  aiter  bemg  dried  in  the  air,  is  then 
introduced  into  a  wide-mouthed  bottle  containing  ether,  in  which  it 
immediately  dissolves;  the  yellow  solution  is  left  to  evaporate  sponta* 
neously  in  the  air,  and  the  crystals  obtained  are  purified  by  solution  in 
hot  water  and  recrystallization.  They  are  converted  into  uranoso-uranic 
oxide  by  ignition.  From  the  mixed  mother-liquids  diluted  with  water, 
arsenic,  lead,  and  copper  are  precipitated  by  sulphuretted  hydrogen, 
and  ferric  oxide  removed  from  the  filtrate  by  evaporating  to  dryness, 
and  redissolving  in  water.  The  solntion  thus  obtained  yields  a  fresh  crop 
of  crystals  of  uranic  nitrate.  (Peligot.) 

3.  Ebelmen  frees  the  pitchblende,  by  digestion  in  dilate  hydrochloric 
acid,  from  the  adhering  carbonates  of  lime,  magnesia,  protoxide  of  man- 
ptnese,  and  oxide  of  copper;  then  washes  it  with  boiling  water;  mixes 
it  with  charcoal;  ignites  strongly,  whereby  a  portion  of  the  sulphur 
and  arsenic  is  expelled ;  treats  the  cooled  mass  with  strong  hydrochloric 
acid,  which  dissolves  lead,  iron,  and  a  small  quantity  of  copper  (without 
any  uranium);  washes  the  residue  with  a  large  quantity  of  water;  and 
roasts  it  to  expel  the  remaining  sulphur  and  a  portion  of  the  arsenic. 
After  this,  he  treats  the  mass  with  nitric  acid,  which  leaves  quartz-sand 
and  ferric  oxide  undissolved;  evaporates  the  solution  containing  alumina, 
uranium,  arsenic,  lead,  iron,  copper,  and  even  antimony,  nearly  to  dry- 
ness; redissolves  the  residue  in  boiling  water,  which  leaves  the  greater 
part  of  the  iron  and  arsenic  in  the  form  of  insoluble  arseniate  of  ferric 
oxide;  boils  the  filtrate  with  sulphurous  acid;  precipitates  the  rest  of  the 
arsenic,  together  with  the  copper  and  lead  [and  antimony],  by  a  current 
of  hydrosuTphuric  acid;  evaporates  the  filtrate,  which  now  contains  nothing 
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but  uranic  oxide  with  a  small  qnantity  of  ferric  oxide  and  alumina, 
to  dryness ;  dissolves  in  water,  which  leares  the  ferric  oxide ;  and 
purifies  the  uranic  nitrate  by  repeated  crystallization.  From  the 
mother-liquids  obtained  in  this  process,  the  ferric  oxide  and  alumina  are 
precipitated  by  careful  addition  of  a  small  quantity  of  ammonia;  and 
the  filtrate  mixed  with  excess  of  ammonia  to  precipitate  the  uranic 
oxide,  which — after  being  ignited  and  freed  from  any  adhering  lime, 
macnesia,  and  protoxide  of  manganese,  by  cold,  moderately  strong, 
hydrochloric  acid — is  washed,  dissolved  in  nitric  acid,  and  obtained  in  the 
crystallized  state  as  nitrate  of  uranic  oxide.  If  the  crystallized  uranic 
nitrate  is  required  absolutely  pure,  it  must  be  dissolved  in  a  small 
quantity  of  water;  a  hot  concentrated  solution  of  oxalic  acid  added  to  the 
liquid;  and  the  precipitated  uranic  oxalate  washed  with  boiling  water, 
and  converted  into  uranous  oxide  by  ignition  in  a  covered  platinum 
crucible.  The  uranous  oxide  is  then  to  be  digested  for  some  time  in  con- 
centrated hydrochloric  acid;  washed  with  water;  dissolved  in  nitric  acid; 
crystals  of  uranic  nitrate  obtained  from  the  solution;  the  crystals  redis- 
solved  in  water,  and  again  precipitated  as  above  hyf  oxalic  acid;  the 
precipitate  again  washed  with  hot  water,  and  lastly  ignited  in  the  air. 
(Ebeunen.y^Pitchblende  (Fechuran)  is  dissolved  in  warm  dilute  nitric 
acid;  the  filtrate  freed  by  hydrosulphurio  acid  from  arsenic,  lead,  and 
copper,  and  then  evaporated  to  dryness;  the  residue  digested  in  water, 
which  leaves  the  oxides  of  man^nese,  iron,  and  cobalt,  undissolved;  and 
the  uranic  nitrate  contained  in  tne  solution,  purified  by  repeated  crystal- 
lization. (Wertheim,  J.  pr,  Chem,  29,  210.) 

4.  An  intimate  mixture  of  pitchblende  with  half  its  weight  of  nitre* 
is  kept  at  a  red  heat  in  a  i^ucible  for  20  minutes,  and  frequently  stirred; 
the  fused  mass  exhausted  by  repeated  decantation  with  water,  which 
dissolves  the  silicate  of  potash ;  and  the  insoluble  portion  treated  with 
excess  of  pure  concentrated  nitric  acid,  which  leaves  the  ffreater  part  of 
the  ferric  oxide  undissolved.  The  clear  liquid  is  poured  off  and  eva- 
porated nearly  to  dryness;  the  greenish  residue  mixed  with  water, 
which  separates  ferric  oxide  (from  which  the  still  adhering  uranic  oxide 
is  separated  as  far  as  possible  by  solution  in  nitric  acid) ;  the  solution 
filtered;  again  evaporated  to  dryness  to  decompose  the  remaining  ferric 
nitrate;  and  redissolved  in  water,  to  which,  if  the  uranic  oxide  does 
not  entirely  dissolve,  a  portion  of  nitric  acid  is  added.  Lastly  the  filtrate 
containing  oxide  of  lead,  uranic  oxide,  and  lime  is  mixed  with  excess 
of  carbonate  of  ammonia  till  the  precipitate,  which  is  yellow  at  first, 
becomes  white ;  the  solution  is  then  filtered  from  carbonate  of  lime  and 
oxide  of  lead,  and  lastly,  boiled  and  evaporated  to  dryness,  to  separate 
the  whole  of  the  uranic  oxide,  which  is  then  calcined.  (Lecanu  &  Serfoat.) 
It  is  better  to  evaporate  to  dryness,  and  treat  the  residue  with  water 
only.  By  this  means  the  nitrate  of  ammonia  is  dissolved  free  from  uranic 
oxide,  while  carbonate  of  uranic  oxide  remains  undissolved.  (Laugier.) 
Carbonate  of  ammonia  is  preferable  to  carbonate  of  potash  or  soda^ 
because  it  does  not  dissolve  the  oxide  of  lead.  (Lecanu  &  Serbat.) 
Quesneville  {J.  Pharm.  15,  494),  who  in  other  respects  follows  Arfved- 
son's  method,  uses  sal-ammoniac  mixed  with  carbonate  of  potash  or  soda^ 
instead  of  the  carbonate  of  ammonia^  on  account  of  the  costliness  of  the 
latter;  but  the  saving  is  probably  but  trifling. 

*  Laagier  states  that  from  1  to  1}  pt.  nitre  to  1  pt.  pitchblende  is  required  for  the 
complete  oxidatioa  of  the  uranium. 
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5.^  To  8  parts  of  very  finely  powdered  pitchblende  contained  in  a 
capacions  vessel^  9  or  10  parts  of  oil  of  vitriol  are  gradually  added,  the 
mixture  bein^  well  stirred  with  an  iron  rod;  where apon  the  mass  increases 
greatly  in  bulk,  and  becomes  hard  and  lumpy.  It  is  then  kept  in  a  warm 
place  for  seyeral  days  and  stirred  frequently,  during  which  time  it  absorbs 
water  and  becomes  thinner  and  greyish  white.  It  is  then  evaporated  to 
diyness  in  an  iron  vessel ;  the  mass  broken  up  and  again  heated  more 
strongly,  with  constant  stirring,  as  long  as  the  sulphuric  acid  in  excess 
continues  to  evaporate,  and  till  the  residue  assumes  a  dull  reddish-yellow 
colour.  When  cold,  it  is  repeatedly  boiled  with  fresh  quantities  of 
water;  and  the  greenish-yellow  filtrate  saturated  with  hydrosulphuric 
acid,  of  which  a  small  Quantity  only  is  required,  as  the  greater  part  of 
the  metals  precipitable  by  it  are  left  behind  in  the  insoluble  residue. 
The  solution  is  then  filtered  from  the  sulphides;  the  hydrosulphuric  acid 
expelled  by  boiling;  the  liquid  again  filtered  from  any  precipitate  that 
may  have  formed;  the  filtrate  boiled  for  some  time  with  nitric  acid,  to 
convert  the  uranous  oxide  into  uranic  oxide;  supersaturated  after  cooling 
with  a  dilute  solution  of  carbonate  of  ammonia;  set  aside  for  some  tinie» 
and  frequently  stirred;  and  lastly,  filtered  and  boiled,  till  carbonate  of 
uranic  oxide  separates  from  the  liquid;  the  precipitate  thus  obtained  is 
well  washed  with  water.  The  filtrate  yields  sulphate  of  ammonia  bv 
evaporation.  One  part  of  powdered  pitchblende  may  also  be  heated  with 
5  parts  of  bisulphate  of  soda  (as  obtained  in  the  preparation  of  nitric 
acid  from  Chili-saltpetre),  till  the  mixture  fuses  tranquilly;  the  greenish- 
yellow  mass  reduced  to  powder,  and  exhausted  with  boiling  water ;  and 
the  filtrate  treated  as  above  with  hydrosulphuric  acid,  nitric  acid,  and 
carbonate  of  ammonia.  (Werner,  J,  pr.  Chem.  12,  381.)  The  methods  of 
Richter  and  Bucholz  are  less  satisfactory,  that  of  Brando  least  of  all. 

Properties, — As  obtained  by  burning  the  metal  or  by  igniting  the 
carbonate  of  uranic  oxide,  it  forms  a  dull  green  powder.  (Arfvedson.) 
Dark  olive  green,  velvet-like  powder.  (Peligot.)  That  obtained  by 
igniting  uranate  of  ammonia  forms  black,  very  dense,  hard  fragments, 
which  likewise  yield  a  dingy  green  powder.  (Arfvedson.)  Sp.  gr.  = 
7  •1032  (Karsten.)  =  7-31  (Ebelmen.) 


Calculaiiotif  according  to  Peligot. 
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Berzelius,  Arfvedson,  Peligot,  Marchand  (J.  pr.  Chem.  23,  498),  and 
Rammelsberg,  estimate  the  amount  of  oxygen  by  the  loss  of  weight  which 
the  uranoso-uranio  oxide  sustains  when  converted  into  uranous  oxide  by 
ignition  in  hydrogen  gas. 
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Peligot  attribute  the  9m»11er  loss  of  weight  ohtuned  by  ArfyedBon  to 
the  fiskot  of  his  green  oxide  being  mixed  with  a  portion  of  black  oxide. 
According  to  Rammelsberg,  however,  the  loss  varies  between  3*88  and 
4*67  per  cent,  and,  accordingly,  cannot  serve  for  the  exact  determina- 
tion of  the  atomic  weight  of  uranium. 

Decompositions. — 1.  By  strong  ignition,  with  loss  of  from  0*7  to  1  per 
Cent,  of  oxygen,  leaving  black  oxide.  (Peligot.) — 2.  By  potassium, 
sodium,  charcoal,  hydrogen,  or  sulphur  at  a  red  heat,  it  is  converted  into 
uranous  oxide.  The  action  of  potassium  on  soda  is  attended  with  slight 
incandescence.  (Gay-Lussac  &  Th^nard.)  Hydrogen  gas  acts  rapifiy, 
the  oxide  becoming  red-hot.  (Arfvedson.)  By  ignition  with  sulphur, 
uranoso-uranic  oxide  is  converted  into  black  uranous  oxide  entirely  free 
from  sulphur.  (Ebelmen.) 

Combinations.'^^.  With  water.— ^Hydratbd  Uranoso-urakio  Oxide. 
•^1.  Formed  when  a  solution  of  uranoso-uranic  oxide  in  an  acid  is  precipi* 
tated  by  ammonia. — 2.  When  protochloride  of  uranium  is  precipitated 
by  ammonia,  the  hydrated  protoxide  which  separates,  absorbs  oxygen 
during  the  washing  and  is  converted  into  hydrated  uranoso-uranic  oxide. 
(Rammelsberg.) — 3.  A  solution  of  uranic  oxalate,  exposed  to  the  direct 
rays  of  the  sun,  deposits  a  violet-brown  flooculent  precipitate  of  hydrated 
nranoso- uranic  oxide,  which  must  be  collected  before  the  whole  of  the 
salt  is  decomposed,  so  that  it  may  not  become  contaminated  with  hydrated 
uranic  oxide.  It  is  washed  with  boiling  water,  and  dried  in  vacuo  on 
a  heated  support.  (Ebelmen.) 

The  hydrate  obtained  by  the  first  method  is  dark    greyish  green 

iBerzelius),  or  sometimes  purple-brown.  (Arfvedson.) — When  heated 
or  several  hours  in  the  solution,  it  condenses  to  a  heavy  powder.  ^Arf- 
vedson.)— When  prepared  by  the  second  method,  it  is  greenish  black. 
(Rammelsberff.) — The  third  method  fields  it  in  a  solid  black  mass,  with 
brilliant  conchoidal  fracture ;  when  ignited  in  a  current  of  nitroffen  gas, 
it  gives  off  its  water  without  any  change  of  appearance,  and  still  yields 
a  green  powder.  (Ebelmen.) 

Dried  in  vacuo  over  oil  qf  vitriol,        Rammelsberg  (2). 

U»0* 212         88-70        89-06 

3H0  27        11-30        10-94 

U»0*,3H0 239        ZZ       10000        ZZ       10000 

The  hydrate  loses  its  water  when  heated,  and  leaves  green  uranoso- 
uranic  oxide.  (Arfvedson.)  An  aqueous  solution  of  carbonate  of  ammonia 
resolves  it  into  uranic  oxide,  which  dissolves  an  Insoluble  brown  hydrate 
of  uranous  oxide.  (Berzelius.)  When  the  hydrate  precipitated  by  the 
first  or  second  method  is  exposed  to  the  air  in  a  moist  state,  it  is  converted 
— if  any  alkali  still  adheres  to  it— into  a  yellow  uranate  of  the  alkaline 
base.  (Arfvedson.) 

6.  With  Acids,  forming  the  Salts  of  Uranoso-uranic  Oxide,  or 
Uranoso-uranic  Salts. — Uranoso-nranic  oxide,  after  ignition,  dis- 
solves very  slowly  and  sparingly  in  dilute  hydrochloric  and  sulphuric 
acids ;  more  readily,  however,  in  the  concentrated  acids,  and  completely 
in  boiling  oil  of  vitriol.  (Arfvedson.)  The  uranoso-uranic  oxide  obtained 
b^  burning  the  metal  dissolves  readily  in  acids.  (Lecanu.)  The  hydrate 
dissolves  very  easily,  excepting  when  its  density  has  been  increased  by 
heating  it  for  several  hours  in  the  liquid  from  which  it  was  precipitated. 
(Arfvedson.)    The  yellowish  green  solution  thus  obtained  may  be  supposed 
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te  eoasisi  of  »  miziavo  of  nmioiui  sad  oranic  salts  j  henoe,  from  a  Bolutioii 
«f  the  groon  oxide  in  salphurio  acid,  alcohol  preoipitates  sulphate  of 
uianons  ozide^  whilst  .sulphate  of  oranio  oxide  remains  dissolved,  and 
imparts  a  pure  yellow  colour  to  the  liauid.  A  concentrated  solution  of 
the  green  oxide  in  hydrochlbric  acid  benaves  in  the  same  manner,  on  the 
addition  of  sulphuric  acid  and  alcohol.  (Berzelius.)  The  uranoso-uranic 
salts  have  a  green  colour  and  rough  taste.  By  exposure  to  the  air,  and 
by  the  action  of  nitric  add,  even  in  tbe  cold,  they  are  conrerted  into 
uranic  salts.  They  are  precipitated  greyish  green,  or  brown,  by  pure 
alkalis.  With  alkaline  carbonates  they  yield  dingy,  light  green  precipi- 
tates, soluble  in  excess  of  the  precipitant  and  forming  a  greenish  soiu« 
tion.  With  phosphate  of  soda  they  yield  dull  greenish  white  precipitates; 
black  with  alkaline  hydrosnlphates ;  pale  yellowish  green,  with  oxalic 
acid,  even  when  that  acid  is  in  large  excess;  brownish  red,  with  ferro- 
oyanide  of  potassium;  and,  according  to  Berselius,  reddish  brown  wiUi 
iincture  of  galls.    Hydrosulphurio  acid  has  no  action  on  these  salts. 


E.  Ubanic  Oxidb.    UW. 
Se^quiosMh  of  Uranium,  Uranoxpd. 

Uranium  and  its  lower  oxides  dissolve  readily  in  nitric  acid,  with 
evolution  of  nitric  oxide  and  formation  of  uranic  nitrate.  Uranous  oxide 
decomposes  nitrate  of  silver  in  solution,  without  evolution  of  gas,  metallic 
silver  being  precipitated  and  uranic  nitrate  formed.  (Ebelmen.)  The 
hydrate  of  uranous  or  nranoBO-uranio  oxide  is  not  conrerted  into  uranic 
oxide  by  exposure  to  air  in  a  moist  state,  unless  an  alkali  is  present^ 
with  which  the  uranic  oxide  can  combine.  (Peligot.) 


Preparation,  L  By  heating  the  hydrate  of  uranic  oxide  to  a  tempe 
ture  not  exceeding  300°.  (Ebelmen.)  According  to  Malaguti,  the  residue 
still  contains  water  F  Vid.  HydraJts  of  Uranic  Oxide\, — 2.  By  keeping  the 
double  carbonate  oi  uranous  oxide  and  ammonia  at  a  temperature  of 
about  300^  for  a  considerable  time,  till  the  whole  of  the  ammonia  and 
carbouic  acid  are  expelled.  (Ebelmon.) 
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Formerly,  UO,  or  rather  3U0,  was  regarded  as  metallic  uranium, 
IPO^  as  the  protoxide,  or  as  containing  one  atom  of  oxygen,  and  IPO'  (as  at 
present)  as  a  combination  of  2  atoms  of  uranium  with  3  atoms  of  oxygen. 
These  oxygen  compounds  are  now  expressed  by  the  following  form  aJ»: 
The  former  metal,  now  the  protoxide  ^  UO;  the  former  protoxide,  now 
uranoso-uraiiia  oxide  ==  ^0*;  the  ses^uioxide  =  HH^.     If  in  each  of 
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these  fonnulsd  we  fivppose  3U  to  be  present^  and  deduct  UH)*^  which 
represents  the  former  metal,  we  obtain  the  following  proportions  of  oxygen 
between  the  former  protoxide  and  the  sesquioxide. 

The  former  metal.  The  former  protoxide.        Sesqnioxide. 

VKfi  U*0*  UO*4 

-U»0»=      •  O  0»4 

Hence  it  is  apparent :  first,  why  both  in  the  former  and  in  the  present 
protoxide  the  proportion  of  oxygen  to  the  former  or  present  sesquioxide 
IS  =  2  :  3 ;  and  secondly,  why  the  present  atomic  weight  of  the  protoxide 
and  sesquioxide  of  uraninm  should  be  a  third  of  its  former  amount. 
According  to  Arfyedson  and  Benelius,  the  atomic  weight  of  uranium, 
formerly  so  called,  was  217;  this  is  now  regarded  as  IT'O*;  and  if  from 
this  we  deduct  the  atomic  weight  of  3  atoms  of  0,  the  atomic  weight  of  3 
atoms  of  U  wUl  be  =  193;  consequonlty  that  of  one  atom  of  U  =  64*3; 
but  according  to  the  researches  of  Feligot,  Kammelsberg,  EbelmeUi  and 
Wertheim,  the  actual  atomic  weight  is  60. 

Decompositions.  By  simple  ignition^  into  oxygen  gas  and  green  ura- 
noso-uranic  oxide.  (Ebelmen.) 

Combinations,  a.  With  water. — Htdbated  Ubakic  Oxide. — Occurs 
native  in  the  form  of  Uranium-ochre,  a  lemon-yellow,  friable  substance, 
which,  when  ignited,  gives  off  water  and  oxygen  gas,  and  is  converted 
into  the  green  oxide.  (Berzelius,  Fogg.  1,  374.)— 1.  An  aqueous  solution 
of  uranic  oxalate  is  exposed  to  the  direct  rays  of  the  sun,  till  the  brown 
precipitate  of  hydrated  uranoso-uranic  oxide,  which  first  appears,  turns 
yellow,  and  all  the  oxalic  acid  is  resolved  into  carbonic  acid  and  carbonic 
oxide ;  the  precipitate  is  then  purified  with  water,  and  dried  in  the  air* 
(Ebelmen.) — 2.  A  solution  of  uranic  nitrate  in  absolute  alcohol  is  eva- 
porated at  a  moderate  heat,  not  reaching  to  the  boiling  point,  till,  at 
a  certain  degree  of  concentration,  nitric  ether  is  disengaged ;  from  the 
residual  orange-yellow  spongy  mass,  the  undecoroposed  uranic  nitrate  is 
dissolved  by  water,  and  the  remaining  hvdrated  oxide  is  then  washed  con- 
tinuously with  boiling  water.  (Malaguti,  Compt.  rend,  16,  851.) 

Hydlrated  uranic  oxide,  when  dried  in  the  air,  has  a  lemon-yellow 
colour;  when  dried  in  vacuo,  it  acquires  a  shade  of  orange-yellow.  It  is 
permanent  in  the  air;  does  not  absorb  carbonic  acid;  expired  to  a  tem- 
perature of  300°,  it  yields  anhydrous  uranic  oxide;  at  a  red  heat  it  is 
converted  into  green  uranoso-uranic  oxide.  (Ebelmen.) — At  15°  it  exhibits 
a  lemon-yellow  colour,  and  haa  a  specific  gravity  of  5*926.  At  400°  it 
loses  only  a  third  of  its  water ;  at  a  higher  temperature,  the  whole  is  given 
off  (if  it  be  perfectly  free  from  acid) ;  a  portion  of  oxygen  gas,  however, 
always  escapes  with  the  last  traces  of  water,  leaving  a  brown  mixture  of 
the  olive  green  and  black  oxides  of  uranium.  (Malaguti.) 

Calculation, 
a.  Ebelmen.  MalagutL 

U«0»  144      ....       9412  ....        93-75  ....        9389 

HO 9       ....         5-88  ....  6-25  ....  6*11 

U«0»,HO  ....        153      ....     10000        ....       10000        ....       lOO'OO 

h.  Ebelmen. 

U«0» 144      ....      88-89        ....        8835 

2HO 18       ....       11-11        ....         11-65 

U«0»,2HO  162      ....     100-00        Z      100*00 
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•  d  16  the  hydrate  dried  at  ordinary  temperatures  in  vaeno^  or  at  100^ 
in  the  open  air. — I  is  the  hydrate  dried  in  the  air  at  ordinary  tem* 
pexatures. 

h.  With  Acids,  forming  the  Salts  of  Uranic  Oxide,  or  Uranig 
Salts.  These  salts  are  obtained  by  oxidizing  the  uranous  or  uranoso- 
uranic  salts  by  nitric  acid  or  by  exposare  to  the  air,  and  in  an  impure 
state  by  dissolving  the  alkaline  uranates  in  acids.  Most  of  them  contain 
one  atom  of  IPO'  combined  with  one  atom  of  acid.  This  fact,  according 
to  Peligot,  tends  to  establish  the  assumption  that  2U0  or  U'O^  is  a  com- 
pound metal  (Uranyl),  and  that  uranic  oxide,  U^O',  should  rather  be 
considered  as  the  oxide  of  uranyl  (U'O')  +  0 ;  for,  other  bases  containing 
3  atoms  of  oxygen,  e.  g.  A1*0^  Ci^O',  Fe'O*,  require,  3  atoms  of  acid  to 
produce  a  normal  salt.  According  to  Berzelius,  however,  this  oxide 
forms  sulphates  composed  of  U'0^2S0»  and  U*0',3S0',  as  well  as  U*0', 
SO', — ^and  a  nitrate  containing  IP0',3N0',  as  well  as  that  which  is  com- 
posed of  U'0',NO* :  now,  since  nitric  acid  does  not  form  acid  salts,  the 
latter  must  be  regarded  as  the  normal ;  and  the  former,  as  well  as  the 
other  salts,  which  to  one  atom  of  base  contain  only  one  atom  of  acid,  must 
be  considered  as  basic  salts,  notwithstanding  their  solubility  and  acid 
reaction,  {Vid.  pp.  173  and  177.^ 

The  uranic  salts  have  a  yellow  colour;  they  are  mostly  soluble  in 
water,  and  when  dissolved,  have  a  very  rough  taste,  without  any  subse- 
quent metallic  flavour.  Most  of  them  redden  litmus.  The  sulphate  and 
nitrate  of  uranic  oxide  turn  turmeric  brown  even  when  they  contain  excess 
of  acid.  (Bucholz.)  Those  which  contain  a  volatile  acid  part  with  it  at 
a  red  heat.  They  are  reduced  to  uranous  salts  by  hydrosulphuric  acid 
(Berzelius) ;  also  by  trithonio  acid  (Persoz) ;  and  by  alcohol  or  ether  in 
direct  sunshine.  (Bucholz.) — Hydrochlorate  of  uranic  oxide,  supersatu- 
rated with  hydrochloric  acid,  is  converted  by  metallic  zinc,  cadmium,  tin, 
lead,  iron,  cobalt  or  copper  Twith  fonnation  of  dichloride  of  copper),  into 
hydrochlorate  of  uranous  oxiae ;  by  the  prolonged  action  of  zinc,  a  green 
or  brown  viscid  mass  is  produced,  which  appears  to  be  a  compound  of 
oxide  of  zinc  with  protoxide  of  uranium;  from  a  solution  of  monohydro- 
chlorate  or  nitrate  of  uranic  oxide,  zinc  separates  only  a  small  quantity 
of  uranic  oxide,  which,  by  enveloping  the  zinc,  prevents  any  further 
action.  (Fischer,  Fogg.  9,  265;  16,  126.)  With  pure  ammonia,  potash, 
or  soda,  these  salts  give  an  orange-yellow  precipitate  (alkaline  uranate) 
insoluble  in  excess  of  the  reagent;— with  carbonate  of  ammonia,  potash, 
or  soda — pale  yellow,  soluble  in  an  excess  of  the  alkaline  carbonate  (less 
readily  in  monocarbonate  than  in  bicarbonate  of  potash  and  sesquicarbo- 
nate  of  ammonia,  which  latter  solution  again  yields  a  precipitate  on 
boiling*);  also  with  carbonate  of  lime  (FuchJs); — ^with  phosphate  of  soda 
-—unless  the  acid  in  the  uranium  solution  is  in  too  large  excess — ^yellowish 
white  (phosphate  of  uranic  oxide); — with  alkalme  hydrosulphates, 
brownisn  black  (sulphide  of  uranium,  which  takes  a  long  time  to  settle 
completely  down  to  the  bottom  of  the  vessel,  so  that  the  liquid  remains 
black  for  a  considerable  time) ; — with  sulplute  of  ammonia  on  boiling, 
yellow  granular  sulphite  of  uranic  oxide ; — with  oxalic  acid  and  alkaline 

*  f  Ebelmen  states  that  1  part  of  the  salt  dissolTed  in  333  parts  of  water  gives  a  bright 
yellow  colour  with  carbonate  of  potash,  1  part  in  666  pts.,  a  distinct  yellow ;  1  part  in 
2664  pts.,  a  yellow  colour,  perceptible  after  some  minutes,  with  pure  potash;  1  part  in 
5328  pts.,  a  faint  yellow  tinge;  1  part  in  10,656  pti,,  a  distinct  opalescence,  after  half 
•n  hour.  (N.  Ann.  Chim.  Phy:,  5, 189.)  f 
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oxalat6i>  ydlow.  (oxabie  of  vumo  oxideV-^wiih  alkaline  saodiiaies, 
yellow,  from  a  toletioa  eontaiiiing  not  leas  toan  one  part  in  )000;^-wiUi 
tincture  of  galls,  chocolate-brown; — with  ferrocjanide  of  potaaaiiim» 
bright  brownish  red.  (Klaproth,  Berzelius.) — Before  the  blowpipe  with 
fluxes,  the  salts  give  the  same  characters  as  nranic  oxide  itsell.-^The 
salts  of  uranic  oxide  form  with  salts  of  the  alkalis,  a  great  number  of 
yellow  double  salts,  in  which  the  former  lose  their  acid  on  exposure  to 
heat,  but  with  less  facility  (ban  when  nncombined. 

c.  With  electro-positire  salifiable  bases,  producing  compounds  which 
may  be  called  Uranatei.  The  compounds  of  uranic  oxide  with  all  the 
alkalis  are  formed  by  precipitating  a  uranic  salt  with  an  alkali ;  the  nra« 
nates  of  baryta,  lime,  magnesia,  and  various  heavy  metallic  oxides,  are 
formed  by  addiug  ammonia  to  a  mixture  of  a  uranic  salt  with  one  of  these 
bases;  in  this  case,  however,  the  precipitate  contains  more  or  less  urar* 
nate  of  ammonia.  The  uranates  are  for  the  most  part  yellow,  and,  after 
ignition,  orange-yellow.  The  uranic  oxide  oontainea  in  them  remains  nnde* 
composed  at  a  red  heat,  provided  the  base  is  permanent  in  the  fire ;  at  % 
white  heat,  however,  it  is  generally  reduced  to  nranoso-uranic  oxide. 
Hydrogen  gas,  at  a  red  heat,  reduces  the  uranic  oxide  to  metal  [protox- 
ide], and  generally  also  the  other  metallic  oxide  (the  alkalis  excepted) ; 
the  residual  mass,  after  ignition  with  hydrogen,  is  in  all  cases  inflam- 
mable in  the  air  at  ordinary  temperatures.  (Arfvedson.) 


Uranium  and  Carbon. 

A.  Carbonate  of  Urano8o-T7ranio  Oxidb. — Sulphate  of  uranoso* 
nranic  oxide  gives  with  carbonate  of  ammonia,  not  in  excess,  a  pale  green 
precipitate.  (Arfvedson.) 

B.  Carbonatb  of  Uranic  Oxii>B.-^Remains  in  the  form  of  a  bright 
orange-yellow  powder  on  gently  heating  the  double  carbonate  of  nranic 
oxide  and  ammonia.  (Lecanu,  Peligot.)  [8ee  also  Ebelmen,  p.  182.]-— The 
lemon-yellow  precipitiEtte  obtained  on  treating  nitrate  of  uranic  oxide  with 
carbonate  of  potash,  after  being  washed  with  cold  water  and  dried  in  the 
air,  contains  3*66  per  cent,  of  potash,  3*87  of  carbonic  acid,  81*98  of  nranic 
oxide,  and  10*49  of  water,  and  is  probably  only  a  loosely  combined  mix- 
ture of  uranic  oxide  and  monocan)onate  of  potash.  (Ebelmen.)  [Com- 
pare further  Berzelius,  p.  182.] — ^According  to  Brande,  [impure]  hydrated 
uranic  oxide  dissolves  in  aqueous  carbonic  acid,  and  on  beating  the  liquid, 
is  again  precipitated  almost  entirely  free  from  carbonic  acid. 


Uranium  and  Boron. 

The  greyish  green  precipitate  which  borax  gives  with  protochloride  of 
uranium,  consists  almost  wholly  of  hydrated  protoxide;  it  blackens 
quickly,  and  turns  yellow  after  long  exposure  to  the  air.  (Bammelsbezg.) 

Borate  of  Uranic  Oxide,  or  Uranic  Borate. — Prepared  by  pre- 
cipitating a  uranic  salt  with  borax ;  it  is  of  a  light  yellow  colour,  and 
rery  sparingly  soluble  in  water.  (Richter.) 
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UsANiuM  Aia>  Phosphorus. 

A.  Phosphatbof  Uranous  Oxidb,  or  Uramous  Phosphate.-— Di- 
phosphaU, — An  excess  of  diphosphate  of  soda  completely  precipitates 
protochloride  of  uraniam.  The  green  gelatinous  precipitate  gives  up  the 
whole,  or  nearly  the  whole  of  its  phosphoric  acia  to  potash,  out  none  to 
ammonia.  Even  when  recently  precipitated,  it  dissolves  only  in  concen- 
trated hydrochloric  acid,  and  is  again  thrown  down  on  the  addition  of 
water. — Pyrophosphate  of  soda  gives  the  same  precipitate,  which,  on 
ignition^  loses  12  66  per  cent,  of  water.  (Rammeboerg.) 

Dried  over  oii  qf  vitriol.  Rammelsberg. 

2UO    1S6-0        5802        5962 

cPO*    71-4        30-47        

3HO    27-0        11-51        11-43 

nil  '  I       111      ■  ^^1^—       ■      I  III      laai...! 

2UO,HO.cPO»  +  2Aq.    234-4  10000 

B.  Phosphate  of  Uranio  Oxide,  or  Uranic  Phosphatr,  IT  a. 
IHphosplutte.  dlPO',  PO^  This  compound  appears  to  exist  in  certain 
double  salts.  Thus,  whe  n  tribasio  phosphate  of  soda,  dNaO,  PO^,  and 
nitrate  of  uranio  oxide  are  mixed  in  equal  numbers  of  atoms,  a  light 
yellow  powder  is  precipitated,  which  acquires  a  slight  greenish  tint  when 
Ignited,  and  retains  this  colour  on  cooling.  It  appears  to  be  composed  of 
(U'0»,  2H0)  P0*+3UK)»,  PO*+xAq.--When  nitrate  of  uranio  oxide  is 
mixed  with  a  moderate  excess  of  triphosphate  of  soda  (a  very  large 
excess  would  redissolve  nearly  the  whole  of  the  precipitate),  a  dark  yel- 
low precipitate  is  obtained,  which  is  insoluble  in  water,  and  appears  to 
consist  of  (NaO,  2U»0»)  P0»-|-3U*0',  PO*.  The  same  salt  is  obtained 
when  triphosphate  of  soda  is  mixed  with  a  quantity  of  uranic  nitrate  not 
sufficient  to  decompose  the  whole  of  it.  When  the  triphosphate  of  soda  is 
added  in  sufficient  excess  to  redissolve  part  of  the  precipitate,  the  inso- 
luble residue  is  a  mixture  of  different  salts, 

b.  Diphosphate,— (2JJ^0\  HO)  PO'+xAq.^l.  When  uranio  oxide  is 
digested  in  a  small  quantity  of  aaueous  phosphoric  acid,  a  yellow  saline 
mass  is  produced,  part  of  which  (e)  dissolves  in  boiling  water,  while  the 
rest  remains  undissolved.  The  insoluble  portion  is  an  amorphous,  light 
yellow  powder,  which  becomes  darker  when  ignited,  but  resumes  its  ori- 
ginal colour  on  cooling.  It  contains  4  atoms  of  water,  three  of  which 
are  fiven  off  between  120"^  and  170°,  and  the  fourth,  the  basic  atom,  at 
a  red  heat. 

CaloulAtion.  Weither. 

2US0»  2880      ....       72-85        7216 

P0»  71-4      ....       1805        ^ 17-96 

4HO 360      ....        910        9-66 

(2UK>»,HO)PO»  +  3Aq.     395-4      ....    100-00        99-78 

2.  Phosphoric  acid,  added  to  a  solution  of  uranic  acetate,  throws  down 
a  precipitate,  having  a  distinctly  crystalline  character,  of  somewhat 
darker  colour  than  the  preceding,  but  exhibiting  similar  phenomena  when 
ignited.  After  drying  in  the  air  at  ordinary  temperatures,  it  contains 
9  atoms  of  water,  and  is  composed  of  (2U'0^  HO)  PO'+SAq.    Of  these 
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9  atoms,  two  are  driven  off  at  60%  leaving  a  salt  composed  of  (2U*0', 
H0)P0'+6Aq.  Of  the  7  atoms  of  water  contained  in  this  last-men- 
tioned compound,  six  are  driven  off  at  120®,  and  the  seventh  at  a  red 
heat.  The  same  salt  with  7  atoms  of  water  is  obtained  when  nitrate  of 
uranic  oxide  is  added  to  a  solution  of  ordinary  diphosphate  of  soda 
(2NaO,  HO,  PO^^  or  to  the  mother-liquid  obtained  when  triphosphate  of 
soda  (3NaO,  PO')  is  imperfectly  decomposed  hj  nitrate  of  nranic  oxide. 

Calculation.  Wertliar. 

2U*0»  288-0      ....      6819        ....        68*10 

PO*  71-4       ....       16-89        ....         16-94 

7H0 63-0      ....       14-92        ....        14-96 

(2U20»,HO)PO»  +  6Aq 4224       ....     10000        ....       10000 

Calculation.  Werther. 

2U20»  288-0      ....      65-39        ....        6530 

PO*  71-4      ....       16-21        ....         16-26 

3H0 81-0       ....       18-40        ....         18-44 

(2U«0»,HO)PO«  +  8Aq.....     4404       ....     10000        ....       10000 

(Werther,  /.  pr.  Chem.  43,  321.)  T 

When  phosphoric  acid  is  added  to  a  solution  of  uranic  acetate,  or 
ammonia  to  a  solution  of  acid  uranic  phosphate,  yellowish  white  flakes 
are  obtained,  scarcely,  if  at  all,  soluble  in  water,  but  easily  soluble  in 
carbonate  of  ammonia.  From  the  latter  solution  they  are  again  sepa- 
rated on  evaporating  the  liquid.  (Laugier,  Ann,  Chim,  Phy$,  24,  23.) 

CalcttlatioD.  Laugier. 

2U20* 2880      ....       64-09  ....         61-0 

PO* 71-4       ....       15-89  ....         16-6 

lOHO 90-0      ....       2002  220 

2U«O»,PO»  +  10Aq 4494       ....     lOO'OO        ....         99*6 

[This  result,  which  is  not  in  accordance  with  Werther's,  can  scarcely  be  depended 
upon,  inasmuch  as  the  analysis  differs  widely  from  the  calculation.  (W.}] 

e.  Acid  FhotphaU.  1.  Prepared  by  dissolving  the  diphosphate  or 
the  carbonate  of  uranic  oxide  in  excess  of  phosphoric  acid. — Not  ciys- 
tallizable,  but  forms  a  pasty  mass,  which  becomes  moist  when  'exposed 
to  the  air.  (Richter.) 

IT  2.  The  solution  obtained  by  digesting  nranic  oxide  in  a  small 
quantity  of  aqueous  phosphoric  acid,  boiling  the  resulting  yellow  saline 
mass  in  water,  and  decanting  from  the  insoluble  diphosphate  (6,  1), 
deposits,  when  sufficiently  concentrated,  and  then  left  to  evaporate  in 
vacuo  over  oil  of  vitriol — a  lemon-yellow  salt  in  distinct  but  closely- 
grouped  crystals,  too  small  to  be  measured.  These  crystals,  when  gently 
heated,  give  off  part  of  their  water  and  become  pale  yellow.  A  red  heat 
is  required  to  expel  the  remainder  of  the  water  completely ;  but  the 
greater  part  of  it  may  be  driven  off  by  continued  exposure  to  a  tempera- 
ture of  170° — 200°:  under  these  circumstances  the  salt  swells  up.  It 
does  not  fuse  or  part  with  any  portion  of  its  acid  even  at  the  highest 
temperatures.  When  digested  in  water,  it  is  decomposed,  phosphoric 
acid  and  uranic  oxide  being  dissolved,  and  a  basic  salt  remaining  behind. 
On  dissolving  it  in  phosphoric  acid,  and  adding  ammonia  to  the  solution, 
a  yellow  salt  containing  ammonia  is  precipitated. 
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Calc«latioii.  Wer&er. 

(1)  (2) 

U'O' 1440       ....       55-20        ....        559     ....     5460 

PO*    71-4       ....       27-47         ....        26-7     ....     27-49 

5HO 45-0       ....       17-33         ....         16-8     ....     17*20 

(U20»,2HO)  PO*  +  3Aq.      260-4       ....     10000         ....         99*4     ....     99*29 

On  comparing  the  several  nranic  phospliates  examined  by  Werther, 
it  will  be  seen  that  uranio  oxide,  in  its  relations  with  phosphoric  acid, 
behaves  like  an  oxide  containing  onlj  one  atom  of  oxygen  (NaO,  for 
example) — inasmuch  as  all  these  componnds  are  tribasiCi  the  three  atoms 
of  base  being  made  up  either  of  3U'0*,  or  of  2U'0'  and  IHO,  or  of 
1 IPO^  and  2H0.  So  far,  the  composition  of  these  salts  tends  to  corrobo- 
rate Peligot*s  view  (p.  169)  of  the  nature  of  uranic  oxide.  It  will  here- 
after be  seen  {chap.  24)  that  the  arseniates  of  uranio  oxide  exhibit  the 
same  analogy.     1^ 

Uranium  and  Sulphur. 

A.  Protosulphidb  of  Uranium. — Metallic  uranium  combines  with 
sulphur  at  the  boiling-point  of  the  latter,  with  evolution  of  light  and 
heat.  (Peligot.) — The  protosulphide  is  prepared  by  passing  the  vapour  of 
bisulphide  of  carbon  over  uranoso-urauic  oxide  heated  to  redness  in  a 
porcelain  tube.  (H.  Rose,  OiU),  73,  139.)  Hydrosulphnric  acid  gas, 
passed  over  ignited  nranoso-uranic  oxide  forms  nothing  but  uranous  oxide 
mixed  with  a  very  small  quantity  of  sulphide  of  uranium.  (Arfvedson.) 
When  uranous  or  uranoso-uranic  oxide  is  heated  to  redness  with  sulphur, 
nearly  all  the  sulphur  escapes,  according  to  Lecanu — and  the  whole  of  it, 
according  to  Ebelmen — ^while  black  uranoso-uranic  oxide  remains  behind. 

Protosulphide  of  uranium  is  yellowish  black  ;  when  rubbed  on  a 
smooth  surface,  it  leaves  a  black  metallic  streak.  When  heated  in  the 
air,  it  bums  with  a  sulphurous  flame,  leaving  uranoso-uranic  oxide. 
^Rose.)  It  is  but  slightly  acted  on  by  hydrochloric  acid ;  but  nitric  acid 
aissolTcs  it  even  at  ordinary  temperatures,  with  separation  of  sulphur. 
(Berzelius.) 

Protochloride  of  uranium  dropped  into  an  excess  of  bihydrosulphate 
of  ammonia,  disengages  hydrosulphnric  acid,  and  forms  a  blackish  precipi- 
tate which,  when  washed,  acquires  a  superficial  grey  tint,  and  behaves 
like  a  mixture  of  hydrated  uranous  oxide  and  sulphur.  (Rammelsberg.) 

The  black  precipitate,  which  alkaline  hydrosulphates  give  with  ura- 
noso-uranic salts,  is  either  anhydrous  or  hydrated  ^sulphide  of  Ura- 
nium,— The  dark-brown  precipitate  produced  by  alkaline  hydrosulphates 
in  salts  of  uranic  oxide  is  either  anhydrous  or  hydrated  Sesquisulphide 
of  Uranium. — According  to  Berzelius,  the  latter  dissolves  in  an  excess  of 
the  alkaline  hydrosulphate,  yielding  a  dark  brown  solution ;  it  likewise 
dissolves  spanngly  in  the  water  with  which  it  is  washed,  and  forms  a 
brown  solution,  if  exposed  to  the  air  while  yet  moist,  it  oxidizes  and 
is  soon  converted  into  a  mixture  of  sulphur  and  hydrated  uranoso-uranic 
oxide ;  the  oxide  may  be  dissolved  out  by  hydrochloric  acid.  If,  however, 
during  its  exposure  to  the  air,  a  portion  of  the  solution  containing  the 
alkaline  hydrosulphate  is  left  in  contact  with  it,  an  orange-yellow  sub- 
stance is  produced,  which  Berzelius  regards  as  a  compound  of  sulphide  of 
uranium  and  uranic  oxide  [or  an  alkaline  uranate?].  The  same  substance 
is  obtained  when  hydrosulphnric  acid  gas  is  passed  through  an  alkaline 
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uianate  diflbsed  in  water  till  it  acquires  an  orange-yellow  colour  (a  rery 
large  excess  of  hydrosulphuric  acid  would  give  rise  to  the  prodaction  of  too 
large  a  quantity  of  brownish  black  sulphide  of  uranium).  The  compound 
dissolves  in  hydrochloric  acid,  forming  a  green  solution,  with  cTolution  of 
hydrosulphuric  acid  gas  and  separation  of  sulphur.  (Benelios.)  The 
sulphide  of  uranium,  precipitated  by  alkaline  hyarosulphates,  dissolves  in 
an  aqueous  solution  of  sulphurous  acid ;  the  yellow  solution  deposits  the 
greater  part  of  the  uranium  on  boiling.  (Berthier,  Ann,  Chim.  Pky9.  50, 
369.) 

Hydrosnlphite  of  soda  in  excess  gives  with  protochloride  of  uranium 
a  greyish  green  precipitate,  consisting  of  a  mixture  of  sulphur  and  basic 
sulphite  of  uranous  oxide,  solphurous  acid  being  set  free  at  the  same  time. 
(Rammelsberg.) 

• 
B.  Sulphite  of  Uramous  Oxibe,  or  IJRANona  Sulphttb. — Dual- 
phUe. — Monosulphite  of  soda  gives  with  protochloride  of  uranium,  a 
greyish  green  precipitate,  the  formation  of  which  is  attended  with  disen- 
gagement of  sulphurous  acid.  When  the  sulphite  of  soda  is  in  excess, 
the  filtrate  still  retains  a  portion  of  the  salt  in  solution,  the  liquid  having 
a  green  colour;  alter  long  standing,  however,  sulphnrous  acid  is  evolved, 
and  the  salt  again  deposited.  When  heated,  the  salt  loses  water  and 
sulphurous  acid,  and  leaves  uranous  oxide,  or,  if  air  is  present,  uranoso- 
nranio  oxide.     It  dissolves  readily  in  acids.  (Rammelsberg.) 


tuo 

S0»... 
2H0 
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13*      ....      78ia 

72-03 

.    Sa      ....      I7S0 

16*60 

18      ....        9-68 

2UO,SO*  +  2Aq 186       ....     100*00 

C.  SuLPHiTB  OP  Uranio  OxiDB,  or  Uranio  Sulphitb. — UH)^,SO' 
-h 3 Aq.—- Precipitated  as  a  yellow  granular  powder,  on  boiling  a  solution 
of  carbonate  of  uranio  oxide  and  ammonia  in  a  solution  of  sulphurous 
acid  or  a  uranic  salt  with  sulphite  of  ammonia.  (Berthier.)  IT  Flooculent 
precipitate,  permanent  in  the  air,  but  resolved  by  heat  into  sulphurous 
acid  and  a  brown  residue,  probably  eonsisting  of  a  mixture  of  uranous 
and  uranic  oxides.  It  may  also  be  prepared  by  passing  a  current  of  sul- 
phurous acid  through  hydrated  uranio  oxide  diffused  in  water. 


3HO 


CalcnUtion. 

Mosprmtt. 

144      ....      70-89 

71-72 

32      ....       15-82 

14-70 

27      ....       13-28 

13-58 

U«09,SO»  +  3Aq 203      ....     10000        10000 

(Muspratt,  Ann,  Pharm.  50,  259.)  T 

D.  Sulphate  of  Uranous  Oxide,  or  Uranous  Sulphate, a,  Di- 

sulphate, — 1.  Remains  as  an  insoluble  residue  on  treating  the  normal  salt 
with  a  large  quantity  of  water.  (Peligot.) — 2.  A  solution  of  monosulphate 
of  uranic  oxide  in  dilute  alcohol,  exposed  to  the  sttn*s  rays,  becomes 
colourless,  and  deposits  the  basic  salt,  at  the  same  time  emitting  an  odour 
of  aldehyde.  (Ebelmen.) — 3.  An  aqueous  solution  of  the  normal  salt  is 
boiled  with  green  uranoso-uranic  oxide,  and  the  liquid  decanted  while 
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tttU  hoi  ffom  tli«  nit  a  thereby  prodoeed,  becanae  it  rediasolvea  on  oooliiig. 
(Ebelmen.) — 4.  By  careful  addition  of  ammonia  to  a  lolution  of  the  nor- 
mal salt,  the  salt  a  is  precipitated.  (Rammel8berg.\>*The  salt  is  ool- 
leeted  on  a  filter,  washed  with  a  small  quantity  of  cold  water,  and  dried. 
«— It  forms  a  light  green  powder,  sometimes  having  a  silky  lustre.  (Peli- 
got,  Sbelmen.)  I^rge  quantities  of  water  (especially  if  boiling)  sncces- 
siyel^  added  to  the  salt,  oontinnaljy  abstract  snlphorio  acid,  free  from 
nranium,  and  turn  the  salt  black.  (Ebelmen.) 


DrUd  in  voeno  omt  9U  ^viirioi* 
2U0  13«      ....      70-10        

BbeliB«ii. 

71-58 

1917 

9-30 

RtmiiMlsb«rg. 
....       68-31 

80> 40      ....      20-62        

2H0  18      ....        9-28        

....      19-99 

2UO,SO* -1- 2Aq 194      ....     100*00        

100-00 

Ebelmen  found  too  large  a  proportion  of  base  and  too  little  acid, 
because,  according  to  his  own  statement,  the  salt  was  partially  decom*- 
posed,  eren  during  washing.  The  salt  examined  by  Rammelsberg  lost 
9*77  per  cent,  of  water  at  220^  Rammelsberg  supposes  it  to  contain 
3  atoms  of  water. 

b.  AfoncmUplKUe, — Found  native  as  Uranium-vitriol. — 1.  Formed  by 
dissolving  uranous  oxide  in  boiling  oil  of  vitriol.  (Rammelsberg).  Or 
by  dissolving  ffreen  uranoso-urauic  oxide  in  excess  of  hot  oil  of  vitriol, 
diluting  the  solution  with  water,  and  evaporating  in  vacuo.  The  uranous 
sulphate  then  crystallizes  out,  pronded  the  acid  is  in  considerable  excess, 
leaving  the  uranio  sulphate  in  solution.  Crystals  are  still  more  readily 
obtained  by  mixing  the  solution  of  uranoso-uranic  oxide  in  an  excess  of 
sulphuric  acid,  with  water  and  a  small  quantity  of  alcohol,  and  exposing 
the  whole  in  a  stoppered  bottle  to  the  sun's  rays.  The  alcohol,  which  is 
itself  converted  into  aldehyde,  converts  the  uranic  salt  present  into  a 
uranous  salt,  which  then  crystallizes  on  the  sides  of  the  vessel.  The 
clear  liquid  (which  by  evaporation  and  cooling  may  be  made  to  yield 
more  crystals)  is  poured  ofi*,  and  the  crystals  are  dried  in  the  air  on 
bibulous  paper.  (Ebelmen.) — 2.  A  concentrated  aqueous  solution  of  pro- 
tochloride  of  uranium,  treated  with  sulphuric  acid,  solidifies  in  conse- 
quence of  the  separation  of  crystallized  uranous  sulphate;  on  the  applica- 
tion of  heat,  the  hydrochloric  acid  is  evolved,  ana  a  greenish  jelly  left, 
which  is  then  to  be  nearly  evaporated  to  dryness,  redissolved  in  water, 
and  the  solution  set  aside  to  crystallize.  (Peligoi) 

A.  Birkydrated, — This  salt  forms  green  crystals  permanent  in  the  air. 
(Ebelmen.) 

0.  Tetra-hydrated, — Crystallizes  in  green  prisms,  which  are  perma- 
nent in  the  air,  and  belong  to  the  right  prismatic  system  of  crystallization. 
^-Faces  u^  m,  t,  and  a;  the  form  is  therefore  a  right  rhombic  prism,  con- 
verted by  the  truncation  of  the  lateral  edges  into  an  octagonal  prism,  iu 
which  toe  truncation-face  m,  which  replaces  the  obtuse  lateral  edge,  is 
the  largest ;  acuminated  with  the  four  a-faces,  of  an  obtuse  rhombic  octo- 
hedron,  resting  upon  u;  the  obtuse  edges  of  the  latter  are  truncated  by 
two  faces  resting  upon  m;  the  more  obtuse  =  167**  14'  (lO'G®  30'  Prevos- 
taye) ;  «' :  w  =  1 18^  38'.  (Rammelsberg.) — (Vide  Prevostaye's  more  ela- 
borate description,  N.  Ann.  Chim  Phys,  5,  48.) 

The  salt  when  ignited  leaves  black  uranoso-uranic  oxide.  It  is 
converted,  [by  more  gentle  ignition  ?]  in  the  air,  into  sulphate  of  uranic 
oxide,  with  evolution  of  sulphuric  acid  vapours.     Ignited  in  a  current  of 
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hydrogen  gas,  it  leares  nnnons  oxide  free  from  snlphiirie  amd.  (Ebdmen.) 
The  crjstaU,  when  heated  slowly,  part  with  their  water.  At  200^  they 
still  retain  a  sixth  part;  at  230°  they  lose  21-34  per  cent;  and,  at  a 
temperature  approaching  to  redness,  the  residual  portion  is  erolred, 
together  with  a  small  portion  of  sulphuric  acid,  so  that  the  loss  amounts 
to  2  6 '35  per  cent. ;  the  yellow  residue,  after  prolonged  ignition,  leares 
blackish  green  uranoso-uranic  oxide.  (Bammelsberg.)— Water  decomposes 
the  crystals  into  the  insoluble  basic  salt  and  a  green  acid  solution. 
(Peligot.)  The  solution  absorbs  oxygen  in  the  air,  and  rapidly  turns 
yellow  from  formation  of  uranic  sulphate,  the  precipitated  disulphate  of 
uranous  oxide  being  redissolved  at  the  same  time.  (Ebelmen.)  The  crystals 
dissolve  readily  and  completely  iu  dilute  sulphuric  or  hydrochloric  acid. 
(Ebelmen.)  If,  however,  tlie  excess  of  acid  is  but  small,  the  solution 
becomes  turbid  by  heat.  (Rammelsberg.)  A  small  quantity  of  ammonia 
precipitates  the  disulphate  from  an  aqueous  solution;  a  larger  addition 
of  ammonia  throws  down  hydrated  uranous  oxide.  (Rammelsberg.)— 
Concentrated  sulphuric  or  hydrochloric  acid  dissolves  the  salt  but  very 
sparingly,  and  consequently  precipitates  it  from  an  aqueous  solution  in 
the  crystalline  form.  (Ebelmen,  Rammelsberg.) 


UO 

SO» 

2HO 

a 
68 
40 
,.       18 

•  ••• 

•  •■« 

53-97 
31-74 
14-29 

Ebdmen.' 
5302 
31*85 
15*13 

UO  . 

UO,SO»  +  2Aq 

68 

..     126 

47-22 
27-78 
25-00 

10000 

Peligot. 
46-3 
29-7 
24-0 

100*00 

Ruamelflberg. 
46*19 

so»  . 

4HO. 

40 

36 

27-91 

+  4  Ac 

1 144 

....     10000 

100*0 

Peligot  probably  allowed  his  crystals  to  separate  from  a  solution  con- 
taining a  larger  quantity  of  acid,  so  that  they  combined  with  less  water. 
In  more  recent  analyses,  Rammelsberg  found  only  between  44*98  and 
45-81  per  cent,  of  uranous  oxide.  Every  analysis  gives  a  small  deficiency 
of  uranous  oxide  and  an  excess  of  acid,  in  consequence  of  the  salt 
being  crystallized  from  an  acid  solution. 

E.  Sulphate  op  Uranoso -uranic  Oxide,  or  Uranoso-uranic 
Sulphate. — On  dissolving  green  nranoso-uranio  oxide  in  warm  oil  of 
vitriol,  and  expelling  the  excess  of  acid  in  a  platinum  crucible,  a  pale 
green  mass  is  obtained,  which  may  be  regarded  as  U'O^  280'  or  as  UO, 
SO'  +  U'0',SO^ — This  salt,  when  ignited,  evolves  sulphurous  acid,  and 
leaves  pale  yellow  sulphate  of  uranic  oxide.  2(U»0*,  2SO')=3(U*0*, 
SO')  +  SO^ — It  is  soluble  in  water,  ^and  forms  a  green  solution;  this 
liquid  when  boiled,  deposits  uranous  sulphate,  which  redissolves  as  the 
liquid  cools.  (Ebelmen.)  Alcohol  likewise  precipitates  uranous  sulphate 
from  the  liquid,  leaving  uranic  sulphate  in  solution.  (Berzelius.)  • 

Pale  green  man.         Ebelmen.  Or : 

UW  212     ....     72-6      ....       72        UO,SO>....     108      ....      3698 

2S0'  80     ....     27-4       ....       28        XPO^.SO*      184       ....       63*02 

UO,SO»  +  U'0»,S0«    292     ....  1000      ....     100  292      ....     100*00 
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F.  SuLPHATB  OF  Urakic  Oxide,  OF  Uranic  Solphate. — a,  BoBie 
niZj9Aa^^.<— Found  Dativei  according  to  Berzeliaa^  in  the  form  of  a  yellow 
powder. 

h.  Monostdphate,'^!*  A  solution  of  uranoso-uranic  oxide  in  oil  of 
vitriol  Ib  diluted  with  a  moderate  quantity  of  water  and  oxidized  by 
nitric  acid.  (Arfvedson.) — 2.  An  aqueous  solution  of  urauic  nitrate  is 
evaporated  to  drvness  with  sulphuric  acid ;  the  excess  of  acid  expelled 
by  heat;  the  residue  dissolved  in  water;  and  the  solution  evaporated  to  a 
imrupy  consistence,  and  left  to  itself  for  some  timcj  in  order  that  it  may 
deposit  crystals.  (Ebelmen.)  The  crystallization  is  attended  with  difii- 
culty.  Small  lemon-yellow  prisms  (Bucholz) ;  sometimes  yellow,  some- 
times green  crystals,  which  redden  litmus,  even  when  fully  saturated 
with  nranic  oxide.  (Lecanu.) 

Calculation.  Bucholz.  Ebelmen. 

XJ«0» 144       ....       68-25  70  ...         6674 

80»  40      ....       18-96  18  ....         1860 

3HO 27      ....       12-79  12  ....        14-66 

U«0»,S0»  +  3Aq 211      ....     lOOOO        100        ....       10000 

Ebelmen  estimates  the  quantity  of  water  in  the  crystals  not  at  3, 
but  at  3^  atoms.  According  to  his  statement,  they  part  with  ^  at.  water 
when  exposed  to  the  air  for  a  long  time.  Possibly,  however,  a  portion 
of  the  syrupy  mother-liquid  adhered  to  the  salt  which  Ebelmen  examined, 
and  this  liquid  afterwards  dried  up  to  a  crystalline  salt. 

The  crystals  when  heated  to  1 00°,  retain  only  one  atom  of  water, 
which  begins  to  escape  at  150%  and  is  wholly  driven  off  at  300°; 
the  residue  afterwards  absorbs  3  atoms  of  water  from  the  air. 
(Ebelmen.^  When  ignited,  the  crystals  leave  64  per  cent,  of  uranoso- 
uranic  oxide,  containing  a  small  quantity  of  sulphuric  acid.  (Bucholz.) 
When  heated  to  redness  in  a  current  of  hydrogen  gas,  the  salt  yields 
water  and  sulphurous  acid,  and  afterwarck  hydrosulphuric  acid  and 
sulphur,  leaving  nranous  oxide  free  from  sulphur.  (Ebelmen.)  An 
alcoholic  solution  of  the  salt,  exposed  to  the  sun*s  rays,  deposits  the 
whole  of  the  uranium  in  the  form  of  nranous  sulphate.  (Bucholz,  Ebel- 
men.)— One  part  of  the  salt  dissolves  in  0*6  parts  of  cold  water,  forming 
a  thin  syrup,  and  in  0*45  parts  of  boiling  water ;  in  25  parts  of  col{ 
and  in  20  parts  of  boiling  absolute  alcohol  T Bucholz) ;  it  dissolves  in 
0-47  parts  of  water  at  21%  and  in  0-28  parts  of  Doiling  water.  (Ebelmen.) 

c.  BmUphcUe, — IP0^2S0'. — Separates  from  a  solution  of  the  mono- 
acid  salt  in  dilute  sulphuric  acid,  in  crystals  resembling  those  of  Wavel- 
lite.  (Berzelius.) 

d.  Tcrsulphaie, — U*0*,3S(y. — Crystallizes  from  a  solution  of  the 
salt  h  or  c,  in  oil  of  vitriol.  (Berzelius.) — IT  Peligot  {N,  Ann.  Ckim, 
PhyB.  12,  55%f)  denies  the  existence  of  tne  two  latter  salts,  inasmuch 
as  by  following  the  methods  of  Berzelius,  he  succeeded  only  in  obtaining, 
in  tne  first  instance,  a  variable  compound,  which  he  regarded  as  a  mix- 
ture of  the  monosulphate  and  acid  sulphate ;  and  in  the  second,  ~a  deli- 
quescent salt,  containing  58-0  per  cent,  of  uranic  oxide,  36*9  of  sul- 

gmrio  acid  and  5-1  of  water,  which  nearly  corresponds  to  the  formula 
'0^,2S0^,H0  (a  salt  similar  in  composition  to  the  blsulphate  of 
potash).  The  excess  of  sulphuric  acid  arises  from  the  impossibility  of 
removing  the  whole  of  the  mother-liquid.  ^ 

TOl.  IV.  K 
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O.  Hydrosulphoearbonate  of  lime  forma  with  vranie  salts,  a  dark- 
brown  liquid,  which  gradually  becomes  tnrbid,  and  deposits  a  pale 
greyish  brown  precipitate.  The  latter  appears  to  be  a  compouna  of 
Bisulphide  of  Carhon  with  Setquitulphide  of  Uranium ;  the  solution,  how- 
oyer,  continues  yellow.  (Berzelius.) 


UbAKIUM  AlTD  SbLBNIUM. 

SELiNm  OF  Uiuirio  Oxidb,  or  Uravio  SaLSNm.-«<L  Momc* 
seJtffiite  ^— -Lemon-eoloured  powder,  which  is  conyerted  bj  heat  into 
green  uranoso-uranic  oxide,  with  loss  of  selenions  acid  and  oxygen  gM. 

6.  Acid  Btleniie  ^—Prepared  by  dissolying  a  in  an  aqueous  solution 
of  selenious  acid.  When  imperfectly  dried,  it  is  transparent  and  of  the 
consistence  of  yamish ;  in  the  anhydrous  state  it  is  white,  opaque,  and 
cnrstalline.  Soluble  in  water.  (Berzelius.)  Its  formula^  according  to 
Muspmtt,  is  U*0»,  3SeO*. 

Ubanittm  and  Iodike. 

A.  Paoto-iodibe  of  Uranium  'and  Hydbiodatb  of  TTranous 
Oxide. — Hydrated  protoxide  of  uranium  yields  with  acmeons  hydriodic 
acid,  a  dark  green  solution  containing  free  hydriodic  acid.  When  spon- 
taneously evaporated,  tbe  solution  turns  brown  and  evolyes  free  ioaine, 
leaving  a  black  crystalline  mass,  which  contains  a  small  quantity  of 
sesqui-iodide  of  uranium,  and  dissolves  in  water,  forming  a  brownish- 
red  solution.  (Rammelsberg.) 

B.  loDATE  OF  Uranotts  Oxide^  or  TTranous  IoDATE.^-Iodate  of 
soda  gives  with  protochloride  of  uranium,  a  pale  green  precipitate  which 
is  soluble  in  an  excess  of  the  latter  salt.  The  precipitate,  if  allowed  to 
remain  immersed  in  the  liquid,  is  converted,  after  some  time,  into  white 
iodate  of  uranic  oxide,  of  which  a  portion  dissolves,  together  with  free 
iodine  in  the  solution,  and  colours  it  yellow.  (Rammelsberg.) 

C.  loDATE  OF  Urantg  Oxide,  or  Uranic  Iodate.— Iodic  acid  and 
iodate  of  potash  produce  in  a  solution  of  uranic  nitrate,  a  white  preci- 
pitate, soluble  in  a  large  quantity  of  water.  (Pleischl.)  The  salt,  which 
is  yellowish  white  when  dried,  gives  off  part  of  its  water  of  crystal- 
lization at  the  temperature  at  which  decomposition  commences;  it  then 
evolves  iodine  and  oxygen  gas,  and  leaves  uranoso-uranio  oxide.  It 
gives  up  its  acid  to  potash,  and  dissolves  with  some  difficulty  in  nitric 
acid.  (Rammelsberg.; 

Calculation.  Rammelsberg* 

U»0» M..... 144      ....      40-56        40-13 

IO»  166      ....      46-76 

SHO 45      ....       12-68 

U*0»,10»  +  5  Aq 355       ....     10000 

Periodate  of  potash  gives  with  protochloride  of  uranium,  a  greyish 
green  precipitate  of  Periodate  of  Uranous  oxide,  which,  after  some  time,  is 
converted  into  yellowish  white  periodate  of  uranic  oxide;  the  latter 
dissolves  in  the  liquid  on  the  application  of  heat.  (Rammelsberg.) 
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UlUNIITlf  AND  BbOUZNE. 

A.  Ppotobhomidb  op  Uranium. — ffydraUd,  or  Hydr(hbramaU  (f 
Uranous  oxide. — The  dark  groen  golution  of  hydrated  uranouB  oxido  in 
aqneouB  hydrobromic  acid,  evaporated  over  oil  of  vitriol,  yields  ill-defined 
dark  green  crystals,  and  dries  up  to  a  bighly  deliquescent  saline  mass. 
The  aqueous  solution  gives  off  hydrobromio  acid  when  heated,  and  deposits 
a  fine  black  powder,  probably  consisting  of  uranous  oxide.  (Rammelsberg.) 

Calculation.  Rammelsberg. 

V  600      ....      34-40        34*43 

Br 78-4       ....       44-96 

4HO 360       ....       20-64 

UBp,4Aq 174-4      ....     100-00 

B.  Bromide  of  Uranous  Oxide  and  Monobtdrobromatb  op 
Uranic  Oxidb. — 2U0,Br  and  U'0',HBr. — By  boiling  uranous  oxide  with 
bromine  and  water,  or  by  dissolving  uranic  oxide  in  aqueous  hydro- 
bromio acid,  a  colourless  solution  is  obtained,  which  turns  yellow  when 
evaporated,  and  yields  flat  yellow  needles  having  a  strong  styptic  taste. 
When  dried  at  a  high  temperature,  these  crystals  assume  an  orange  colour 
and  evolve  hydrobromic  acid ;  at  a  red  heat,  they  evolve  bromine  and 
leave  uranic  oxide  (uranoso-uranic  oxide).  They  deliquesce  in  the  air; 
ammonia  precipitates  uranic  oxide  from  their  solution.  (Berthemot,  Ann, 
Chim.  Phys.  44,  387.) 

The  green  mixture  of  protoohloride  of  uranium  and  bromate  of  potash 
immediately  turns  yellow,  from  formation  of  sesquibromide  of  uranous 
oxide  and  separation  of  free  bromine.  (Rammelsberg.) 

G.  Bromatr  of  Uranic  Oxide  or  Uranio  Bromate.— -When  mono- 
sulphate  of  uranic  oxide  is  precipitated  by  bromate  of  baryta  in  equivalent 
proportions,  and  the  yellow  filtrate  allowed  to  evaporate  under  a  bell-jar 
over  oil  of  vitriol,  a  clear  uncrystallizable  syrup  remains,  which,  on 
exposure  to  the  heat  of  a  water-bath,  evolves  a  considerable  quantity  of 
bromine,  and  then  solidifies.  The  mass  dissolves  in  water,  with  the  excep- 
tion of  a  small  quantity  of  a  brown  powder;  the  solution  again  evaporated 
and  digested  in  water  till  the  residue  dissolves  completely,  yields,  on 
evaporating  the  solution  and  drying  the  residue  under  a  receiver  over  oil 
of  vitriol,  a  yellow  pulverulent  salt.  The  latter  when  heated  out  of 
contact  of  air  yields  water,  oxygen  gas,  vapour  of  bromine,  and  a  yellow 
residue  containing  bromide  of  uranium  [dibromide  of  uranous  oxide  1]  and 
when  ignited  in  the  air,  leaves  uranoso-uranic  oxide.  (Rammelsberg, 
Fogg.  55,  77.) 

The  yellow  ioH,  ApprozimAte  calculation.  Rammelsbcif;. 

4U»0» 6760      ....      53-57        5377 

3BrO» 355-2       ....       33-03        32-23 

16HO 1440      ....       13-40        1400 

4UH)s,8BrO*-i'16Aq....    1075-2      ....    100-00        ........      lOO'OO 
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Urantum  and  Chlorinb. 

A.  Thrbe-fovrths  Chloride  of  IJRANiUM.^^Fonned  by  paasing  dry 
hydrogen  gas  over  protocbloride  of  nraniam  heated  in  a  tnbe  till  it  nearly 
volatilizes,  as  long  as  hydrochloric  acid  continues  to  be  formed. 

4UCI+H  =  uk;p+hci. 

Dark  brown  mass,  of  coarse  fibrons  textare,  and  bat  slightly  volatile.—* 
Dissolves  very  readily  in  water.  The  purple  eolation  is  converted  in  a 
few  moments-— with  evolution  of  hydrogen  gas  and  separation  of  a  red 
powder,  which  is  probably  an  oxide  of  uranium — into  a  green  solution  of 
protocbloride  of  uranium.  (Peligot.)  [The  behaviour  of  the  aqaeoos 
solution,  prepared  as  above  with  ammonia  is  described  with  the  suboxides 
of  uranium,  (p.  159).]  According  to  Rammelsberg,  the  same  chloride 
of  uranium  is  obtained  by  igniting  the  protocbloride  in  ammoniacal  gas. 

Calcolttion.  Peligot. 

4U  240-0      ....      60-33        69-1 

3C1 106-2      ....      30-67        30-6 

U^Cl*  346-2      ....     100-00        99*7 

B.  Protochloridb  of  Uraniuh.— Dry  hydrochloric  acid  gas  has  no 
action  on  nranons  oxide  at  a  red  heat — Uranium  bums  in  chlorine  gas  with 
vivid  incandescence,  yielding  protocbloride  of  nraniam. — Preparation.'^ 
Dry  chlorine  gas  is  passed  over  an  intimate  mixture  of  charcoal  and  either 
of  the  oxides  of  uranium  heated  in  a  very  refractory  glass  tube.  The  heat  is 
applied  gently  at  first,  in  order  to  expel  the  moisture,  and  the  chlorine  is 
made  to  pass  slowly  through  the  tube ;  but  afterwards  the  heat  is  greatly 
inreased,  and  the  chlorine  made  to  pass  over  in  larger  quantities.  The  chlo- 
ride of  uranium  which  volatilizes  in  red  vapours,  in  company  with  carbonic 
acid  and  chlorine  ffas,  condenses  in  the  tube  not  far  from  the  heated  portion. 
The  tube  is  then  fused  between  the  chloride  of  uranium  and  the  charcoal, 
and  likewise  at  the  other  extremity.  (Peligot.)  The  quantity  of  charcoal 
should  not  exceed  one-fourth  the  weight  of  the  nranoso-uranic  oxide;  the 
chloride  of  uranium,  which  for  the  most  part  condenses  close  to  the 
mixture,  is  then  contaminated  with  but  a  small  quantity  of  charcoal. 
Where  the  chlorine  first  comes  in  contact  with  the  mixture,  large  acicalar 
crystals  of  chloride  of  uranous  oxide  are  formed.  (Rammelsberg.) 

Chloride  of  uranium  crystallizes  in  dark  green  regular  octohedrons, 
which  have  the  metallic  lustre;  and,  when  heated  to  redness,  volatilize  in 
red  vapours  and  sublime.  (Peligot.) 

Calcalation.  Peligot  {mean).      Rammelsberg. 

U 600      ....      62-89        61-14 

CI 35-4      ....      3711         37-86        ....        35-983 


UCl 95-4      ....     100-00        99-00 


Peligot  obtained,  as  the  average  of  six  analyses,  71  '333  per  cent,  of 
uranoso-uranic  oxide;  if  this  be  estimated  as  U*0*,  it  gives  280  :240  = 
71*333  :C1-14;  conseqnently  61*14  of  uranium,  and  not  62*9,  as  in 
Peligot's  calcalation. 
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HydraUd  Chloride  of  Uranium  or  Mono^hydrocMorate  of  Uranotia 
Oxide. — 1.  Protochloride  of  uranium  when  exposed  to  the  air  emits  a 
cloud  of  hydrochloric  acid,  and  still  more  powerfully  on  the  addition 
of  water,  because  a  rise  of  temperature  is  thereby  produced :  it  is  very 
easily  soluble  in  water.  (Peligot.) 

Dissolves  in  water  with  a  hissing  noise.  (Rammelsber^.)  The  dark 
emerald-green  solution  loses  a  considerable  quant i^  of  hydrochloric  acid 
when  eraporated,  and  leaves  an  amorphous  residue,  which  is  perfectly 
soluble  in  water,  and,  when  strongly  ignited  in  an  open  vessel,  is  converted 
into  nranoso-uranic  oxide.  When  evaporated  in  vacuo,  the  solution  also 
leaves  a  green,  uncrystallizable,  resinous,  deliquescent  mass,  different  from 
protochloride  of  uranium.  (Peligot.^ 

The  green  solution  of  protochloride  of  uranium  turns  brown  when 
boiled  and  evaporated,  giving  off  hydrochloric  acid  and  depositing  a  very 
fine  black  powder,  which  passes  through  the  filter,  and  appears  to  consist 
of  nranous  oxide:  the  brown  colour  is  retained  for  twenty-four  hours; 
ammonia  precipitates  hydrated  uranous  oxide  from  the  brown  as  well  as 
from  the  green  solution.  (Berzelius.)  The  hydrate,  on  being  washed  in 
the  air,  is  converted  into  hydrated  uranoso-uranic  oxide.  (Rammelsberg.) 
—2.  An  ethereal  solution  of  hydrochlorate  of  uranic  oxide  exposed  to  the 
direct  rays  of  the  sun,  becomes  colourless  and  deposits  hydrochlorate  of 
uranous  oxide  in  green  flakes,  which  unite  into  a  blackish  green  unctuous 
mass,  and  dissolve  with  the  same  colour  in  water*  (Gehlen,  A,  Gehl,, 
3,  569.) 

C.  Hydrochlorate  of  Uranoso-uranic  Oxide.  —  Concentrated 
hydrochloric  acid  forms  with  ^een  uranoso-uranic  oxide  a  bottle-green 
solution,  which  becomes  paler  m  the  air,  in  consequence  of  the  formation 
of  a  uranic  salt,  and  dries  up  to  an  uncrystallizable  mass.  (Arfvedson.) 

D.  Chloride  op  Uranous  Oxide. — Peligo^e  Chloride  of  XJranyL—r* 
When  dry  chlorine  gas  is  passed  over  uranous  oxide  at  a  red  heat,  the 
tube  becomes  filled  with  an  orange-yellow  vapour  of  chloride  of  uranous 
oxide.  (Peligot.) 

2U0  +  CI  =  2(U0),CI. 

If  the  protoxide  contains  any  uranoso-uranic  oxide,  sesquioxide  of 
uranium  remains  behind  on  dissolving  the  compound.  (Peligot.) — Chloride 
of  uranous  oxide  is  yellQw,  crystallioe,  readily  fusible,  and  apparently  not 
very  volatile. — When  heated  with  potassium,  it  is  resolved  into  chloride 
of  potassium  and  uranous  oxide  : 

2UO,Cl  +  K=s2UO  +  KCU 

It  is  highly  deliquescent.  (Peligot.) 

Calculation,  Peligot  {^rMmC). 

2UO  1360      ....       79-34        796 

CI    35'4       ....       20-66        20*4 

2U0,C1 171-4      ....    100-00        100-0 

This  compound  may  be  regarded:  (1)  with  Peligot,  as  IPO' + CI,  that 
is  to  say  as  chloride  of  uranyl ;  (2)  with  Berzelius,  as  2U'0^U'C1*,  or  as  a 
compound  of  2  atoms  of  uranic  oxide  with  one  atom  of  sesquichloride  of 
uranium;  (3)  as  U'O'Cl,  or  as  uranic  oxide  in  which  the  third  atom  of 
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ozygea  is  replaced  by  oblorine.  At  all  erentfl,  this  compound  is  analogoas 
to  COCl,  S0*C1,  andCrO'Cl. 

E.  MoNo-fiYDliocfiLORATB  OP  Uranic  OxiDis. — 1.  Prepared  by  dis 
ftolviog  chloride  of  ftranous  oxide  in  water : 

U»0«Cl+HO  «  UK)»,Ha. 

— 2.  Hydroohlorate  of  uranons  or  uranoso-uranio  oxide  is  oxidised  by 
exposure  to  the  air^  or  by  nitric  acid. — According  to  Klaproth,  the  yellow 
solution  yields,  on  erapotntion,  yellowish  green  crystals,  which  effloresce  in 
the  air,  and  are  readily  soluble  in  water,  alcohol^  and  ether,  and  appear 
to  be  oblique  foUr-sided  tables.  According  to  Lecanu,  the  solution  yields 
a  few  very  deliquescent  needles,  which  scarcely  redden  litmus.  According 
to  Arfvedson,  the  solution  dries  up  to  an  uncrystallizable,  highly  deli- 
quescent syrup. 

F.  CitLoRATB  OF  Urakous  Oxide  or  Uranous  Chlorate.  ^The 
green  solution  of  hydrated  uranons  oxide  in  aqueous  chloric  acid  decom- 
poses spontaneously  (very  quickly  when  heateo),  chlorine  being  evolved, 
and  the  liquid  assuming  a  vellow  colour,  from  lormation  of  hydrochloiate 
of  uranio  oxide.  (Rammelsberg.) 

0.  PERCBLORAtB  OF  URANOtJS  OxiDE.— The  dark  green  solution  of 
the  hydrate  in  aqueous  perchloric  acid  cannot  be  evaporated  to  dryness 
either  over  oil  of  vitriol  or  over  a  water-bath,  because  it  is  thereby  partially 
converted  into  hydrochlorate  of  uranic  oxide.  (Rammelsberg.) 


Ubanivm  ard  Fluorine. 

Fluoride  of  Uranium  and  Htdrofluate  of  Uranic  Oxids.— The 
yellow  solution  of  uranio  oxide  in  aqueous  hydrofluoric  aoid  yields  on 
evaporation  a  white,  amorphous,  pulverulent  crusti  which  creeps  up  the 
sides  of  the  containing  vessel :  after  being  completely  dried,  it  redissolves 
in  water  without  change.  With  alkaline  fluorides,  fluoride  of  uranium 
forms  yellow  crystallisable  compounds  soluble  in  water.  (Berzelius^  Po^ff* 
1.  34.) 

Uranium  and  Nitboqen. 

A.  Nitrate  of  Uranic  Oxide  or  Uranic  Nitrate. — a.  Saricniirate. 
— Formed  by  gently  heatiuff  the  normal  salt  till  it  assumes  an  orange- 
yellow  colour,  after  which  the  still  undecomposed  mononitrate  (together 
with  a  small  quantity  of  basic  salt)  is  removed  by  washing  with  water. 
— Yellow  powder  insoluble  in  water  containing  0'92  of  oxide.  (Bucholz.) 
Orange-yellow;  leaves  when  ignited  first  U'O*,  and  then  U*0*.  (Peligot.) 

b.  i/onont^ra^e.— Uranotts,  uranoso-uranio,  or  uranio  oxide  is  dissolved 
in  dilute  nitric  acid,  and  the  solution  evaporated  to  the  crystallizing 
point.  [For  Peligot's  and  £belmen's  mode  of  preparation,  via.  p.  163.^ 
— The  salt  crystallizes  in  lemon-yellow  prisms  (Buchdz)  with  a  tinge  oi 
green ;  the  crystals  redden  litmus.  (Lecanu.)  Crystalline  system,  the  right 
prismatic. — Form:  rectangular  prism  (m-  and  f-faces)  acuminated  with 
the  a-fiices  of  a  rhombic  octohedron,  tne  apex  replaced  by  the  |>-face. 
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aimsz  125'';  ait^U6'*3tf.  (Haberle^  A.  OM.  4, 146.)  Ako  with  the 
vfaoea.  a  :  t=lie° B0^;%  :t  sz  12V  20f,i  :  «i  =  120°45';  »  :i  =  lir20'; 
a:  a  =  127.  (Prevostaye,  -^'.  Ann,  Gkm,  Fhy;  5,  48.) 


U«0« 

NO* 

6H0 


Calindatloii. 

Peligot* 

Kiilm. 

1440      ....      57*14 

U..I        57*05      •».• 

58*57 

54*0      ....      21*43 

■••..           *1  40         .•>. 

21-38 

540      ....      21-43 

22-50 

252*0      ....     100*00 

101*01 

U«0»,N0»  +  6Aq 252*0 

The  crjBtallized  salt  remains  unaltered  in  the  air  at  temperaturei^ 
between  15^  and  20^.  ^ecanu.)  In  a  warm  dry  atmosphere  it  effloresces 
to  a  yellow  powder  (Bacholz) ;  also  in  vacno^  with  loss  of  3  atoms  of 
water.  (Peligot.)  When  heated,  it  melts  in  its  own  water  of  crystalliza" 
tion,  gives  off  water  and  acid,  and  acquires  a  reddish  yellow  colour, 
and  when  heated  to  redness,  is  conyerted  into  uranoso-uranio  oxide. 
(Bucholz.)  If  the  salt  be  fused  at  a  gentle  heat,  till  the  greater  part  of 
the  water  is  expelled,  a  yellow  liauid  remains,  which,  on  cooling,  soli- 
difies in  transparent  prisms ;  and  tnese,  when  exposed  to  the  air,  rapidly 
absorb  water  and  lose  their  transparency.  (Peligot.)  According  to 
Arfvedson,  the  salt  erolves  oxygen  when  moderately  heated  and  is  con- 
yerted into  nitrite  of  uranio  oxide,  which,  at  incipient  redness,  is 
decomposed  into  nitrous  acid  gas  and  uranoso-uranic  oxide,  without  the 
intermediate  production  of  pure  uranic  oxide.  The  salt  fuses  on  ignited 
charcoal  and  then  detonates  like  nitre.  (Lecanu.)  An  alcoholic  solution, 
heated  to  a  temperature  of  38^,  evolyes  heat  spontaneously,  boils  with 
the  greatest  yiolence,  gives  off  nitrous  ether,  and  deposits  a  very  large 
quantity  of  a  lemon-yellow  powder,  which  appears  to  be  nearly  pure 
uranic  oxide.  (Bucholz;  see  also  Malaguti,  p.  168.)  When  a  solution  of 
uranio  nitrate  in  sulphuric  ether  is  exposed  to  sun-light,  nitrous  ether 
is  produced,  a  large  quantity  of  uranic  oxide  deposited,  and  there  remains 
an  aqueous  solution  coloured  green  by  a  salt  of  uranous  oxide.  (Bucholz.) 
The  salt  dissolves  in  half  its  weight  of  cold  water,  forming  a  greenish 
yellow  solution ;  it  deliquesces  in  a  moist  atmosphere.  It  is  also  soluble 
in  0*3  parts  of  absolute  alci^ol,  and  dissolves  readily  in  sulphuric  ether. 
(Bacholz.) 

e.  Temitrate.^TPO^,  3N0*.— This  salt  crystallizes  with  greater 
facility,  and  is  less  soluble  in  water  than  ^;  it  likewise  effloresces  in  the 
air.  (nerzelius.)  Accordiug  to  Lecanu,  a  solution  of  uranio  oxide  in 
excess  of  nitric  acid,  yields  on  evaporation  a  beautiful  ffreen,  amorphous 
mass,  which  deliqnesoee  in  the  air.  According  to  Ebelmen,  there  is  no 
salt  containing  more  than  one  atom  of  NO^  to  one  atom  of  U'O'. 
IT  This  statement  is  also  confirmed  by  Peligot,  {N,  Ann,  Chim.  Fhys,  1 2, 
5579)  who  succeeded  only  in  obtaining  the  ordinary  nitrate  with  6  atoms 
of  water.  IT 

B.  Uranatb  op  Ammonia.— ^Precipitated  in  the  hydrated  state  as  a 
yellow  powder,  on  mixing  hydrochlorate  or  nitrate  of  uranio  oxide  with 
excess  of  ammonia.  The  salt  remains  unchanged  even  at  temperatures 
above  100^,  but  when  exposed  to  a  stronger  heat,  it  gives  off  nitrogen 
gas,  ammonia,  and  water,  and  is  converted  into  uranous  oxide.  Does 
not  dissolve  in  excess  of  ammonia.  (Arfvedson.)  Sparingly  soluble  in 
pure  water,  but  insoluble  in  water  containing  sal-ammoniac.  (Berzelius.) 
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"—Contains  90  per  cent,  of  uranio  oxide.-— Cannot  be  freed  from  ammonia 
by  boiling  with  water. — Disaolves  in  eesqnicarbonate  of  ammonia^ 
forming  a  solution  of  the  following  salt  D.  (Peligot.) 

C.  Carbonatb  of  Ubanous  Ozidb  and  Ammonia.— ITranoio- 
ammonic  CarhanaU, — Carbonate  of  ammonia  gives  with  uranons  salts  a 
dark  green  precipitate,  which  dissolves  in  an  excess  of  the  precipitant, 
forming  a  aark  green  solution.  The  solution,  evaporated  at  a  gentle 
heat,  evolves  caroonic  acid,  and  deposits  first  hydrated  uranons  oxide^ 
and  then  uranat<e  of  ammonia.  (Rammelsberg.)     The  pale  green  preci- 

{ntate  which  ammonia  produces  in  a  solution  of  uranoso-uranic  sulphate 
ikewise  dissolves  in  excess  of  the  former,  producing  a  pale  green  solu* 
tion.  This  liquid,  when  heated,  deposits  the  uranoso-uranic  oxide  free 
from  carbonic  acid.  (Arfvedson.) 

D.  Carbonate  of  Uranic  Oxidb  and  Ammonia.— CTrano-ammonic 
CarhonaJU, — a.  Neutral  Salt, — Carbonate  of  uranic  oxide,  or  uranate  of 
ammonia,  is  dissolved  in  a  warm  aqueous  solution  of  sesquicarbonate  of 
ammonia  and  the  lemon-yellow  filtrate  left  to  cool  till  it  crystallises 
(Berzelius) ;  or  the  solution  is  spontaneously  evaporated.  (Lecanu,  Peligot.) 
— Ebelmen  digests  an  excess  of  uranate  of  ammonia  with  carbonate  of 
ammonia  at  temperatures  between  60°  and  70°,  filters  warm,  and  sets 
the  solution  aside  to  crystallize.  The  uranate  of  ammonia  which  remains 
undissolved,  may  again  be  treated  with  the  mother-liquid.  DelfTs  {Pogg» 
55,  229,)  agitates  the  uranate  of  ammonia  for  some  minutes  in  a 
stoppered  bottle,  at  a  temperature  of  35°,  with  a  concentrated  solution  of 
carbonate  of  ammonia;  filters,  without  diluting  the  filtrate  with  the 
wash- water,  and  sets  aside  to  cool. 

Crystallizes  in  lemon-yellow  transparent  prisms,  which  are  permanent 
in  the  air.  (Berzelius,  Lecanu,  Pel  iff  ot)— Sulphur-yellow  and  opaque. 
(Delfis.)  Crystalline  system,  the  oblique  prismatic  Fig.  85,  with  the 
w^-face;  the  /-face  larger ;  •  :  <  =  138°  45' ;  •  :  «  =  150° ;  t :  <  =  90**; 
i  :/  backwards  =  96°;  t:u}=  132°  30';  «* : w  =  137°  30';  v}:u=z 
95°;  »i :  «  =  90^  (Prevostaye,  iiT.  Ann.  Chim.  Phy$,  5,  49.) 

CryitalUsed.  Ebelmen.  PeUb. 

«.  5. 

2NH«    34     ....     12-98      ....       12-63    ....     11-33    ....     11-80 

U«0» 144     ....    54-96      ....      64-89    ....    55-47    ....     5719 

3CO» 66    ....    25-19      ....      25-43    ....    23*98    ....     24-72 

2H0 18    ....       6-87      ....        7-76    ....      9-22    ....      629 

2(NH^O,CO»)  +  U«0>,CO«     262    ....  100-00      ....     100*71     ....  10000    ....  10000 

Column  a  is  the  analysis  by  Ebelmen  and  Delfis  of  the  salt  dried 
in  the  air  at  ordinary  temperatures;  but  as  Delffs  found  that  the  latter 
lost  3  per  cent,  at  100°,  and  regarded  the  loss  only  as  water,  he  calculated 
the  analysis  b  accordingly. 

The  salt  may  be  preserved  in  stoppered  bottles,  which,  however,  when 
opened,  emit  a  smell  of  carbonate  of  ammonia;  also  in  atmospheric 
air  containing  a  small  quantity  of  carbonate  of  ammonia  vapour.  In 
the  open  air  it  is  very  slowly  decomposed,  acquiring  at  the  same  time  a 
slight  orange  colour.  At  100°,  it  suffers  a  considerable  loss  of  weiffht  in 
a  few  hours ;  between  200^,  and  250°  it  rapidly  evolves  water  and  car- 
bonate of  ammonia,  and  acquires  an  orange  colour.     The  last  portions  of 
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carbonate  of  ammonia  are  expelled  with  difficalty;  but  by  prolonged 
heating,  at  a  temperature  of  300^,  a  residue  of  pure,  brick-red  uranic 
oxide  is  obtained.  When  rapidly  heated  in  close  yessels,  the  salt  leayes 
protoxide  of  uranium,  which,  if  exposed  to  the  air  immediately  after 
cooling,  takes  fire  and  bums  to  green  uranoso-uranic  oxide.  (Ebelmen.) 
When  heated  it  ^ves  off  carbonate  of  ammonia,  and  leaves,  first,  car- 
bonate uranic  oxide,  and  then  green  uranoso-uranic  oxide.  (Peligot.) — 
The  salt  dissolves  in  20  parts  of  water  at  15^,  and  more  abundantly  in 
water  containing  carbonate  of  ammonia  (Ebelmen);  it  is  insoluble  in 
pure  water,  but  dissolves  in  water  containing  carbonate  of  ammonia. 
(Berzelius.)  The  solution,  on  being  boiled,  evolves  carbonate  of  ammonia 
and  becomes  turbid,  gradually  depositing  the  compound  b ;  nevertheless, 
a  portion  of  uranium  remains  undissolved.  (Arfvedsou.)  The  aaueous 
solution  is  turned  brown  by  hydrosulphate  of  ammonia^  but  not  till  after 
a  considerable  lapse  of  time.  (Wittstein.) 

h.  With  a  very  large  excess  of  Uranie  oxide  f — 1 .  The  pale  yellow 
precipitate,  which  appears  on  boiling  an  aqueous  solution  of  the  preceding 
salt  a.  On  washing  the  precipitate,  the  water  takes  up  a  portion  of  the 
uranic  oxide,  which  is  again  precipitated  as  it  mixes  with  the  saline 
liquid  previously  passed  through  the  filter.  (Arfvedson.)— According  to 
'Arfvedson,  the  compound  contains  uranic  oxide  with  a  small  quantity 
of  ammonia  and  carbonic  acid;  according  to  Peligot,  it  is  uranate  of 
ammonia ;  according  to  Ebelmen,  it  is  hydrated  uranic  oxide^  still  con- 
taining 2  per  cent,  of  ammonia,  but  no  carbonic  acid« — 2.  On  preci- 
pitating nitrate  of  uranic  oxide  with  carbonate  of  ammonia,  not  in  excess, 
a  yellow  precipitate  is  obtained,  which  becomes  lighter  when  washed, 
and  at  last  dissolves  sparingly,  forming  a  yellow  solution:  this  solution, 
when  boiled,  becomes  yellow  and  milky,  from  separation  of  uranic  oxide. 
—The  above  precipitate  dissolves  in  acids  with  effervescence;  but  when 
heated  alone,  evolves  water,  carbonic  acid,  and  nitrogen  gas,  the  latter 
arising  from  decomposition  of  ammonia.  (Berzelius,  Fogg^  1,  861.) 

E.  Sulphate  of  Uranous  Oxide  and  Ammonia.— C/ranoao-ammo- 
nic  sulphate, — Crystallizes  in  small  dark  green  needles,  united  together 
in  rounded  masses  and  easily  soluble  in  water.  The  solution  when  heated 
becomes  turbid,  from  separation  of  basic  salt ;  when  boiled  with  potash, 
it  gives  off  ammonia  and  deposits  uranous  oxide.  (Rammelsberg.) 

CryMtallixed.  Rammelsberg^ 

NH« 17  ....  9-77        909 

UO  68  ....  3908        41-73 

2S0» 80  ....  45-98        43-W 

HO 9  ....  5-17 

NH*0,SO»  +  UO,SO» 174      ....     100-00 

As  the  salt  analyzed  was  mixed  with  portions  of  the  following 
compound,  the  analysis  does  not  quite  accord  with  the  calculation^ 
(Rammelsberg.) 

F.  Sulphate  op  Uranic  Oxide  and  Ammonia. — Urano-ammontc 
Sulphate, — Formed  by  mixing  sulphate  of  uranic  oxide  with  sulphate  of 
ammonia,  and  evaporating  the  solution  to  the  crystallizing  point.  (Arfved- 
sou.) The  salt  belongs  to  the  oblique  prismatic  system.  (Fig,  102,  without 
the  faces  a  and  b,  and  without  the  two  faces  between  i  and  t);  i;t^\21^ 
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to  138'';  «  : u  =  lOS^'  30';  u:t=z  lOd''  itf,  &c.  (Preyostaye,  ilT*  Ann. 

Chim,  Phyi*  5,  51.)     When  heated  to  redneWi  it  leaves  uranoeo-uranic 

oxide;  it  is  readily  soluble  iu  water.  (Arfvedson.)    Sparingly  soluble. 

(Peligot.) 

CftMUiUMid.  F^digot. 

NH» 1 7      ....        6-34 

U«0» 144      ....      53-73        58-7 

280« 80      ....      29-85        «9-8 

aHO 27      ....      10-08 

NH*0,SO»  +  U«0»,SO»  +  2Aq.      268       ....     10000 

O.  Ammokio-ohloridb  of  Urakivm. — 100  parts  of  protochloride 
of  oraniam  at  ordinary  temperatures,  absorb  5*44  parts  of  ammoniacal 
gas,  the  action  being  attended  with  evolution  of  heat.  (Rammelsberg.) 

CalcaUtkm. 

NH»  170      ....        5-61 

3UC1 286-2      ....      94-39 


aUC^NH* 303-2      ....    10000 

H.  Chlobidb  of  Ubamous  Oxidb  and  Ammonium,  or  Htdbo- 
CHLORATB  OF  Uranio  Oxidb  AND  Ammonxa. — Poligot's  Ammonuh 
chloride  </  UranyU — An  aqueous  mixture  of  sesqui-ehloride  of  uianinm 
and  salammoniao  evaporated  to  a  syrupy  oonsistenoe,  yields^  afier  long 
standings  highly  deliquesoent  rhombohecual  orystals.  (Peligot) 

Calcolation^  sooording  to  Peligot. 

a.  Or :  6. 

NH*  18-0      ....        7-41              NH» 17'0  ....  7-00 

U«0« 156-0      ....      56-02                U«0" 144-0  ....  59-31 

2C1 70-8      ....      29-ie                2HC1 72*8  ....  2998 

2HO  18-0      ....        7-41               HO    90  ....  3-71 

242*8   ....  100-00  242*8   ....  100-00 

According  to  a,  NH*Ci+nK)SCl,+2Aqj  aooording  to  h^  NH^HC1 
+  U»0*,HC1+Aq. 


Uranium  and  Potassium. 

UranoBO-uranio  oxide  heated  with  potassium  forms  a  mass  which 
inflames  spontaneously  in  the  air.  (Berzelius.) 

A.  Uranate  of  Potash. — 1.  Precipitated  on  mixing  a  salt  of 
uranic  oxide  with  excess  of  potash^  in  the  form  of  a  light  orange-yellow 
powder^  which,  when  i^ited,  loses  water  and  becomes  yellowish  red. 
(Arfvedson.) — 2.  Likewise  formed  by  fusing  uranic  oxide  with  excess  of 
carbonate  of  potash,  and  removing  the  latter  by  water.  (Berselius.) — 
3.  Remains  in  the  form  of  a  brick-red  powder  after  igniting  the  double 
carbonate  of  uranic  oxide  and  potash  and  exhausting  with  water.  (Ber- 
zelius.)— 4.  By  igniting  the  double  acetate  of  uranic  oxide,  and  potash. 
(Wertheim.) 

Calculation.  Berielini.  Wertheim. 

KO  47-2      ....      14-08        12-8        13-99 

2U«0» 288-0      ....      85-92        86-8        85-73 

K0,2U«0> 335-2      ....     10000        ~,        99^6        ~,        99*72 
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When  this  ealt  is  heated  to  redness  in  an  atmosphere  of  hydrogen  gas^ 
it  is  partially  reduced,  and  a  mixture  is  formed  consisting  of  uranoso- 
nranic  oxide,  and  uranate  of  potash  containing  a  larger  proportion  of 
base.  The  latter  compound  is  insoluble  in  water,  but  dissolves  in  hydro- 
chloric acid,  which  leaves  the  uranoso-uranio  oxide  so  finely  divided  that 
it  passes  through  the  filter.  (Berzeliui.) 

B.  Oarbokate  of  Uranic  Oxide  and  Potash.— 27rano-poto<«ic 
Carbonate,^-^The  uranic  oxide  precipitated  by  pure  potash  or  its  carbonate, 
dissolves  in  an  aqueous  solution  of  carbonate  of  potash,  but  more  readily 
in  the  bicarbonate,  forming  a  yellow  solution,  from  which  the  double  salt 
separates  in  lemon-yellow  crystals,  or  as  a  crystalline  crust.  (Ghevreul.) 
•—Uranic  oxide  precipitated  by  caustic  potash  is  ineoluble  in  mono- 
carbonate  of  potash,  but  dissolves  completely  in  bicarbonate,  when 
digested  with  it;  on  evaporating  the  pale  yellow  solution  at  a  gentle 
heat,  a  lemon-yellow  crust  is  obtained^  which  may  be  purified  by  a 
second  crystallization.  (Ebelmen.) 

^Cdcoktion.  Ebelmeii. 

2KO 94*4      ....      ai-01        31-12 

UK)» 1440       ....      47-31        47-13 

3C0« 66*0      ....      21-68        21-83 

HO   0-40 

2(K0,C0»)  +  U*0«,CO«      304-4      ....     10000 100-48 

At  800°,  it  gives  off  carbonic  acid,  and  assumes  an  orange-yellow 
oelour  from  formation  of  uranate  of  potash.  (Ebelmen.)  After  ignition, 
it  leaves  a  brlok-red  mixture  of  uranate  and  carbonate  of  potash. 
(Berzelius.) 

2[2(KO,C02)  +  (U'0»,CO«)]  =  3(KO,CO«)  +  KO,2USO«  +  3CO». 

Dissolves  without  decomposition  in  13*5  parts  of  water  at  15°,  and  in  a 
smaller  quantity  of  hot  wateri  forming  a  lemon-yellow  solution. — A  solu- 
tion of  one  part  of  the  salt  in  333  parts  of  water  still  exhibits  a  deep 
yellow  colour;  in  1332  parts,  a  pale  yellow;  in  2664  parts,  still  paler;  in 
6328  parts,  a  mere  tinge  of  yellow;  and  with  1 0,656  parts,  it  is  colourless; 
the  latter  solution  however  is  rendered  turbid  by  potash,  and  after  a  few 
hours  deposits  orange-yellow  flakes  of  uranate  of  potash. 

Boiling  water,  when  quite  free  from  potash,  dissolves  the  salt  with 
partial  decomposition  and  separation  of  uranate  of  potash;  the  latter 
compound  is  also  deposited  after  some  time  from  a  cold  solution  when  very 
dilute  and  not  containing  an  excess  of  carbonate  of  potash.  Caustic 
potash  precipitates  the  whole  of  the  uranic  oxide  from  the  solution,  in  the 
form  of  uranate  of  potash,  even  if  a  large  excess  of  carbonate  of  potash 
IB  present.  Acids  if  not  added  in  excess,  produce  the  same  light  yellow 
precipitate  as  is  produced  by  carbonate  of  potash  in  a  salt  of  uranib 
oxide.     The  double  salt  is  perfectly  insoluble  in  alcohol.  (Ebelmen.) 

G.  SuLPHATB  OF  Uranous  OxtDE  AND  FoTABU.'^Uranotchpotassic 
Sulphate.^K.  solution  of  sulphate  of  potash  and  sulphate  of  uranons  oxide 
yields,  when  spontaneously  evaporated,  a  green  crystalline  crust,  which  is 
difficultly  soluole  in  water,  and  at  a  temperature  below  redness,  evolves 
sulphuric  and  sulphurous  acids,  and  leaves  the  uranium  in  a  higher  state  of 
oxidation.  (Rammelsberg.) 
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Calculation.  RammolBbcrg. 

Itb   47-2  ....  15-12        15-29 

2U0 136-0  ....  43-56        44-21 

3S0» 120-0  ....  38-44 

HO    9-0  ....        2-88 

KO,SO»+  2(UO,SO*)  +  Aq...    312-2      ....     10000 

D.  Sulphate  op  Uranoso-vbanio  Oxide  and  Potash. — Greyish* 
green  powder  which  is  nearly  or  quite  insoluble  in  water.  (Berzelins.) 

E.  Sulphate  of  Uranic  Oxide  and  Potash.— {7rano*potomc  Snl- 
phate, — An  aqueous  mixture  of  sulphate  of  uranic  oxide  and  sulphate  of 
potash  is  evaporated  to  the  crystallizing  point,  and  the  double  salt  purified 
Dj  re-crjstallisation.  (Arfredson.)  Lemon-yellow,  crystalline,  granular 
salt.  (Arfvedson.)  Not  octohedral.  (Berselius.)  Forms  warty  crystalline 
masses.  (Peligot)    Crystalline  crust,  permanent  in  the  air.  (Ebelmen.) 

Beneliiu. 


4  "  » 


CrytaUized.  Ebdmen.  a.  h. 

KO  47-2  ....  16-32  ....  16-64  ....  15-833  ....  14*60 

JJH^ 144-0  ....  49-80  ....  48*90  ....  52-833  ....  50-84 

280" 80-0  ....  27-66  ....  27*77  ....  27-834  ....  28*20 

2HO 18-0  ....  6-22  ....  6*52  ....  3-500  ....  6-50 

KO,SO»  +  U«0»,80»  +  2Aq.   2892    ....  10000    ....    99*83     ....  100000    ....  100-14 

The  salt  h  examined  by  Berzelins  was  crystallized  from  a  solution 
containing  excess  of  acid.  Arfvedson  found  in  the  anhydrous  salt  13-26 
per  cent,  of  potash,  58*06  of  uranic  oxide,  and  28*68  of  sulphuric  acid. — 
Alcohol  removes  from  this  salt  one-fifth  of  the  uranic  sulphate  (Ber- 
zelins.) 

The  crystallized  salt  gives  off  its  water  when  heated  (at  120^  entirely, 
Ehelmen)  and  fuses  completely  at  a  red  heat;  on  cooling,  it  appears  greenish 
yellow,  but  is  very  little  decomposed  (according  to  Ebelmen,  not  at  all); 
it  likewise  redissolves  in  water,  forming  a  pure  yellow  solution.  (Berzelius.) 
This  salt  dissolves  in  9  parts  of  water  at  22^,  and  in  5-1  parts  of 
boiling  water.  Ammonia  or  hydrosulphate  of  ammonia  added  to  the 
solution  throws  down  uranic  oxide  still  containing  potash.  (Ebelmen.) 
Alcohol  does  not  dissolve  the  double  salt,  and  precipitates  it  from  an 
aqueous  solution.  (Berzelius.) 

F.  Chloride  of  Uranous  Oxide  and  Potassium. — Called  Chloride 
of  Uranyl  and  Fotasnum  by  Peligot  (who  first  demonstrated  the  existence 
of  oxygen  in  this  compound). — By  heating  the  hydrated  crystals  (vid, 
infra)  to  a  temperature  somewhat  above  100^,  the  anhydrous  compound 
is  obtained.— The  latter  fuses  at  an  incipient  red  heat.  (Arfvedson.) 
When  heated  with  potassium,  it  is  resolved  with  vivid  incandescence  into 
uranous  oxide  and  chloride  of  potassium.  (Berzelius.)  When  ignited  in 
hydrogen  gas,  it  swells  up,  and  is  converted,  with  formation  of  hydrochloric 
acid,  into  a  dark  opaque  mass.  It  is  not  however  completely  decomposed, 
even  after  being  submitted  to  the  action  of  hydrogen  for  many  hours,  so 
that  water,  though  it  leaves  uranous  oxide,  nevertheless  dissolves  out  a 
tolerably  large  quantity  of  protochloride  of  uranium  together  with  the 
chloride  of  potassium.  When  heated  above  the  fusing  point,  it  is  partially 
deeomposedi  toming  green  and  evolving  chlorine.  (Arfvedson.)    When 
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strongly  ignited,  it  leaves  fused  chloride  of  potassiam,  in  wbich  brilliant 
ciystalline  scales  of  nranous  oxide  are  seen  to  float.  (Peligot.) 

Ka + 2U0,a  «  Kci + 2U0 + ci. 

Bydraied  Chloride  of  Uranou$  Oxide  and  Fotastiumy  or  HydroMwate 
of  Uranic  Oxide  and  Potash, — An  aqueous  mixture  of  sesaui-cfaloride  of 
uranium  and  excess  of  chloride  of  potassium  is  evaporatea  to  the  crys- 
tallizing point. — If  the  latter  does  not  predominate,  the  double  salt 
crystallizes  with  difficulty;  as  howeyer  the  double  salt  and  chloride  of 
potassium  crystallize  with  about  equal  facility,  the  two  kinds  of  crystals 
must  be  picked  out  one  from  the  other.  (Arfvedson.)  Peligot  recom- 
mends the  addition  of  a  large  excess  of  hydrochloric  acid  to  the  mixture, 
preyious  to  eyaporation.  The  double  salt  crystallizes  in  lemon-yellow, 
oblique  four-sided  prisms  and  rhombic  tables.  Crystalline  system,  the 
doubly  oblique  prismatic.  Fig,  129,  without  the  u-,  v-,  and  z-faces;  y  :  q 
=  119^  45';  y  :  d  =  124**  30';  y  :  €=133°  5';  <f  :  i  below  =  136°  30'; 
e  :  9  below  =  143°,  &o.  (Preyostaye,  iT.  Ann.  Chim.  Phys.  6,  165.)  Parts 
with  its  water  a  little  aboye  100".  Dissolyes  yery  readily  in  water;  but 
the  solution,  when  eyaporated,  yields  cirstals  of  chloride  of  potassium, 
while  sesquichloride  of  uranium  remains  Jussolyed.  (Peligot.) 

CryiiaUiied.  Peligot. 

K  39*2      ....       14-85  13*95 

2UO 136*0      ....      51*51  50*47 

2CI    70*8      ....      26*82  26*75 

2HO 180      ....        6*82  7*30 

KCl,UK)*Cl  +  2Aq.     264*0      ....     100*00        ~.        98*47 

=:  K0,HC1+IP0',HGL  Arfyedson  found  that  the  crystals  contained: 
potash  17*37,  uranic  oxide  35*65,  hypothetical  anhydrous  muriatic  acid 
20*50,  and  water  6*49  per  cent 

Uranium  and  Sodium. 

A.  Urakatb  of  Soda.-— Remuns  on  igniting  the  double  acetate  of 
uranic  oxide  and  soda.  Colour,  pure  yellow.  Contains  one  atom  of  soda 
with  2  atoms  of  uranic  oxide.  (Wertheim.) 

B.  Carbonate  of  Uranic  Oxidb  and  Soda. —  Urano-sodic  Carbonate. 
— The  uranic  oxide  precipitated  by  carbonate  of  soda  dissolyes  in  an 
excess  of  the  sodarsalt,  forming  a  yellow  solution.  By  eyaporating  a 
solution  of  uranate  of  soda  in  a  warm  aqueous  solution  of  bicarbonate  of 
soda,  Ebelmen  obtained  a  crystalline  crust. 

Uranoso-uranic  or  uranic  oxide  does  not  dissolye  in  carbonate  of  soda 
before  the  blowpipe  on  charcoal,  but  imparts  to  a  large  quantity  of  the 
carbonate — inasmuch  as  uranate  of  soda  is  formed  and  diffuses  itself  through 
it — a  yeUowish-brown  colour  (which  remains  eyen  in  the  reducing  flame). 
If  too  large  a  quantity  of  the  alkaline  carbonate  is  used,  the  oxide  sinks 
into  the  pores  of  the  charcoal,  without  undergoing  reduction.  (Bercelius.) 

C.  With  borax  in  the  inner  flame,  uranic  oxide  is  reduced  to  nranous 
oxide,  yielding  a  dull  green  glass,  which,  if  it  contains  a  sufficient  quantity 
of  the  protoxide,  is  blackened  by  gentle  flaming;  in  the  outer  name  on 
platinum,  a  dark  yellow  glass  is  obtained.  (Berzelius.) 
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D.  Y  JPyrophosphatb  op  Urakio  Oxam  Am  Boda.  Prapwed  hy 
Persoz  {Ann,  Fkarm.,  S5,  108)*— This  ialt  has  a  pnre  yellow  ooionr,  and 
is  very  soluble.  The  •olution  may  be  evaporated  to  the  consistence  of  a 
thick  gnm  withont  crystallizing.  It  is  not  decomposed  by  hydrosulphario 
acid  or  hydrosalphate  of  ammonia.  T 

E.  With  mioroeoimio  lalt  in  the  inner  flanOi  a  beautiful  green  glass  is 
obtained,  especially  after  ooolinff ;  in  the  outer  flame,  on  platinnm,  a  glass 
which  is  yellow  wnile  hot,  and  becomes  pale  greenish-yellow  on  cooling. 
(Berselius.) 

Ubaniitm  and  Babiitm. 

Uranatb  of  Bartta« — 1.  Formed  when  a  boiling  solution  of  see- 
quichloride  of  uranium  and  chloride  of  barium  in  excess  is  treated  with 
excess  of  ammonia;  the  precipitate  rapidly  washed  on  a  filter  with 
boiling  water,  before  any  carbonate  of  barrta  becomes  mixed  with  it ; 
and  lastly  dried  and  ignited.  (Arfvedson.)  In  this  process,  uranate 
of  ammonia  is  also  precipitated,  together  with  the  uranate  of  baryta. 
(Berzelius.) — 2.  By  mixing  nitrate  (or  acetate,  Wertheim,)  of  uranic  oxide 
with  excess  of  baryta- water,  and  exhausting  the  precipitate  with  water  as 
long  as  bar3rta  is  dissolved.  (Berzelius.) — 3.  By  igniting  the  double 
acetate  of  uranic  oxide  and  baryta.  (Wertheim.) — 4.  By  boiling  nitrate 
of  uranic  oxide  with  a  large  excess  of  barytsr water.  (Kiihn,  Ann.  Fharm, 
41,  337.)  Uranate  of  baryta  is  yellowish-red,  or,  when  reduced  to 
powder,  orange-yellow.  When  it  is  heated  to  redness  in  hydrogen  gas,  it 
forms  water,  and  is  converted  into  a  mixture  of  nranous  oxide  and 
baryta,  spontaneously  inflammable  at  ordinary  temperatures.  (Berzelius.) 

Calculatioii.  Berseliof  (2).    Wertkefaa  (SorS).    KU]ui(4). 

BaO 76-6     ....     21-01        ....        2119        ....        21*43        ....        316 

2U»0»  288-0    ....     78  99        ....        78-81        ....        7789 

BaO,2U«0«      364-6    ....  100-00        Z.      100-00        Z        99*32 

Kiihn  regards  the  compound  (4)  as  BaO,UH)';  for  this,  howerer,  the 
quantity  of  baryta  is  insufficient. 


Uranium  and  Calcium. 

A.  Uranatb  of  Lime. — Uranic  oxide  precipitated  by  ammonia  from 
an  acid  solution  containing  lime,  enters  into  combination  with  a  portion 
of  the  lime.  (Bucholz.)^-Many  of  the  compact,  dark  yellow  varieties  of 
uranium-ochre  which,  when  ignited,  remain  yellow  and  yield  water 
but  no  oxygen  gas,  likewise  contain  lime  and  oxide  of  lead,  (berzelius.) 

IT  B.  Carbonate  op  Uranic  Oxide  and  Lime. —  Urano-ealcie  Oav" 
honate, — Found  native  as  Liehigite.  (  Vid,  MedjidiU^  infra.) — This  mineral 
occurs  in  apparently  amorphous,  rounded  masses,  having  a  distinct  cleav- 
age-plane in  one  direction.  It  is  transparent,  has  a  beautiful  apple-green 
colour  and  vitreous  fracture;  hardness  oetween  2  and  2*5.  When  gently 
heated,  it  loses  water  and  becomes  greenish  grey.  Does  not  fuse  at  a 
red  heat,  but  turns  black,  and  aoQuiree  an  orange-red  colour  on  cooling. 
With  borax  it  forms  a  yellowish  glass  in  the  outer,  and  a  green  glass  in 
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the  inner  flame.  Dissolyes  in  dilate  Hydrochloric  acid,  with  violent 
efferyescence^  forming  a  yellow  eolation  which  ut  precipitated  yellow  by 
ammonia  and  carbonate  of  ammonia. 

Hebiffiie,  Smith. 

XJK)» 144      ...,      36-3  380 

CaO 28      ....        7a  8-0 

2C0«    „ 44      ....      11-1  10*2 

20HO  180      ^.,      45-5  ........  4&'2 

U«O«,CO«+CaO,CO2  +  20Aq.   396      ....     lOO'O        101-4 

(J.  L.  Smith,  Ann.  Fharm.  66,  253.)    T 

0.  PaoflPHATB  OP  Ubanic  Oxidb  Ain>  htu:E.*^Uran(hcal€ie  JPhos- 
phaU,  Found  natiye  in  Caloareau9  Uranr^mica  or  CcUcarsotu  UranUe. 
Grystalline  system,  the  iquare  priamatic.  {Fig.  23,  34,  26,  28,  32,  33.) 
Cleayage  dittinet,  parallel  to  p  j  lew  dieting  parallel  to  r.  Sp.  gr.  = 
3*1.  Hardness  eqaai  to  that  of  rock-salt.  Lemon-yellow  and  transpa* 
vent.  When  heated  it  gives  off  water  and  becomes  straw-oolonred  and 
opaque.  Before  the  blowpipe  on  charcoal  it  fnses,  increasing  slightly  in 
bnlk,  and  forms  a  black  mass  having  a  semi-crystalline  saitace.  With 
carbonate  of  soda  it  forms  a  yellow  infusible  slag ;  with  mierocosmic  salt, 
it  gives  the  usual  reactions  of  uranium.  It  is  soluble  in  nitric  acid. 
(Berzelius.) 

At.       ZTrsM-iiUeSy  from  Anton.      Fdigot       Benelius.  Werther. 


BaO 

•••• 

.... 
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1-51 

.■•• 
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CaO 

1 
2 

280 

288-0 

6*10 

62-69 

Ma* 
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€-80 
6301 

6*66 
59*37 

5*86 

u«o»   

63-28 

cPO»    

1 

71-4 

15*54 

•  •*• 
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.... 

14-63 

t... 

14-00 

HO 

8 
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15-67 

•  *.. 

15-30 
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14-90 
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MgO&MnO  .... 

•  *•. 

•  ••. 
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.... 
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•  ■•. 

•  •.. 

2-70 

(CaO,2U«0»)cPO 

»  +  8i 

^q< 

459-4 

100-00 

*.•* 

99-71 

•  *»• 

98-96 

•••• 

98*47 

T  D.  Sulphate  OF  Ubanio  Oxidb  avd  LiuM.-^Urano-caleieSulpkaU. 

XPO>,SO*+GaO,SO'+15HO ^A  mineral  found  in   ooniunction   with 

Liebigite,  and  accompanying  an  impure  variety  of  pitchblende  obtained 
from  the  neighbourhood  of  Adrianople,  appears  to  have  this  composition. 
It  is  called  JfaTee^/ufi^.^^Transparentj  of  dark  copper-yellow  colour  and 
imperfectly  czrstalline  texture;  fracture  homy.  Hardness  about  2*5. 
At  a  gentle  heat  it  loses  water  and  assumes  a  lemon-yellow  colour; 
blackens  at  a  red  heat.  With  borax  in  the  blowpipe  flame  it  behaves 
like  Li^ngite,  Insoluble  in  water^  but  dissolves  sparingly  in  dilute 
hydrochloric  acid.  (Smith.)     % 

tJ«0» ^ 144        37-21 

CaO  28        7-24 

280» 80        20-67 

15HO    135        34-88 


U«0»,S0»+Ca0,S0»+15Aq.    387        10000 
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Uranium  and  Magnssium. 

TTranatb  of  Magnesia.— Prepared  by  igniting  the  doable  acetate  of 
uranic  oxide  and  ma^esia.  Yellowish  brown.  Its  formnla  is  MgO, 
21P0'.  (Wertheim.) — The  precipitate  which  ammonia  produces  in  a  mix- 
ture of  nitrate  of  uranic  oxide  and  nitrate  of  magnesia,  contains  magnesia 
and  ammonia  besides  nranic  oxide.  (Berzelius.) 


XT&ANnrM  AND  SlLICIUK. 

Hydrated  Fluoride  of  SiUciuni  and  Uranium^  or  Hydrofiuaie  of 
Silica  and  Uranotu  O^nds.^^-HjdxotLuimUcic  acid  gives  with  proto- 
chloride  of  nranium  a  pale  green  gelatinous  precipitate.  If  an  excess 
of  hjdroflnosilicic  acid  is  present,  the  solution  retains  a  bluisb  green  colour. 
The  precipitate,  heated  out  of  contact  of  air,  yields  water,  hydrofluoric 
acid,  and  sublimed  silica.  It  is  but  slightly  changed  by  boiling  with 
solution  of  potash.  After  drying  it  dissolves  very  sparingly  in  acids* 
(Rammelsberg.) 

Uranic  oxiae  imparts  to  glass-fluxes  a  yellow  colour  with  a  greenish 
cast 

Uranium  and  Tantalum. 

UranotantaKte  appears  to  consist  of  Tantalate  of  UranouB  oxide.  (O. 
Bose,  Fogg.  48,  555,) 

m 

Uranium  and  Tungsten. 

A.  Tungstatb  of  Uranous  Oxide,  or  Uranous  Tungstate.—- 
Bitungstate  of  ammonia  giyes  a  brown  precipitate  with  protochloride  of 
nranium.-^The  pale  green  solution  still  contains  tnngstic  acid,  together 
with  a  small  quantity  of  nranic  oxide. — Boiling  potash  removes  the  whole 
of  the  tungstic  acid  from  the  moist  precipitate,  but  only  a  part  after  dry- 
ing ;  ammonia  separates  a  portion  only,  even  from  the  moist  precipitate ; 
carbonate  of  soda^  in  a  state  of  fusion,  decomposes  it  entirely.  Nitric 
acid  dissolves  the  uranous  oxide  contained  in  the  salt,  converting  it  into 
nranic  oxide,  and  leaves  insoluble  yellow  tungstic  acid,  which  however 
retains  a  portion  of  the  uranic  oxide.  The  salt,  when  treated  with 
hydrochloric  acid,  turns  blue  and  dissolves,  forming  a  green  solution, 
from  which  alkalis  precipitate  uranoso-nranic  oxide.  It  is  insoluble  in 
oil  of  vitriol.  (Rammelsberg.) 

Calcniation.  Rammelsbeiip. 

2U0 136      ....      24-78  25-88 

3WO»  ;...     360      ....       65-45  6484 

6H0 54      ....        9-82  925 

2UO,3WC)»  +  6Aq 550      ....     100*00        99*97 

B.  Tungstatb  of  Uranic  Oxide,  or  Uranic  Tungstate. — ^Light 
yellow  salt,  insoluble  in  water,  but  soluble  in  the  stronger  acids  and  in 
carbonate  of  ammonia.  (Berzelius.) 
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Uranium  and  Molybdenum. 

A.  MoLYBDATE  OP  Uranous  Oxide,  Or  Uranous  Molybdate. — Aa 
excess  of  hjdrochlorate  of  uranous  oxide  forms  a  greenish  black  precipi- 
tate with  monomoljbdate  of  ammonia.  The  supernatant  liquid  appears 
dark  blue,  because  a  portion  of  the  uranous  oxide  and  a  portion  of  the 
molybdic  acid  decompose  each  other,  yielding  uranic  oxide  which  remains 
dissolved,  and  blue  oxide  of  molybdenum.  If  an  additional  quantity 
of  ammonia  be  then  added  to  the  solution,  a  dark  blue  precipitate  sepa- 
rates, which  is  a  mixture  of  blue  oxide  of  molybdenum  and  molybdate 
of  uranic  oxide. — The  greenish  black  precipitate,  freed  by  long-continued 
washing  with  hot  water  from  the  blue  oxide  of  molybdenum,  leaves  a 
brownish  powder,  consisting  of  molybdate  of  uranous  oxide  mixed  with 
a  small  quantity  of  molybdate  of  uranic  oxide.  When  ignited,  it  loses 
9*07  per  cent,  of  water,  and  fuses  to  a  yellowish  green  crystalline  mass, 
a  portion  of  the  molybdic  acid  being  at  the  same  time  sublimed.  It 
likewise  contains  39 '5  per  cent,  of  uranous  oxide.  Boiling  potash  sepa- 
rates the  molybdic  acid  from  the  powder,  and  leaves  dark-coloured 
protoxide  of  uranium  containing  a  portion  of  sesquioxide.  Hydrochloric 
acid  dissolves  the  powder,  forming  a  green  solution,  which  becomes  yellow 
when  diluted. — If  protochloride  of  uranium  is  precipitated  by  an  excess 
of  molybdate  of  ammonia,  a  scanty,  brownish  precipitate  is  formed,  which 
rapidly  becomes  dark  green,  and,  on  the  application  of  heat,  dissolves  in 
the  dark  green  supernatant  liquid.  (Rammelsberg.) 

B.  Molybdate  op  Uranic  Oxide,  or  Uranic  Molybdate. — Molyb- 
date of  ammonia  precipitates  from  sulphate  of  uranic  oxide  a  pale  sulphur- 
yellow  powder,  which  contains  56*25  per  cent,  of  uranic  oxide,  and  43*75 
of  molybdic  acid.  The  precipitate  turns  blue,  either  when  brought  in 
contact  with  moist  paper,  or  by  long  exposure  to  heat  (Brandos) ;  it  is 
insoluble  in  water,  but  dissolves  in  the  stronger  acids,  and  in  carbonate 
of  ammonia.  (Berzelius.) 

C.  Uranic  Sulphomolybdate. — A  compound  of  tersulphide  of 
molybdenum  with  sesquisulphide  of  uranium. — Formed  when  a  salt  of 
uranic  oxide  is  precipitated  by  sulphomolybdate  of  potassium. — The 
precipitate  is  dark  brown,  and  permanent  in  the  air.  (Berzelius.) 

D.  Uranic  Persulphomolybdate. — A  compound  of  tetrasulphide 
of  molybdenum  with  sesquisulphide  of  uranium. — An  aqueous  solution  of 
persulphomolybdate  of  potassium  added  to  the  solution  of  a  uranic  salt^ 
throws  down  a  dark  red  powder.  (Berzelius.) 


Uranium  and  Vanadium. 

Vanadiate  op  Uranic  Oxide,  or  Uranic  Vanadiate. — Uranic  salts 
give  lemon-yellow  precipitates  both  with  monovanadiate  and  with  birana- 
diate  of  potash.  (Berzelius.) 
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Uranium  and  Chromium* 

Protochloride  of  nraniam  yields  with  monochromaie  of  potash,  a 
jellowish  brown  precipitate,  which  is  sol{ible  in  excess  of  protochloride 
of  uranium,  and  appears  to  be  a  mixture  of  chromate  of  uranic  oxide^ 
and  chromite  of  uranous  oxide.  (Rammelsberg.) 


Chromate  op  Urakic  Oxide,  or  Uranic  Chromate.— er.  Mart  n^- 
irdl  salt  f — Monochromate  of  potash  gives  an  ochre-jellow  precipitate 
with  nitrate  of  uranic  oxide.  (Moser.) 

b.  Aetd  ckromaUi — The  jellow  rongh-flayoured  solution  of  uranic 
carbonate  in  aoueous  chromic  acid  yields  small,  bright  red,  cubic  and 
dendritic  crystals.  The  salt  fuses  at  a  low  red  heat,  undergoing  partial 
decomposition  :  on  dissolving  the  dark  brown  mass  in  water,  small  por- 
tions of  chromic  oxide  and  uranoso-uranic  oxide  remain  behind.  (John.) 


Other  Compounds  op  Uranium. 

When  hydrogen  gas  is  passed  over  the  compounds  of  uranic  oxide 
with  the  oxides  of  lead,  iron,  copper,  &o.,  heated  to  redness,  residues 
are  obtained  which  take  fire  in  the  air  at  oidinary  temperatures,  and  are 
reconverted  into  uranates  of  the  metallic  oxides.  (Arfvedson.) — ^The  con- 
clusion of  Arfvedson  that  alloys  of  uranium  with  the  above  metals  are 
produced  under  these  circumstances,  is  rendered  doubtful  by  Peligot's 
researches;  probably  they  are  mere  mixtures  of  lead,  iron,  or  copper, 
with  uranous  oxide;  since,  according  to  Peligot,  these  compounds  are 
likewise  pyrophoria 
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Jfangan,  Braunttein'fnetal,  Afagnesium,  Manganum,  Mangani$e. 

J7t><ory. -» Black  oxide  of  manganese,  a  substance  long  used  to 
decolorize  glass,  and  called  Magnena  nigra  from  its  resemblance  to  the 
loadstone,  was  formerly  included  among  the  ores  of  iron.  It  was,  how- 
ever, proved  bj  the  researches  of  Pott,  in  1740,  of  Kaim  and  Winterl,  in 
1770,  and  of  Scheele  and  Bergmann,  in  1774,  that  the  metal  contained 
in  this  mineral  is  distinct  from  iron,  and  possesses  characters  peculiar  to 
itself.  The  metal  itself  was  first  eliminated  by  Gahn. — Cnevillot  & 
Edwards,  in  1818,  pointed  out  that  Mineral  Chameleon,  a  substance 
discovered  some  considerable  time  before,  contained  a  peculiar  acid  of 
manganese. — Forchhammer,  in  1820,  distinguished  two  acids  of  manga- 
nese; and  Mitscherlich,  in  1832,  fully  confirmed  the  distinction. 

Sources.  This  metal  occurs  in  the  seyeral  forms  of  manganoso-mau- 
panic  oxide;  manganic  oxide;  hydrated  manganic  oxide;  peroxide; 
hydrated  peroxide;  sulphide  of  manganese;  carbonate  of  manganous 
oxide ;  silicate  of  manganous  oxide ;  double  silicate  of  alumina  and  man- 
ganous oxide;  a  compound  of  manganic  oxide  and  baryta;  titanate  of 
manganous  oxide ;  a  compound  of  manganic  oxide  and  cupric  oxide ;  in 
Helvin ;  and  in  Earthy  Cobalt.  Also,  in  small  Quantities,  often  as  colour- 
ing matter,  in  a  great  number  of  siliceous  minerals;  in  very  small  quantity 
in  plants ;  and  in  still  smaller  quantity  in  animal  substances. 

Freparation. — 1.  Either  of  the  pure  oxides  of  manganese  is  moistened 
several  times  with  oil,  and  heated  to  redness;  then  made  into  a  thick 
paste  with  a  small  quantity  of  oil;  introduced  into  a  charcoal  crucible 
(III.,  467);  covered  with  charcoal  powder;  and  exposed  to  the  strongest 
heat  of  a  powerful  blast-furnace.  (John.) — 2.  An  oxide  of  manganese 
is  mixed  with  a  quantity  of  lamp-black,  much  less  than  that  which  is 
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required  to  reduce  it,  and  the  mixture  made  into  a  pasty  mass  with  oil; 
it  is  then  pressed  into  a  charcoal  crucible  corered  with  charcoal  powder; 
and  the  bottom  of  a  crucible  fitted  tight  into  the  opening,  and  lut«d  on 
with  clay;  the  whole  is  then  heated  in  a  blast-furnace  for  an  hour.-— 
3.  According  to  Pfaff,  peroxide  of  manganese  yields  a  metallic  bead  before 
the  oxy-hydrogen  blow-pipe.  The  manganese  obtained  by  the  first  and 
Second  methods  contains  carbon  (from  O'l  to  2*9  per  cent.,  together  with 
1*9  per  cent,  of  silicium,  [from  the  charcoal,]  Bachmann),  On  fusing  it 
with  borax,  the  carbon  is  separated  (according  to  John),  and  the  metal 
becomes  more  fusible;  under  these  circumstances,  however,  it  may 
combine  with  boron  or  sodium.  The  metal  is  preserved  in  an  inverted 
vessel  filled  with  mercury,  or  nnder  rock-oil,  or  in  a  sealed  glass  tube. 

Properties, — Greyish  white,  without  much  metallic  lustre;  very  soft, 
very  brittle,  and  very  easily  split;  has  a  fine  granular  texture;  specific 
gravity  =  6' 85,  (Bergmann,)  7*0  (Hjelm),  8*013  (John).  Fuses  m  the 
strongest  heat  of  a  blast-furnace. 

IT  According  to  Berzelius,  manganese,  like  silicium  and  many  other 
elements,  is  susceptible  of  two  allotropic  conditions.  As  obtained  by 
reduction  with  carbon  in  the  blast-furnace,  it  has  the  well  known  pro- 
perty of  oxidizing  at  ordinary  temperatures,  either  in  the  air  or  nnder 
water,  with  evolution  of  hydro^n.  Sefstrom,  however,  has  observed 
that,  when  manganese  is  reduced  in  contact  with  silica,  (the  resulting 
compound  containing  about  6  or  7  per  cent,  of  silicium),  a  regulus  is 
obtained,  which  does  not  differ  |much  in  apx)earanoe  from  the  ordinary 
variety,  though  wanting  all  its  usual  characters : — for  instance,  it  sustains 
a  red  heat  without  oxidation,  and  resists  the  action  of  aqua>rQgia.  The 
presence  of  the  silicium  is  not  sufficient  to  account  for  this  peculiarity, 
inasmuch  as  platinum,  when  alloyed  with  a  large  quantity  of  silicium,  is 
readily  dissolved  by  aqua-regia.  It  must,  therefore,  arise  from  the 
altered  condition  of  the  metal  itself;  the  silicium,  in  its  transformation 
into  Si/9  (III.,  352),  probably  indnces  the  change  of  the  manganese  into 
Mn/3,  at  a  temperature  at  which  this  change  would  not  take  place  with 
manganese  alone.  This  peculiar  condition  of  manganese  may  explain 
the  peculiarities  of  the  native  red  siliceous  manganese,  and  of  many  other 
silicates  containing  manganese,  which  are  perfectly  indifferent  to  acids, 
even  to  nitric  acid,  which  usually  raises  lower  oxides  to  higher  degrees  of 
oxidation.  ^ 

Atomic  weight  =  27*6  BenEclius;  28  (Turner). 


Compounds  of  Manganese^ 
Manganese  and  Oxtoen. 

Among  the  heavy  metals,  manganese,  iron,  and  zinc,  have  the  greatest 
affinity  for  oxygen;  and  at  ordinary  temperatures,  none  of  them  are 
oxidized  so  rapidly  as  manganese, '  either  in  the  air  or  nnder  water.  It 
is  oxidized  still  more  rapidly  by  all  the  aqueous  acids,  the  action  being 
attended  either  with  evolution  of  hydrogen  gas  having  a  peculiarly 
offensive  odour,  or,  as  in  the  case  of  nitric  acid,  with  decomposition  of 
the  acid. 

Manganese  kept  under  water  and  out  of  contact  of  air,  as  long  as  it 
disengages  hydrogen  gas,  is  converted  into  a  green  oxide,  in  which  100 
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parts  of  manganese  are  oombined  with  only  14*9  parts  of  oxygen. 
(John.)  Similar  results  were  obtained  by  Bachmann : — the  manganese 
was  very  slowly  disintegrated  in  cold  water^  bat  more  rapidly  in  hot 
water;  uydrogen  gas,  havinff  a  fcetid  odour,  being  evolyed,  and  a 
greyish  white  oxide  produced,  which,  when  ignited  out  of  contact  of 
air,  became  greenish  grey,  and  pale  green  on  cooling;  in  an  earlier  ex- 
periment, 100  parts  of  metal  had  absorbed  in  this  process  14*285  parts 
of  oxygen  (=28:4);  according  to  a  later  experiment,  the  amount  of 
oxygen  was  19*5  (=28  :5*46).  Hence,  the  oxide  formed  by  the  action 
of  water  appears  to  be  a  suboxide;  according  to  Bachmann,  however, 
it  dissolved  in  hydrochloric  acid  without  disengagement  of  hydrogen 
gas,  and  formed  protochloride  of  manganese. 

From  these  experiments,  it  might  be  concluded,  that  what  has  hitherto 
been  regarded  as  metallic  manganese  really  contains  oxygen;  and  hence, 
in  passing  to  the  state  of  manganous  oxide,  it  takes  up  less  oxygen  than 
is  commonly  supposed.  The  statements  of  John  and  Bachmann,  however, 
require  connrmation.  According  to  Regnault  {Ann.  Chim,  Phys.  62,  350), 
finely  divided  manganese,  kept  under  water  at  ordinary  temperatures, 
slowly  liberates  hydrogen  gas ;  but  if  heat  be  applied  even  much  below 
100^,  the  evolution  of  gas  becomes  rapid,  and  the  manganese  is  con- 
verted into  a  yellowish  brown  powder,  which  becomes  dark  brown  on 
exposure  to  the  air. 

The  hydrogen  gas,  obtained  by  dissolving  manganese  in  dilute  sul- 
phuric acid,  deposits,  when  exploded  with  an  excess  of  oxygen  gas,  a 
white,  greasy  substance,  which  retains  the  disagreeable  odour  of  the  gas. 
Manganese,  gently  heated  in  a  current  of  oxygen  gas,  becomes  red-hot 
from  the  heat  evolved  by  its  combustion.  Carbonic  oxide  gas  does  not 
appear  to  be  decomposed  by  manganese  at  a  red  heat.  (Bachmann.) 
Manganese  does  not  reduce  any  simple  metallic  salt,  except  the  salts  of 
silver  and  gold ;  and  with  these  the  reduction  is  very  slight.  (Fischer, 
Pogg.  16,  128.) 

A.  Manoanovs  Oxide.  MnO. 

Protoxide  of  Manganese,  ManganoxyduL 

Formaiion, — By  exposing  manganese  to  the  action  of  water,  air 
being  excluded;  by  dissolving  manganese  in  any  aqueous  acid;  often  also 
by  the  action  of  an  acid  on  the  higher  oxides  oi  manganese. 

Preparation.^-'l.  By  gently  igniting  carbonate  of  manganous  oxide 
(or  the  hydrated  oxide :  H.  Vavy)  in  a  vessel  from  which  the  air  is 
excluded  (Scheele);  or  by  passing  hydrogen  gas  over  the  salt  during 
ignition,  to  prevent  any  oxidation  from  without.  (Arfvedson.) — 2.  By 
passing  hydrogen  over  gently  ignited  manganoso-manganic  oxide* 
(Forchhammer,  Turner;  see  also  Fuchs,  Schw,  60,  345.) — 3.  By  exposing 
manganoso-manganic  oxide,  manganic  oxide,  or  peroxide  of  manganese, 
for  a  long  time  to  a  moderate  white  heat  in  a  charcoal  crucible.  (Berthier.) 
—4.  By  igniting  oxalate  of  manganous  oxide  out  of  contact  of  air.  (Las- 
saififne.) — 5.  By  mixing  equal  parts  of  fused  chloride  of  manganese  and 
carbonate  of  soda  with  a  small  quantity  of  sal-ammoniac,  heating  the 
mixture  till  it  fuses,  and  exhausting  the  fused  mass  with  water,  when 
cold.  (Liebig  &  Wbhler,  Pogg.  21,  584.) — 6.  By  igniting  oxalate  of 
manganous  oxide  in  a  retort.  (Bachmann.) — Manganous  oxide  is  pale 
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green  (Forehbammer),  pistachio-nut  green  (ArfVedBon),  tinoal- green 
(Turner),  dark  greyish  green  (Berselius),  greenish  grey  (Liebig  & 
Wbbler),  sometimes  pale  greyish  green,  sometimes  pale  gn^n  (Gmelin), 
greenish  black,  (H.  Davy);  turns  pale  yellow  when  heated  (Forehbammer). 
Pulverulent  after  gentle  ignition;  cakes  together  when  more  strongly 
heated.  According  to  Despreti  (Ann.  Chim,  Phy^  43,  822),  it  fuses 
in  the  blast-furnace,  and  forms  a  mass  haying  a  fine  green  colour. 

Berseliua  Sc  Berg. 

Calculation.  Forchhammer.        ArfVedson.     H.Dayy.        man. 

Mn 28    ....    77-78    ....    7616  to  7678    ....     7807    ....      79    ....      80 

O  8     ....     22-22     ....     23-84  „  2322     ....     21*93     ....       21     ....       20 

MnO 96    ....  100*00    ....  10000     100*00    ....  100*00    ....    100    ....     100 

(MnO  =  345*89  +  100  ~  445*89.    BeneUos.) 

DeeomposUiona* — When  ignited  alone,  it  does  not  part  with  oxygen 
at  any  temperature;  at  a  bright  red  heat,  it  is  decomposed  by  charcoal, 
but  not  by  hydrogen  or  carbonic  oxide  gas.  When  ignited  in  a  current 
of  sulphuretted  hydrogen  gas,  it  is  resolved  into  water  and  123*66  per 
cent,  of  sulphide  of  manganese;  and  by  ignition  with  sulphur,  into  sul- 
phurous acid  and  oxysulphide  of  manganese.  (Arfvedson.) 


Comhinations.-'^a,  With  Water. — Hydrated  Manoanous  Oxide. — 
Prepared  by  decomposing  a  soluble  salt  of  manganous  oxide  with  potasL 
—White  flocculent  precipitate. — According  to  Sir  H.  Davy,  it  contains 
24  per  cent,  of  water. — When  exposed  to  the  air,  it  rapidly  turns  brown, 
from  formation  of  hydrated  manganic  oxide,  or,  according  to  Phillips, 
of  hydrated  peroxide  of  manganese. 

6.  With  Acids,  forming  the  Salts  of  MANaANOxrs  Oxide,  or  Man- 
OANOUS  Salts.  The  protoxide  has  a  great  affinity  for  acids,  and  its  salts 
are  very  nearly  neutral  to  test-paper.  They  are  for  the  most  part  soluble  in 
water,  and  either  pale  rose>coIoured  or  colourless.*  Those  which  contain 
a  fixed  acid,  sustam  a  strong  red  heat  without  decomposition.  With  fluxes 
they  behave  like  the  oxides  of  manganese.  (  Vid.  Manganese  and  Sodium.) 
Those  manganous  salts  which  are  insoluble  in  water,  dissolve  in  hydro- 
chloric acid.  Those  which  are  soluble  in  water  have  an  astringent  taste. 
The  protoxide  of  manganese  contained  in  the  solution  of  one  of  these 
salts  is  not  converted  into  a  higher  oxide  by  atmospheric  air,  nitric  acid, 
or  chlorine.  The  hydrated  peroxide  is  very  slowly  precipitated  from 
the  solutions  of  these  salts  by  chloride  of  lime,  acoonling  to  Phillips, 
and  very  slowly  by  hypochlorous  acid,  accordinff  to  Baiard ;  likewise  by 
bromic  acid,  (Rammelsoerg,)  or  bromate  of  potash  on  the  addition  of  oil  of 
vitriol,  or  by  chlorate  of  potash  with  oil  of  vitriol,  on  the  application  of 
heat  (the  addition  of  a  small  quantity  of  chlorate  produces  only  a  reddish 
colour  in  the  solution).  (Simon,  Bepert,  65,  208.)  Manganese  is  not  pre- 
cipitated  in  the  metallic  state  by  other  metals.    Caustic  potash  and  soda 

*  f  Vdlker  (Ann.  Pharm.  59,  27)  has  sbown  that  the  reddish  tint  obaerved  tn 
tolntions  of  oiangaDoas  salts,  especially  when  in  large  qnantitj,  is  owing  to  the  presence 
of  a  higher  oxide,  and  that  the  pure  salts  are  perfectly  colourless.  In  some  oases,  how- 
ever, it  is  caused  by  a  small  quantity  of  cobalt,  which  usually  aooompanies  manganese; 
but  this  may  be  readily  determined  by  adding  sulphurous  acid  or  some  organic  substance 
to  the  solution,  whereupon,  if  the  colour  proceeds  from  the  presence  of  a  higher  oxide, 
it  instantly  disappears. f 


MANGANOUS  SALTS.  199 

separate  the  whcJe  of  the  manganese  in  the  form  of  white  hydrate  of  man^ 
ganous  oxide,  which  rapidly  turns  brown  in  the  air.  Ammonia,  when 
added  even  in  large  excess,  precipitates  from  a  neutral  solution  only 
half  of  the  manganons  oxide^  in  the  form  of  a  white  hydrate  which  turns 
brown  in  the  air;  the  remainder  of  the  mansanous  oxide  unites  with 
the  ammoniacal  salt  produced,  and  forms  a  double  salt  not  decomposible 
by  ammonia  out  of  contact  of  air : 

2(MnO,SO»)  +  NH»  =  (NH»,S08  +  MnO,SO»)  +  MnO. 

If  then  the  solution  contains  a  quantity  of  free  acid,  at  least  equal  to  that 
which  is  in  combination,  or  if  it  contains  a  corresponding  quantity  of  an 
ammoniacal  salt,  ammonia  produces  no  precipitate;  because  the  ammoniacal 
salt — either  formed  at  the  time  or  already  present — combines  with  the  salt 
of  manganese,  forming  a  double  salt  which  is  not  decomposed  by  ammonia. 
From  the  same  cause,  the  hydrated  protoxide  of  manganese  precipitated 
by  eitlier  of  the  alkalis,  redissolTOS  in  sulphate,  hydrochlorate,  or  nitrate 
of  ammonia,  with  disengagement  of  free  ammonia.  Nevertheless  such  a 
mixture  of  a  double  salt  of  manganous  oxide  and  ammonia  with  excess  of 
ammonia  gradually  becomes  turbid  in  the  air;  and,  if  the  latter  be  present 
in  sufficient  quantity,  deposits  the  whole  of  the  manganese  in  the  form  of 
brown  hydrated  sesquioxide.  In  this  case,  the  affinity  of  ammonia  in 
excess  for  the  acid  combined  with  the  manganous  oside,  and  that  of  the 
atmospheric  oxygen  for  the  manganons  oxide,  act  together  in  producing 
the  result.  Monocarbonate  of  ammonia,  potash,  or  soda  throws  down 
white  carbonate  of  manganous  oxide,  which  does  not  turn  brown  in  the 
air,  and  is  sparingly  soluble  in  a  cold  solution  of  sal-ammoniac.  Bicarbo- 
nate  of  potash  precipitates  a  concentrated  solution  immediately,  and 
renders  a  dilute  solution  slightly  turbid;  but  if  the  latter  contains  any 
free  acid,  so  that  an  excess  of  carbonic  acid  is  set  free,  no  precipitate  is 
formed.  In  this  case,  bicarbonate  of  manganous  oxide  is  formed,  which 
can  exist  only  in  the  presence  of  a  large  quantity  of  water;  after  long 
exposure  to  the  air,  however,  white  monocarbonate  of  manganous  oxide  ia 
precipitated  and  carbonic  acid  evolved.  Carbonate  of  lime,  eren  with  the 
aid  of  heat,  gives  no  precipitate  with  manganous  salts.  (Fuchs,  Schw,  62, 
192.)  The  carbonates  of  baryta,  strontia.  Time,  and  magnesia  do  not  pre^ 
cipitate  these  salts  at  ordinary  temperatures,  but  completely  on  the 
application  of  heat.  (Demar9ay,  Ann.  Pharm.  11,  240.)  Carbonate  of 
magnesia  precipitates  the  manganese  completely  on  boiling;  calcined 
magnesia  still  more  quickly.  (D&bereiner,  Schw.  63,  482.)  Phosphate  of 
soda  throws  down  white  phosphate  of  manganous  oxide  which  does  not 
undergo  any  alteration  in  the  air  (a  precipitate  is  obtained  even  with  a 
solution  containing  one  part  in  500.  Pfaf).  Hydrosulphuric  acid  gas  or 
water  saturated  with  it  does  not  affect  those  salts  of  manganous  oxide 
which  contain  one  of  the  stronger  acids,  such  as  the  sulphuric,  hydro* 
chloric,  or  acetic  acid,  even  when  the  acid  is  not  in  excess :  the  most 
that  appears  is  a  scanty  white  turbidity,  arising  from  a  trace  of  hydrated 
sulphide  of  manganese,  which  disappears  on  the  addition  of  a  small 
quantity  of  acid.  (Wackenroder,  N.  Br.  Arch.  16,  114.)  But  if  am- 
monia is  added,  or  if  the  solution  of  the  salt  is  mixed  with  an  alkaline 
hydrosulphate,  the  manganese  is  completely  precipitated  in  the  form  of 
flesh-coloured  hydrated  sulphide  of  manganese  (or  hydrosulphate  of 
manganous  oxide),  which  is  insoluble  in  excess  of  the  alkaline  hydrosul- 
phate,  but  dissolves  readily  in  concentrated  acetic  acid,  and  turns  brownish- 
black  on  exposure  to  the  air.     If  a  small  quantity  of  iron  be  present,  the 
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precipitate  appears  brown  or  black.  Salphite  of  potash  (bnt  not  snlphite 
of  ammonia)  added  to  a  manganous  salt,  throws  down  sulphite  of  manga- 
nous  oxide  on  boiling.  (Berthier.)  Arseniate  of  soda  throws  down  white 
arseniate  of  manganous  oxide.  Oxalic  acid  precipitates  from  concen- 
trated (not  from  dilute)  solutions^  after  some  time,  a  white  crystalline 
powder,  consisting  of  manganous  oxalate,  soluble  in  hydrochloric  or 
sulphuric,  but  not  in  oxalic  acid.  Alkaline  oxalates  produce  the  same 
precipitate  even  in  dilute  solutions,  not  howeyer  in  presence  of  sal- 
ammoniac,  nor  with  a  large  excess  of  the  alkaline  oxalate.  Ferrocyanide 
of  potassium  giyes — in  a  solution  containing  1  port  of  salt  in  6000  parts  of 
water  (Pfaff) — a  white  (or  if  copper  is  present,  a  reddish)  precipitate 
which  is  easily  soluble  in  hydrochloric  acid,  unless,  according  to  Otto 
(Ann,  Pharm.  42,  348),  the  solution  contains  an  excess  of  the  ferrocyanide, 
or  of  sal-ammoniac  and  other  salts.  Ferricyanide  of  potassium  gives  a 
brownish-yellow  precipitate  insoluble  in  hydrochloric  acid.  ^ 

The  following  re-agents  produce  no  effect :  ohromate  of  petash,  alka- 
line succinates  and  benzoates,  and  tincture  of  galls.  -^ 


B.  Manqanoso-manganig  Oxide.    Mn'O^. 

Red  Qjnde  of  Manganese,  Brown  Oxide  of  Manganue,  Deutoxyds  de 
Jfanganete,  Manganoxyd, — Found  native  as  ffatumannite. 

Formation. — 1.  Manganese  exposed  to  (moist)  air  at  ordinary  tempe- 
ratures, evolves  hydrogen  gas  of  a  peculiar  odour,  and  is  converted  into  a 
reddish  brown  powder.  This  must  be  regarded  as  a  mixture  of  manga- 
nese containing  charcoal  and  sihcium,  with  manganoso-manganic  oxide; 
since  it  dissolves  in  hydrochloric  acid,  with  evolution  of  hydrogen  gas, 
and  forms  a  brown  solution,  which,  when  heated,  becomes  colourless  and 
gives  off  chlorine.  The  oxidation  takes  place  more  rapidly,  in  proportion 
as  the  manganese  is  more  free  from  charcoal  and  the  air  is  warmer  and 
contains  more  moisture.  On  dissolving  the  powder  in  hydrochloric  or 
nitro-hydrochloric  acid,  carbide  of  manganese  [graphite)]  remains  in 
brilliant  scales.  (Bachmann.)  If  the  metal  is  heated  in  the  air,  the  con- 
version into  manganoso-manganic  oxide  takes  place  more  rapidly,  but 
without  incandescence ;  in  oxygen  sas,  the  finely  divided  metal  becomes 
Ignited.  Carbonic  acid  is  produced  at  the  same  time  from  the  charcoal 
present  in  the  manganese.  (Bachmann.) — 2.  The  protoxide  of  manganese 
obtained  by  gentle  ignition — ^uot  the  denser  variety  obtained  by  previous 
exposure  to  a  white  heat,  or  prepared  by  the  fourth  method — ^tums  brown 
after  exposure  to  the  air  for  a  few  days,  at  ordinary  temperatures.  If  it 
be  heated  to  a  temperature  below  redness,  or  brought  in  contact  at  one 
point  only  with  a  red-hot  coal,  it  takes  fire — as  formerly  observed 
by  Scheele-~and  is  quickly  converted  into  manganoso-manganic  oxide^ 
exhibiting  incandescence  an  the  while;  the  denser  variety  of  manganous 
oxide,  when  heated  to  low  redness,  absorbs  oxygen  without  incandescence. 
According  to  Arfvedson,  100  parts  of  manganous  oxide  thus  treated  yield 
from  107*04  to  107*35  parts  of  manganoso-manganic  oxide.  The  prot- 
oxide ignited  in  aqueous  vapour  is  converted,  with  disengagement  of 
hydrogen  gas^  into  manganoso-manganic  oxide.  (Regnault.) — 3.  The 
higher  oxides,  when  strongly  ignited,  evolve  oxygen^  and  are  reduced  to 
the  rod  oxide. 
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Preparation, — 1.  Pure  sulphate  or  bydrochlorate  of  manganous  oxide 
18  prepared  from  peroxide  of  manganese  {see  these  salts);  carbonate  of 
manganous  oxide  precipitated  from  it  by  the  addition  of  an  alkaline 
carbonate;  and  the  precipitate  washed  and  dried  in  the  air,  and  lastly 
ignited. — 2.  Pounded  peroxide  of  manganese  is  freed  from  impurities, 
such  as  carbonate  of  lime,  by  dilute  hydrochloric  acid;  then  mixed  with 
four  times  [this  is  too  muchj  its  weight  of  oil  of  ritriol;  the  liquid  evapo- 
rated to  dryness;  the  residue  dissolved  in  water;  and  copper  precipitated 
from  the  filtrate  by  hydrosulphuric  acid :  the  excess  of  the  latter  is  then 
expelled  from  the  filtered  solution  by  boiling,  and  manganous  carbonate 
(containing  iron)  precipitated  from  the  solution  by  the  addition  of  carbo- 
nate of  potash.  The  washed  precipitate  is  then  treated  with  aqueous 
oxalic  acid  in  excess,  which  dissolves  the  iron;  and  the  remaining  manga- 
nous oxalate  is  purified  with  water,  and  afterwards  dried  and  ignited  in 
the  air.  (Lassaigne,  Ann,  Chim.  Phys.  40,  329;  also  Schw,  56,  160.) 

Hausmannite  occurs  in  acute  square-based  octohedrons.  Figs,  21  and 
22;  e  :  c'  =  105°  25';  c  ;  c"  =  117°  54';  cleavage  comparatively  easy 
parallel  to  p;  less  easy  parallel  to  e,  Sp.gr.  =4*72.  Hardness  between 
fluorspar  and  felspar.  Brownish  black,  with  semi-metallic  lustre.  Yields 
a  brown  powder  which  dissolves  in  cold  concentrated  sulphuric  acid, 
forming  a  red  solution.  (Haidinger.)  The  artificial  oxide  appears  some- 
times as  a  reddish  brown,  sometimes  as  a  cinnamon-coloured  powder, 
which  turns  black  whenever  it  is  heated.  ^ 
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Calculation. 

Arf^edson.    Arfvedson. 

man. 

hammer. 

3Mii  

84     ....     72-41     .. 

72-77     ....     72-74     .... 

74 

....     70-4 

40 

32     ....     27-59     . 

27-23     ....     27-26     .... 

26 

....     29-6 

Mn»0<    

116     ....  10000     . 

100-00     ....  100-00     .... 

100 

....  1000 

Or: 

Arfredson.             Or : 

MnO 

36    ....     31-03     ... 

31-068        2MnO    

..     72 

....     6207 

Mn20»  

80     ....     68-97     .. 

68-932        MnO«     

..     44 

....       0/*V«j 

MnO,Mii»0» 116     ....  10000    100-000        2MnO,MnO*  116    ....  10000 

Mn^O^  »  3  .  345-89  +  4  .  100  -  143767.    (BerzeUus.) 

Turner  found  in  Hausmannite :  manganoso-manganic  oxide,  98-098 
per  cent;  excess  of  oxygen,  0*217;  baryta,  O'lll;  silica,  0*337;  water, 
0*435;  besides  traces  of  a  metallic  chloride.  KammeLsberg  found:  prot^ 
oxide  of  manganese,  92*487;  oxygen,  7*004;  baryta,  0-150  (loss  0*359). 

Decompositions. — 1.  Reduced  to  the  metallic  state  by  heating  to 
whiteness  with  charcoal.  100  parts  of  manganoso-manganic  oxide  heated 
in  a  charcoal  crucible  yield  73*4  of  metallic  manganese.  (Berthier.) — 
2.  Boiling  concentrated  nitric  acid  removes  the  protoxide  from  manganoso- 
manganic  oxide,  first  colouring  it  brown,  and  then  converting  it  into  black 
peroxide.  (Berthier.)  100  parts  of  manganoso-manganic  oxide,  when 
boiled  with  dilute  nitric  acid,  yield  47*93  parts  of  hydrated  peroxide. 
(Forchhammer.) — The  peroxide  obtained  from  100  parts  of  manganoso* 
manganic  oxide  yields  on  ignition,  35  parts  (Berthier),  34*03  parts 
(Forchhammer)  of  manganoso-manganic  oxide;  so  that  -|  of  the  manganese 
contained  in  the  manganoso-manganic  oxide  is  dissolved  by  the  nitric  acid 
in  the  form  of  manganous  oxide: 

Mn'O^  =  2MnO  +  MnO^. 
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116  parts  of  manganoso-manganio  oxide  vield  with  boiling  dilate  solphorio 
acid  (containing  about  1  part  of  oil  of  vitriol  to  11  parts  of  water)  a 
solution  of  manganoufl  sulphate  and  44  parte  of  peroxide  of  manganese. 

i Turner. )—d.  Hydrochloric  acid  heated  with  maganoso-manganic  oxide 
brms  protochloride  of  manganese  and  gives  off  chlorine.  Hot  oil  of  vitriol 
decomposes  this  oxide,  forming  sulphate  of  manganous  oxide  and  libe- 
rating oxygen  gas.  100  parts  of  manganoso-manganic  oxide  fused  with 
bisulphate  of  potash  evolve  7 '5658  parts  of  oxygen.  (Forchhammer.) 


CanUnncUuma, — a.  With  Water  :-^Htdratb  op  M Aif qanoso-manoaivic 
OxiDB. — Prepared  by  precipitating^  a  salt  of  manganoso-manganic  oxide 
by  solution  of  potash.     Its  colour  is  brown. 

b.  With  Acids: — Forming  the  Manoanoso-maivoanic  salts. — Manga- 
noso-manganic oxide  dissolves  only  in  hot  and  highly  concentrated  phos- 
phoric oxide,  or  in  cold  concentrated  sulphuric,  hydrochloric,  oxalic,  or 
tartaric  acid,  in  small  quantity  and  without  neutralizing  the  acid.  The 
solution  in  phosphoric  or  sulphuric  acid  is  bright  red;  the  others 
dark  brown.  Heat  and  the  addition  of  water,  or  of  deoxidizing 
agents,  converts  these  salts  (the  phosphate  excepted)  into  salts  of  man« 
ganous  oxide  with  large  excess  of  acid.  The  manganoso-manganic  salts 
^ould  perhaps  be  regarded  merely  as  mixtures  of  manganous  and  man- 
ganic salts ;  manganic  oxide,  however,  does  not  appear  to  be  soluble  in 
acids  by  itself. 

C.  Manganic  Oxide.    Mn*0*. 

Sesquioxide  of  iianganete.  Black  Oxide  of  Manganese,   Triioxyde    de 

ManganSse,  Manganoxyd» 

Found  native  in  the  form  of  Brauniie. — Formation  and  Preparation, 
— 1.  By  exposing  peroxide  of  manganese  or  nitrate  of  manganous  oxide 
to  a  dull  red  heat  for  a  considerable  time. — 2.  Probably  also  by  prolonged 
and  very  gentle  iraition  of  metallic  manganese,  manganous  oxide,  or 
manganoso-manganic  oxide,  in  open  vessels. — 3.  Probab^  also  in  some  of 
the  decompositions  of  manganoso-manganic  oxide  by  acids. 

Braunite  forms  acute  square-based  octohedrons.  Figs.  21,  24,  and 
other  forms,  e  :  ^  =z  lOD""  53';  e  :  eT  ^  lOS"*  S9\  Cleavage  parallel  to 
p,  Sp.  gr.  =  4*82.  Hardness  equal  to  that  of  felspar.  Lustre  semi- 
metallic.  Colour,  brownish-black.  Yields  a  powder  of  the  same  colour. 
(Haidinger.)     Artificially  prepared  manganic  oxide  is  a  black  powder. 


2Mn 
30 


Calcolation. 
56     ....     70 
24     ....    30 


BeneliuB  & 
Arfvedflon. 

..     70-35     . 

...     29-65     . 


Forch- 
Aftinnier. 
.     70-4 
.     29-6 


Arf. 
▼edson. 
70-76 
29*24 


John. 
71*33 
28-67 


H. 
Davy. 
71-43 

28-57 


Mn'O*  ....     80     ....  100     ....  100*00    ....  1000     ....  10000    ....  100*00 


Or: 

MnO 36 

MnO«  44 


45 

55 


Or: 

2MiiO 72 

0 8 

BaO    

SiO«    

HO 


90 
10 


....  10000 

Turner. 
Brauniie* 
86-94 
9*85 
2-62 
trace 
0*95 


MiiO,MnO»....     80    ....  100  80    ....  100      ....     100*36 

Mn^O*  ^  2  .  345*89  +  3  .  100  =  991*78.  (BeneUns.) 
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J)eeompoiition3,'-^\*  When  strongly  ignited,  it  disengages  oxygen  gaa 
and  is  converted  into  manganoso-manganio  oxide.  The  loss  of  oxygen 
amounts  to  3*05  per  cent.  (Forchhammer.) — 2.  Decomposed  by  boiling 
with  nitric  acid,  into  protoxide  of  manganese  which  dissolves,  and  peroxide 
which  remains  undissolved.  (Berthier.)  The  same  result  is  obtained 
when  manganic  oxide  is  boiled  with  dilute  sulphuric  acid.  (Turner.)—* 
d.  Hot  oil  of  vitriol  reduces  it  to  manganoae  oxide  and  dissolves  it,  with 
evolution  of  oxygen  gas;  in  hot  hydrochloric  acid  it  dissolves  with 
evolution  of  chlorine. 

Combinations. — a.  With  Water. — Htdrated  Manqakic  Oxidb.~ 
Found  native  as  Manganite  or  Manganese-glance. — Obtained:  1.  By  ex- 
posing the  hydrated  protoxide  to  the  action  of  the  air. — 2.  According  to 
Berthier,  by  passing  chlorine  gas  through  water  in  which  carbonate  of 
manganous  oxide  is  diffused,  the  chlorine  not  being  in  excess.  The 
liquid  is  filtered,  and  the  undecomposed  carbonate  removed  by  cold 
dilate  nitric  or  acetic  acid.  A  portion  of  hydra^d  peroxi4e,  however, 
remains  mixed  with  the  hydrated  sesquioxide. 

The  native  compound  forms  large,  steel-grey,  rhombic  prisms,  belonging 
to  the  right  prismatic  system.  Fig,  61  and  other  forms,  w  :  ti*=99°  40^; 
cleavage  parallel  to  u,  u\  m  and  t',  less  distinct  parallel  to  p, — Specific 
gravity  4*328;  hardness  equal  to  that  of  felspar.  (Haidinger.)  Yields  a 
reddish  brown  powder,  which  does  not  impart  any  colour,  or  only  a  slight 
tinge  of  red,  to  cold  concentrated  sulphuric  acid.  The  artificially  pre- 
pared hydrate  is  a  bulky,  dark  brown  powder,  consisting  of  minute 
scales;  does  not  decrease  in  volume  when  heated  in  the  water-bath;  it 
leaves  a  stain  when  rubbed. — Resolved  by  boiling  with  moderately  con- 
centrated sulphuric  acid,  into  protoxide  of  manganese  which  dissolves, 
and  hydrated  peroxide  which  remains  undissolved.  (Berthier.) 

Turner. 

Ilefeld. 
...  80-92 
...  8-98 
...     1010 


2Mii 

30.... 

HO 


Calculation. 
56    ....     62-92 
24    ....     26-97 

9    ....     1011 


Ort 
2xdnO  .......A... 

O 

HO 


72 

8 
9 


80*90 

8-99 

1011 


MnW,Aq. 


Or: 
2Mn»0* 

O    

3HO  .... 


89 


10000 


89     ....  100-00 

Berzelius  & 
Arftredson.        Arfvedson. 


232 

8 

27 


86*89 

3*00 

10-11 


Undenas. 
86-41 
3-51 
1008 


Undenas. 
86-93 
307 
1000 


10000 


Turner. 

Ilefeld. 

86-85 

30.'i 

10-10 


3(Mn203  +  Aq.) 267     ....  100-00     10000 


10000 


100-00 


&.  By  the  intervention  of  other  salifiable  bases,  manganic  oxide  may 
be  made  to  unite  with  certain  acids,  forming  bright  red,  very  soluble 
compounds— Manganic  Salts — from  which,  according  to  Fuchs,  car- 
bonate of  lime  precipitates  the  manganic  oxide. 

Ores  of  manganese,  containing  more  than  1|  and  less  than  2  atom^ 
qf  oxygen  to  1  atom  of  manganese. 

1.  Compact  and  Fibrous  Manganese  ore,  Psilomelane,  ffartmangan, 
Schwarzer  Glashopf  Schwarzeisensiein. — Amorphous,  dense,  or  stalactitic. 
Specific  gravity  from  4-08  to  4*36;  harder  than  apatite;  fracture  con- 
choidal;   black. — It  is  probably  MnO,2MnO';  but  the  MnO  is  often 
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partly  replaced  by  KO^  BaO,  GaO^  CuO,  &c.  Water  also  is  often  present, 
and  sometimes  the  proportion  of  MnO'  is  greater;  but  the  amorphous 
atate  of  the  mineral  renders  it  impossible  to  determine  whether  this 
additional  quantity  of  MnO'  is  an  essential  constituent,  or  merely  an 
accidental  admixture.  In  Earthy  cobalt  and  Cupreous  manganese  the 
^nO  is  entirely  replaced  by  GoO  and  GuO.  (See  these  minerals.) 
Many  yarieties  of  Psilomelane  likewise  contain  carbonic  acid^  so  that 
when  ignited,  they  eyoUe  that  gas  at  first  instead  of  oxygen. 

Tutner. 


Wacken- 

Rammels- 

roder. 

Fachs. 

berg. 

a. 

b. 

c. 

KO 

■•• 

4-5 

•  ••• 

3-05 

NaO 

••• 

trace 

••«« 

0-32 

BaO 

M 

•  ••• 

CaO , 

»•• 

■  •  ■  ■ 

0-38 

CuO 

■  •t 

•  ••• 

0-96 

MnKX* 

...      84*9 

81-8 

•  ••• 

81-36 

O 

6-0 

9-5 

•••• 

9-18 

Fe»0»  

4-5 

•«•• 

1-43 

SiO« 

10 

trace 

•••• 

0-54 

HO 

2-5 

4-2 

•  ■•• 

3-39 

d»  e. 

•••■ 

16-365    Z    16-69 


69-795  ....  70-97 

7-364  ....  7-26 

0-260  Z.  0-95 

6:216  ....  4-13 


100-0       ....     100-0      ....     100-61         ....       100-000     ....  100-00 

a  is  from  Ilmenan;  h  from  Baireuth;  before  ignition  it  gives  up 
none  of  its  potash  to  boiling  water,  but  after  ignition  the  whole; — c  horn 
Horhausen;  d  from  Schneeberg;  e  from  Komaneche.  If  the  sesqui- 
oxide  of  iron  and  silica  are  regarded  as  adycntitious,  calculation  gives 
nearly  the  following  formulfo  :  a=MnO,  2MnO';  (  =  KO,  3MnO, 
20MnO»  +  4Aq.  =  1  Base  ;  5MnO'  :  lAq.;  c  =  6KO,lNaO,lGaO, 
2CuO,20MnO,150MnO'  +  SOAq.  =  1  base  :  5MnO*  :  lAq.;  d  and  e 
=  BaO,2MnO,6MnO'  +  SAq.  =  1  Base  :  MnO'  :  lAq.  Hence  a,  then 
h  and  c,  and  lastly  d  and  e,  form  three  different  yarieties. 

2.  Varvidte, — Texture  crystalline-laminated;  specific  gravity  from 
4-531  to  4*628;  resembles  Manganite  in  appearance,  and  Pyrolusite  in 
hardness  and  in  the  colour  of  its  powder. 

PhiUips. 
Calcalation.  a, 

4Mn  112      ....      63-27        63-0 

70 56      ....      31-64        31-6 

HO 9       ....         5-09         5-4 

177      ....     100-00        ~.      1000 

Tamer. 


^■ 


Or :  b,  c. 

4Mii'0*  464  ....  87-38  86-89  ....  86-87 

50  40  ....  7-53  7-39  ....  8-15 

3HO   27  ....  509  572  ....  4*98 


531       ....     10000        10000  ....     10000 

MnO,  3MnO'+ Aq. — a  and  b  are  from  Warwickshire,  c  from  Ilefeld. 

(R.  Phillips  and  Turner,  Fhil.   Mag,  Ann,  5,  209  and  254;   6,  281; 
7,  284.) 
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D.  Peroxide  of  Manganese.    MnO. 

Manganhyperoxyd,  Peroxyde  de  MangantBe, — Found  native  as  Pyro* 
liuUe,  Grey  Oxide  of  Manganese  {Gravbraunsteinerz)  Soft  Manganese 
{  Wewkmangan  or  Braunstein). 

Pr«7>ara^ion.— Manganoso-manganic  or  manganic  oxide  is  boiled 
with  strong  nitric  acid. — 2.  Nitrate  of  manganous  oxide  is  gradually 
heated  to  incipient  redness^  and  the  residue  pounded  and  freed  bj 
boiling  nitric  acid  from  any  remaining  manganous  oxide ;  the  insoluble 
residue  is  then  washed  and  very  carefully  heated  to  low  redness,  stirring 
all  the  while.  (Berthier.) — 3.  Carbonate  of  manganous  oxide  is  heated  in 
an  open  yessel  to  260^^  and  any  portions  of  carbonate  which  may  then 
remain  undecomposed,  are  removed  by  cold  and  very  dilute  hydrochloric 
acid;  whereupon^  according  to  Forchhammery  pure  peroxide  remains 
behind. — 4.  Carbonate  of  manganous  oxide  is  carefully  heated  with  fused 
chlorate  of  potash,  and  the  mass,  when  cold,  well  washed  with  water. 
(Qobel,  Schw.  67,  177.) — 5.  A  solution  of  a  manganous  salt,  even  when 
very  dilute,  provided  it  is  perfectly  free  from  iron,  deposits  peroxide  of 
manganese  on  the  positive  pole  of  a  voltaic  battery;  a  feeble  current  is 
sufficient  for  the  purpose.  (Fischer,  Kastn.  Arch.  16,  219.) 

Pyrolusite  has  the  same  crystalline  form  as  manganite.  It  appears  to 
be  formed  from  the  latter  by  absorption  of  oxygen  and  loss  of  water ;  for 
many  crystals  are  formed  externally  of  pyrolusite,  and  internally  of 
manganite.  (Haidiufer,  Pogg.  11,  374.)  Pyrolusite  is  somewhat  softer 
than  manganite,  and  of  specific  gravity  from  4*7  to  4*94 ;  it  has  a  steel- 
grey  colour  inclining  to  iron-black ;  its  powder  is  grey.  The  artificially 
prepared  peroxide  is  black,  with  metallic  lustre,  hard,  and  tough. 
(Berthier.) 


• 

Benelius  & 

Calculation. 

Forchhaminer. 

Arfvedson. 

A&U       ■••«••••••••••••        i»0 

^••« 

63-64 

M 63-65 

64-02 

20 

..     16 

•  •«• 

36-36 

36-35 

. .  ■ .           Ao  *  V  o 

MnO«    

..     44 

■  >■• 

100-00 

100-00 

....       100-00 

Turner. 

Or: 

Elgenburg. 

IlefeU. 

Mn»0* 

116 

•••» 

87-88 

8606 

85-62 

20   

16 

•••» 

12-12 

11-78 

11-60 

B«0 

■  •■• 

0-53 

0-66 

SiO»     

•  ••• 

0-51 

0-55 

HO 

•  •■• 

1-12 

1-57 

Caa 

•  ••■ 

trace 

3MnO» 

132 

•  «•• 

10000 

10000 

....       100-00 

(MnO^  s=  345-89  +  2  .  100  »  545*89.    BeneUns.) 

Pyrolusite  frequently  contains  manganite,  psilomelane,  (and  with  it 
also  baryta,  copper,  &c.)  sesquioxide  of  iron,  alumina,  quartz,  and  car* 
bonate  of  lime;  also  sulphate  of  lime  and  chloride  of  calcium;  whence, 
according  to  R.  Phillips  {PhU,  Mag.  Ann.  1,  314),  native  peroxide  of 
manganese,  unless  previously  washed  with  water,  frequently  evolves 
chlorine  when  treated  with  oil  of  vitriol ;  in  other  cases,  however,  the 
chlorine  arises  from  hydrochloric  acid  contained  in  the  oil  of  vitrioL 
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(II.;  181,  182.)  [For  the  mode  of  ajBcertaining  the  per-centage  of  per- 
oxide of  manganeee  in  the  yarious  minerals  which  contain  it,  vid,  Levol, 
Ann,  Pharm,  44,  355:  also  Fresenios  and  Will,  Ann.  Pharm,  49,  125.] 

Deeomponlumi. — 1 .  When  peroxide  of  manganese  is  even  gently  ignited, 
a  portion  of  its  oxygen  is  expelled  in  the  gaseous  form,  and  sesquioxide 
left  behind;  at  a  higher  temperature,  |  at.,  or  12  12  per  cent,  (according 
to  Berthier,  11*8  to  12  per  cent.,)  is  given  off,  leaving  man^^anoso-man- 
ganic  oxide. — 2.  When  ignited  in  a  charcoal  crucible,  it  yields  S2  per 
cent,  of  protoxide.  (Berthier.) — 3.  By  heating  with  sulphur  it  is  resolved, 
with  disengagement  of  sulphurous  acid  gas,  into  a  compound  of  manga- 
nous  oxide  with  sulphide  of  manganese. — 4.  When  heated  with  oil  of 
yitriol,  it  first  evolves  one-fourth  of  its  oxygen,  and  is  converted  into 
manganic  sulphate  {vid.  Hess,  Pogg.  52,  116);  afterwards,  when  the 
heat  is  increased,  another  fourth  of  the  oxygen  is  given  off,  and  mnn- 
ganous  sulphate  formed.  (Sch,  16.)  Strong  boilin?  sulphuric  acid  dis- 
solves it,  converting  it  into  manganous  oxide  and  liberating  oxygen  gas. 
— 5.  Hot  hydrochloric  acid  dissolves  it,  with  evolution  of  chlorine  and 
formation  of  protochloride  of  manganese  or  hydrochlorate  of  manganous 
oxide.  (Sch.  64  and  73.)-- 6.  It  is  also  dissolved  by  hydrated  sulphurous 
acid,  with  formation  of  hyposulphate  (II.,  174)  and  sulphate  of  man^nous 
oxide  (MnO*  -|-  SO"  =  MnO,  SO') ;  and  by  hydrated  nitrous  acitf,  with 
formation  of  nitrate  of  manganous  oxide.  Nitric  oxide,  according  to 
Kastner  (Kcutn.  Arch,  26, 165)  acts  in  a  similar  manner,  provided  water 
is  present.  By  the  addition  of  organic  substances,  such  as  oxalic  acid, 
sugar,  &c.,  the  carbon  of  which  combines  with  the  second  atotti  of 
oxygen,  the  solution  of  peroxide  of  manganese  in  nitric  and  sulphuric 
acids  is  greatly  facilitated. — 7.  By  igniting  peroxide  of  man;{anese  with 
hydrate  of  potash  in  a  close  vessel,  manganate  of  potash  and  manganic 
oxide  are  produced.  (Forchhammer,  Mitscherlich.) 

ComWno^um*.— a.  With  Water.— Hydrated  Peroxide  op  Man- 
ganese. 

a.  One-fourth  hydrated,  4MnO^  HO. —  Hydrated  manganic  oxide,  or 
the  hydrated  peroxide  y,  is  boiled  in  moderately  concentrated  nitric  acid, 
and  afterwards  washed  and  dried  over  a  water-bath. — Brownish-black, 
dense,  tenacious  masses,  having  an  earthy  fracture.  (Berthier.) 


4MnO^ 

Calculation. 
176        OS-1-1 

HO    

9 

4-87 

4MnO^HO  

185 

10000 

Or: 

4MnH)*. 

80 

3HO 

464 

64 

27 

«3-60 

....       11-53 

4-87 

Berthier.    Rammelsberg. 

840      ....      841 

11-5      ....       11-3 

4-5       ....        4-6 

555       ....     10000        100-0       ....     1000 


p,  TrihydraUd.  —  dMnO',HO.  —  Separates  spontaneonsly  after  a 
short  time  from  a  solution  of  manganous  bromate,  in  the  form  of  a  black 
powder,  which  gives  off  the  whole  of  its  water,  even  at  a  temperature  of 
SOO®.  (Rammelsberg,  Pogg,  55,  67.) 
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Galcnlaiioii.  Or:  Rammelsberg. 

3MnO*. i32      ....      93-62  Mb»0* 116    ....    82-27  \  o...- 

HO 9      .,..        6-38  20   16    ....     11-35  J    V    ^^  '° 

HO 9     ....       6-38     ....       6-24 

SMnO^HO     141      ....     100-00  141     ....  10000     ....  lOO'OO 

7.  Dihydraied, — 2MnO^HO. — 1.  Carbonate  of  manganous  oxide  is 
diffused  in  water,  and  chlorine  gas  passed  throogh  it  uninterrnptedly  and 
in  largo  excess,  so  that  the  liquid  after  24  hours  still  contains  free 
chlorine;  anj  manganous  carbonate  remaining  in  the  precipitate  is 
removed  by  cold  dilute  acetic  or  nitric  acid,  and  the  residue  washed  and 
dried. — 2.  A  salt  of  manganous  oxide  is  precipitated  by  chloride  of*  soda 
or  chloride  of  lime,  and  the  precipitate  washed  with  water  and  dried, 
(R.  Phillips,  Phil  Mag.  Ann.  5,  216;  E.  Dingier,  Kastn.  Arch.  18,  252; 
Winkelblech,  Ann,  PJiarm.  13,  262.)  According  to  Schaffner  (Ann. 
Pharm.  51,  168)  this  method  yields  the  tribasic  hydrate. — The  black 
hydrate,  precipitated  by  Pelouze  from  salts  of  manganous  oxide  by 
hypochlorous  acid  is  probably  the  same  compound. — %  3.  Schaffner 
(Ann.  Pharm.  51,  168)  likewise  obtained  it  by  adding  chloride  of  am- 
monium and  free  ammonia  to  a  solution  of  manganous  sulphate,  and 
leaving  the  mixture  exposed  to  the  air.  After  some  time,  a  leather- 
brown  precipitate  is  formed,  which  retains  its  colour  on  drying.  IT — Dark 
brown,  loosely  coherent  powder,  consisting  of  shining  spangles;  stains 
the  skin,  <bc.;  does  not  conere  into  masses  when  heated  in  a  water-bath. 
(Berthier.)  Reddish  brown,  very  friable  mass.  (Winkelblech.)  When 
heated  to  dull  redness,  it  gives  off  water  and  oxygen  gas  at  the  same 
time.  By  boilinff  with  moderately  strong  nitric  acid,  which  dissolves  a 
small  quantity  of  protoxide  with  evolution  of  oxygen  gas,  it  is  converted 
into  the  compound  ».  (Berthier.)  Does  not  dissolve  completely  in  boiling 
nitric  acid.  Oxalic  acid  decomposes  it  rapidly,  with  great  rise  of 
temperature.  (Winkelblech.) 

Calculation. 

2MnO* 88        90-72 

HO 9        9-28 


2MnOSHO 97        100-00 

Ort  Winkelblech.    Berthier.        pingler. 

2MnH)< 232      •...      79-72  1  ^.^  J  77      ....      77 

40 32      ....      11  00  /    —      ^^^     •"'    1  11      ....      11 

3HO 27      ....        9-28        ....        9-40     ....        12      ....      12 

291      ....     10000        ....        99-89    ....      100      ....     100 

According  to  Berthier  and  Dingier,  who  dried  the  hydrate  for  ana- 
lysis at  100°,  the  formula  is  not  2MnO»,HO,  but  3MnO',2HO. 

^.  Monohydrated. — MnO*,  HO. — 1.  Formed  by  boiling  hydrated  man- 
ganic oxide  in  dilute  nitric  acid.  (Forchhammer.) — 2.  By  boiling  manga- 
nate  or  permanganate  of  potash  with  excess  of  sulphuric  or  nitric  acid, 
till  the  hydrate  is  precipitated.  (Mitscherlich.) — As  prepared  by  the 
second  method,  it  is  brownish  black;  with  an  aqueous  solution  of  sulphu- 
rous acid,  it  yields  nearly  pure  manganous  hyposulphate,  and  only  a  smal 
quantity  of  sulphate.  (Mitscherlich.) 
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CalcuUtion. 

MnO» 44     ....     83-02 

HO    9    ....     16-98 


MnOS,HO....    53    ....  10000 


Or: 

MnH)* 116 

20  16 

3HO  27 

159 


Mitschierlich. 

72-96  ....  72-57 
10-06  ....  9-88 
16-98      ....      17-55 


100-00 


100-00 


(ht9  of  Manganese,  principally  containing  hydraied  Peroxide, 

To  this  class  belong  most  yarleties  of  Wad.  The  varjiDg  admixtare 
of  some  of  the  lower  oxides  of  manganese  (manganoso-manganic  or  man- 
ganic oxide),  as  also  of  baryta,  ferric  oxide,  &c.  does  not  allow  of  any 
stoichiometrical  calculation  of  these  imperfectly  crystallized  minerals.  It 
is  sufficient,  therefore,  to  give  the  results  of  some  of  the  analyses. 


Tomer. 


Berthier. 


a. 

b. 

c. 

d. 

e. 

Mn'O* 

...    7912 

....     87-245 

MnO    

62-4 

■  ••• 

68-9 

•••• 

46-5 

0 

...       8*82 

....       9-675 

0 

12-8 

•  ••• 

11-7 

■  ••• 

71 

HO 

..     10-66 

....       3080 

HO 

15-8 

•  •*■ 

12-4 

•  •«• 

8-8 

BaO 

...       1-40 

trace 

Fe»0*  

CUy    

Quarts    .... 

....       6-0 
30 

•  ••• 

7-0 

3-6 
33-6 

100*00 

....  100000 

100-0 

•  ■•• 

1000 

•  ••• 

99-6 

a  is  Wad  from  Upton  Pyne,  consisting  of  loosely  agglomerated  brown 
scales;  specific  gravity,  2*314.  Similar  to  the  above,  in  properties  and 
composition,  is  the  Wad  of  HUttenberg,  in  Oarinthia,  from  Nassau  and 
from  Elbingerode ;  the  oxygen  in  a  is  not  sufficient  to  convert  all  the 
manganoso-manganic  oxide  into  peroxide. — 6  is  Ochrey  Wad;  probably  a 
mixture  of  hydrated  sesquioxide  and  anhydrous  peroxide;  if  so,  it  does  not 
belong  to  this  head.  (Turner,  N,  Edinh.  J,  of  Se,  2,  213.) — -e  occurs  at 
Grosvi,  in  brownish  black,  dull  masses,  which  yield  a  reddish  brown  powder. 
When  ignited,  it  loses  24  per  cent,  of  water  and  oxygen  ;  dissolves  slowly 
in  oil  of  vitriol,  forming  a  violet-coloured  solution ;  evolves  chlorine,  even 
with  cold  hydrochloric  acid,  and  more  readily  than  other  varieties  of  the 
peroxide.— si  is  Wad  from  Vicdessos,  occurring  in  light,  soft,  warty 
masses,  which  leave  a  deep  stain  when  rubbed.  Before  analysis,  it  was 
freed  from  carbonate  of  lime  by  digestion  in  cold  acetic  acid ;  by  ignition, 
it  lost  1 9  per  cent,  of  oxygen  and  water. — e,  from  Oraubundten ;  com- 
pact, with  dense  granular  fracture ;  sometimes  with  metallic  lustre,  and 
black;  sometimes  dull  and  brown.  (Berthier,  Ann.  Ckim.  Phys.  51,  91.) 


E.  Manganic  Acid.    MnO'. 

JIfangaiMtturey  Aeide  Manganigue. 

Formation. — 1.  By  igniting  manganese  or  one  of  its  oxides  with  a 
fixed  alkali  in  contact  with  air,  or  with  chlorate  of  potash,  or  with  a  fixed 
alkaline  nitrate. — Peroxide  of  manganese,  ignited  with  hydrate  of  potash, 
even  out  of  contact  of  air,  yields  manganate  of  potash,  because  a  portion 
of  the  peroxide  is  converted  into  sesquioxide. 

Not  known  in  the  separate  state. 
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CaleuUtiion,  according  to  Mitacherlich.  Porcbhammer. 

Mn 28        53'85        50*8 

30  24         46-15         49-2 

MnO« 52        IZl       100-00        100-0 

MnQS  =  345-89  +  3  .  100  =  645-89.     (Berzelius.) 

ConibinationM. — ^With  Salifiable  BaseSi  forming  salts  called  Manga- 
2YATE8.  The  potash,  soda,  baryta,  and  strontia-salts  are  nearly  all  that 
are  known ;  they  are  obtained  by  the  method  given  for  the  preparation 
of  manganic  acia.  They  are  of  a  dark  blnish  green  colour.  They  deto- 
nate on  glowing  coals.  The  first  two  are  soluble  in  water,  and  form  deep 
green  solutions.  The  solution  is  permanent  when  it  contains  an  excess  of 
alkali ;  but  if  the  alkali  is  not  in  excess,  the  liquid  turns  red,  and  with 
greater  rapidity  in  proportion  to  the  quantity  of  water  present,  and  to  the 
facility  with  which  the  carbonic  acid  in  the  air  has  access  to  the  alkali. 
In  this  case,  the  alkaline  manganate  is  resolved  into  permanganate — which 
remains  in  solution  and  colours  it  red,  together  with  free  potash  or  car- 
bonate of  potash— and  insoluble  hydrated  peroxide  of  manganese. 
IT  Schdnbein  regards  the  so-called  salts  of  manganic  acid  as  compounds 
of  peroxide  of  manganese  and  peroxide  of  the  electro-positive  metal : — 
thus,  manganate  of  baryta,  according  to  his  view,  is  MnO'  +  BaO^  and  is 
resolved  by  acids  into  a  salt  of  baryta  and  a  compound  of  peroxide  of 
manganese  and  peroxide  of  hydrogen.  IT 

3(KO,Mn05)  =  KO,Mn«07  +  MiiO«  +  2KO. 

By  the  addition  of  an  acid,  the  decomposition  and  red  colour  are  instantly 
produced ;  with  hydrochloric  acid,  the  red  colour  soon  passes  into  brown, 
from  formation  of  hjdrochlorate  of  manganic  oxide.  Sulphurous  and 
hydrosulphurio  acid  decolorise  the  green  solution  by  deoxidizing  the 
manganic  acid. 


F.  Pebmanoanic  Acid.    Mn'O^ 

Htfpermanganic  acid,  Uehermangansaure,  Oxymangansdure,  Adde 

Oxymanganique. 

Formation. — 1.  By  the  decomposition  of  salts  of  manganic  acid. 
-^2.  By  bringing  chlorine  in  contact  with  an  oxide  of  manganese  and  a 
fixed  alkali  in  solution.  Hence,  in  the  preparation  of  chlorate  of  potash 
with  chlorine  gas,  if  chloride  ot  manganese  passes  over  into  the  aqueous 
solution  of  carbonate  of  potash,  the  solution  acquires  a  red  tint. — 3.  By 
digesting  a  salt  of  manganous  oxide  with  sulphuric  acid  and  peroxide  of 
lead.  (Forchhammer.) 

This  acid  has  not  yet  been  isolated. 

IT  According  to  Sch5nbein,  that  which  has  hitherto  been  regarded  as 
permanganic  acid  is  really  a  compound  of  peroxide  of  manganese  and 
peroxide  of  hydrogen,  or  ozone,  according  to  the  formula  2MnO'-f3HO*, 
— inasmuch  as,  with  deoxidizing  agents,  the  so-called  permanganic  acid 
behaves  exactly  like  peroxide  of  hydrogen,  or  ozone  itself.  {Vid,  Decom* 
position  of  hypenaanganic  acid,  inira.)  (Schonbein.)     IT 


vol,   IT, 
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Calculation, 
According  to  Mitscherlich. 

2Mn 56      50 

70 56      50 

MAKQANBSE. 

Vorchhammer. 

43-1       

56-9 

....      41-36      

FW>iiilieR. 
...      59-45 
...      40-55 

MnW  ....     112      100 

1000      .... 

....     100-00      

...     100-00 

Mn^O^  s  2  .  545*89  •(-  7  .  100  «  1S91'78.    (BcneliiiB.) 

Combinations. — a.  With  Water.  Aavw^xsB  Pcrxakoanio  Aon>.— « 
Freparatum, — 1 .  From  an  ftqueonfl  solution  of  permaiigatiate  of  Imryt^ 
the  baryta  ie  precipitated  by  an  eouiyalent  quantity  of  tnlphnrio  acid^ 
and  the  clear  liquid  decanted.  (Miteoherlioh.)— •2.  Carbonic  acid  gae 
iB  passed  through  manganate  of  baryta  diffused  in  30  parts  of  water, 
stirring  freqnently,  till  the  green  colour  of  the  powder  is  changed  into 
brown.  (This  brown  powder  is  a  mixture  of  carbonate  of  baryta,  hydrated 
peroxide  of  manganese,  and  portions  of  undecomposed  manganate  of 
baryta.)  The  decanied  dark  Tiolet  solution,  which,  oesides  permaDganio 
acid,  contains  acid  permanganate  and  acid  carbonate  of  baryta,  is  ^iled 
for  a  quarter  of  an  hour  to  expel  carbonic  acid  and  precipitate  the  earbo^. 
nate  of  baryta;  the  small  quantity  of  baryta  still  held  in  solution  by  the 
permanganic  acid  is  then  remored  by  a  few  drops  of  dilute  sulphuric  aeid; 
the  solution  decanted,  and  boiled  down  to  three- fourths  of  its  bulk,  and 
lastly  poure<l  off  from  the  precipitated  hydrate  of  peroxide  of  manganese. 
(Fromherz.)  If  the  solution  is  evaporated  in  vacuo  over  oil  of  vitriol, 
brown  oxide  of  manganese  is  obtained ;  but  when  evaporated  at  a  gentle 
heat,  it  yields,  on  cooling,  small  dark  carmine-red  needles  containing 
8*411  per  cent,  of  water,  which  Fromherz  regards  as  crystallized  perman- 
ganic acid.  Mitscherlich  and  Wohler  consider  these  crystals  as  acid  per- 
manganate of  baryta,  since  pare  permanganic  acid  is  decomposed  by  boil- 
ing its  aqueous  solution,  and  cannot  be  obtained  in  the  crystalline  state. 
(Poffj^.  26,  297;  31,  677;  32,  80.)  On  the  other  hand,  the  existence  of  a 
crystallized  acid  permanganate  of  baryta  is  improbable ;  and  the  nentral 
salt  would  not  be  decomposed  in  vacuo.  The  subject  deserves  further 
investigation. — 3.  The  green  solution  of  mineral  chameleon  is  precipi- 
tated by  nitrate  of  lead,  and  the  precipitate,  which  consists  of  ses- 
quioxide  of  manganese  and  peroxide  of  lead — after  being  washed  but 
not  dried — is  decomposed  by  long  digestion  with  a  mixtore  of  one  part  of 
oil  of  vitriol  and  ten  parts  of  water,  added  in  quantity  not  sufficient  for 
complete  saturation.  (Forchhammer.)  Under  these  circumstances,  the 
greater  part  of  the  manganic  acid  is  decomposed,  especially  after  the  sul- 
phuric acid  has  been  completely  saturated  by  the  oxide  of  lead.  (From- 
herz.)— 4.  Hiinefeld  {Schw,  60,  133)  decomposes  manganate  of  baiyta  by 
phosphoric  acid.  In  this  process,  however,  the  presence  of  phosphoric 
acid  and  baryta  in  the  permanganic  acid  is  scarcely  to  be  avoided. 

Prop^^itf«.— Beautifully  coloured  liquid,  which  appears  dark  carmine 
red  by  reflected,  and  dark  violet  by  transmitted  light;  when  somewhat 
dilute,  it  is  reddish  blue,  and  a  still  larger  addition  of  water  gives  it  a 
carmine  colour.  The  acid  imparts  a  distinct  red  colour  to  very  large 
quantities  of  water.  (Fromherz.)  It  is  inodorous,  and  has  at  first  a  sweet, 
and  afterwards  a  bitter,  rough  taste  (Fromherz) :  its  taste  is  pungent  and 
disagreeable.  (Forchhammer.)  It  stains  the  skin  brown,  but  does  not 
redden  litmus  (Fromherz);  destro3nB  the  colour  of  litmus  and  turmeric 
paper,  at  the  same  time  turning  them  brown,  from  deposition  of  hydrated 
peroxide  of  manganese.  (Forchammer^  Mitscherlich.) 
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JDecompotUumt.'^l.  The  aqueous  solution  deposits  manganic  oxide 
when  heated  or  exposed  to  light;  it  is  partially  deoomposed  at  45°,  and 
oompletely  at  lOO"", — ^more  rapidly  also  in  proportion  to  the  degree  of 
dilution ;  a  concentrated  solution  may  be  boiled  for  many  hours  without 
sensible  decomposition.  (Fromheri.)     The  solution  is  slowly  deoomposed 
at  about  20^,  and  rapidly  between  30^  and  40®|  yielding  oxygen  gas  and 
insoluble  hydrated  peroxide  of  manganese ;  the  decomposition  is  completed 
by  boiling.   (Mitscheriich.)     Forcnhammer  detected  an  electrical  odour 
[oEonel]  when  the  solution  was  eraporat-ed  or  exposed  to  the  sun's  rays.— 
2.  Many  substances  remove  oxygen  gas  from  aqueous  permanganic  acid  at 
ordinary  temperatures,  and  throw  down  manganoso-manganio  oxide  for 
hydrated  peroxide  of  manganese  )] .    Hydrogen  gas  passed  through  the  solu- 
tion decomposes  it  rapidly,  with  formation  of  water ;  recently  ignited  char- 
coal, rapidly,  without  CTolntion  of  gas;  phosphorus  gmdually,  and  phos- 
phuretted  hydrogen,  immediately,   with  formation  of  phosphoric  acid; 
sulphur,  in  the  course  of  a  few  days,  with  formation  of  sulphuric  acid; 
hydrosulphuric  acid  in  excess,  with  separation  of  milk  of  sulphur,  and 
formation  of  water  and  sulphuric  acid,  which  dissolres  a  portion  of  pro- 
toxide of  manganese  (a  small  quantity  of  hydrosulpurio  acid  produces  a 
brown  colour,  and  in  a  few  minutes  separates  brown  oxide  of  manganese, 
after  which  the  solution  exhibits  a  pale  rose  colour);  bisulphide  of  carbon, 
with  formation  of  sulphuric  acid  and  probably  also  of  carbonic  acid  [many 
metallic  sulphides  are  converted  into  sulphates  by  hypermanganic  acid] ; 
iodine,  at  a  moderate  heat,  with  formation  of  iodic  acid**     Zinc  and  iron 
decompose  the  acid  in  the  course  of  a  few  da3r8;  antimony,  bismuth,  lead, 
copper,  mercury,  and  silver,  in  about  four  weeks,  being  Uiemselves  con- 
verted into  oxides.  Sesquioxide  of  chromium,  teroxide  of  antimony,  prot- 
oxide of  tin,  protoxide  of  manganese,  the  yellow  and  red  oxides  of  lead, 
protoxide  of  iron,  dioxide  of  copper  and  dioxide  of  mercury  ^generally,  when 
used  in  the  hydrated  state)  these  oxides  themselves  rising  to  a  higher 
degree  of  oxidation;  arsenious  acid,  which  is  thereby  converted  into  arsenic 
acid,  the  solution,  however,  remaining  brown ;  ferrocyanide  of  potassium, 
with  formation  of  ferricyanide ;  defiant  gas,  immediately,  with  formation 
of  carbonic  acid,  and  probably  also  of  water;  alcohol  and  ether,  appa- 
rently with  evolution  of  carbonic  oxide  gas ;  sugar,  gum,  woody  fibre, 
paper,  with  formation  of  carbonic  acid ;  camphor,  oil  of  turpentine  (the 
latter  very  quickly),  turpentine,  colophony,  vegetable  oil,  without  evo- 
lution of  gas,  and  probably,  therefore,  with  formation  of  water;  stearic 
acid,  oleic  acid,  morphia,  urea,  the  colouring  matter  of  blood,  gelatine, 
albumen,  and  fibrine ;  likewise  precipitate  brown  oxide  of  man^nese  from 
permanganic  acid.  (Fromherz.)     Sulphate  of  indigo,  and  the  infusions  of 
galls,  saffron,  logwood,  madder,  columbo,  rhubaro,   quassi^  aloes,  and 
Peruvian  bark,  are  turned  brown,  and  their  colouring  matter  is  destroyed. 
(Fromherz.) — 3.  Other  substances,  by  «  more  powerful  attraction  for 

*  f  The  action  of  iodide  of  potassium  is  peculiar :  when  aqneona  hypermanganic 
acid  is  ponred  into  a  solntion  of  this  salt,  a  large  quantity  of  reddiah  brown  peroxide  it 
immediately  thrown  down,  and  the  liquid  aasomes  a  brown  coIoar«  from  separation  of 
iodine :  if  now  the  filtered  solution  be  heated  till  the  whole  of  the  free  iodine  is  expelled, 
and  very  dilute  snlphuric  or  phosphoric  add  afterwards  added,  a  fresh  quantity  of  iodine 
is  precipitated — thus  proving  that  iodate  of  potash  and  peroxide  of  potassium  must  be 
contained  in  the  liquid.  This  reaction  is  precisely  similar  to  that  of  iodide  of  potassium 
with  peroxide  of  hydrogen  or  ozone.  Caustic  potash  behaves  nearly  in  a  similar  manner, 
pert>xide  of  manganese  being  precipitated  and  the  filtrate  containing  peroxide  of  potas- 
sium. (S«b<$abein.}    Finely  dividMl  piatinum  decomposes  permaDganic  acid  rapidly,  f 
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oxygen^  completely  convert  the  permanganic  acid  into  protoxide  of  man- 
ganese, which  then  remains  dissolved.  Thus:  snlphurous  and  nitrous 
acids — instantly,  with  formation  of  sulphate  or  nitrate  of  nianganous 
oxide;  hydriocQc  acid — producing  a  reddish  brown  liquid,  which  contains 
protiodide  of  manganese,  together  with  free  iodine  (when  a  smaller  quan- 
tity of  the  hydriodic  acid  is  used,  brown  oxide  of  manganese  is  precipitated, 
and  the  brown  solution  contains  free  iodine);  hydrochloric  acid — with 
formation  of  protochloride  of  manganese  and  evolution  of  chlorine ;  chlo- 
ride of  sulphur — rapidly,  with  separation  of  sulphur  and  formation  of 
manganous  sulphate ;  oxalic,  tartaric,  and  acetic  acids — with  formation  of 
a  manganous  salt.  (Fromherz.)  [According  to  Unverdorben,  acetic  acid 
produces  no  effect ;  according  to  the  author's  own  experiments,  it  acts 
very  slowly .1  The  following  substances  do  not  decompose  permanganic 
acid : — tin,  cnlorine,  carbonic  acid,  boracic,  phosphoric,  sulphuric,  nitric, 
chromic,  arsenic  (Fromherz),  or  bromic  acid.  (Bammelsberg.) 

b.  With  Salifiable  Bases,  forming  salts  called  Permanganates  or  Oxy- 
MANGANATEs.  The  potash  and  soda  salts  are  formed  by  the  spontaneous 
decomposition  of  the  corresponding  alkaline  manganates  dissolved  in 
water.  Most  of  the  others  are  obtained  by  saturating  aqueous  permanganic 
acid  with  such  bases  as  have  no  tendency  to  combine  with  another  atom 
of  oxygen;  or,  according  to  Mitscherlich,  by  rubbing  together  in  a 
mortar  finely  pounded  permanganate  of  silver  and  a  solution  of  the 
hydrochlorate  of  the  base,  and  decantingfrom  the  insoluble  chloride  of  silver 
produced.  AU  filtration  is  to  be  avoided,  on  account  of  the  deoxidizing 
action  of  paper.  The  permanganates,  in  the  anhydrous  state,  are  dark 
red  or  brownish  black.  They  detonate  with  combustible  bodies,  like 
the  nitrates  and  chlorates,  sometimes  even  by  mere  friction,  the  acid 
being  generally  reduced  to  the  state  of  protoxide  of  manganese.  Sul- 
phuric or  phosphoric  acid  separates  the  permanganic  acid  from  the  base; 
the  acid,  nowever,  is  soon  resolved  into  oxygen  gas  and  peroxide  of 
manganese,  which  is  deposited  at  the  bottom  of  the  vessel  (Chevillot  & 
Edwards.)  Hydrochloric  acid  gives  off  chlorine,  and  throws  down  sea* 
qnioxide  or  peroxide  of  manganese,  which,  on  heating  the  mixture,  is 
again  dissolved,  as  protochloride,  with  fresh  evolution  of  chlorine.  All 
tne  permanganates  are  soluble  in  water,  and  many  are  likewise  deli- 
quescent; the  least  soluble  is  the  permanganate  of  silver;  hence,  on 
mixing  the  concentrated  solution  of  another  permanganate  with  nitrate  of 
silver,  the  permanganate  of  silver  is  precipitated  almost  completely,  and 
in  the  crystalline  form.  (Mitscherlich.)  The  aqueous  solutions  of  the  per- 
manganates, like  that  of  permanganic  acid  itself,  have  an  intense  red 
colour,  which  is  still  perceptible  even  after  considerable  dilution.  They 
are  decomposed  and  decolorized  by  almost  all  substances  which  decom- 
pose aqueous  permanganic  acid,  those,  namely,  which  are  enumerated 
under  (2)  and  (3).  (Fromherz.) — ^Ammonia  decolorizes  them  immediately, 
with  evolution  of  nitrogen  gas;  organic  colouring  matters  are  more 
slowly  destroyed  by  them  than  by  the  free  acid.  (Mitscherlich.)  Sul* 
phurous  and  phospnorous  acids  decolorize  the  permanganates  rapidly, 
forming  salts  of  the  protoxide.  Hydrosulphuric  acid  precipitates  a  light- 
coloured  mixture  of  sulphur  and  hydrated  sulphide  of  manganese;  hydro- 
sulphate  of  ammonia  in  excess  throws  down  flesh-coloured  hydrated 
sulphide  of  manganese.  (H.  Rose.) — Permanganate  of  potash  gives  no 
precipitate  with  the  salts  of  bairta,  magnesia,  alumina,  or  with  zinc, 
cadmium  or  nickel  salts,  or  with  the  salts  of  the  higher  salifiable  oxides 
of  titanium,  uranium^  tin,  iron,  cobalt,  copper,  mercury,   silver,   gold^ 
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and  platinum ;  but  with  salts  whose  bases  have  a  tendency  to  absorb 
oxygen,  as  with  those  of  sesqnioxide  of  chromium,  (which  is  converted 
into  chromic  acid),  and  of  the  protoxides  of  manganese,  tin,  lead,  and 
iron,  and  of  dioxide  of  mercury,  permanganate  of  potash  forms  preci- 

Eitates,  consisting  of  mixtures  of  sesqnioxide  of  manganese  and   the 
i^her  oxide  of  the  other  metal.  (Fromherz.)     ^According  to  Schbn-    fi^p^^,  ^•■ 

bein*s  yiew,  the  salts  of  permanganic  acid  are  really  compounds  of  perox- ^ 

ide  of  manganese  and  a  quadoxide  of  the  base :  e,  g,  2MnO^  +  KO*.  HiO^^ ::  ,  ^ 
In  the  case  of  potash,  the  existence  of  such  an  oxide,  corresponding  to 
the  sulphur  compound,  does  not  appear  very  improbable,  inasmuch  as 
the  action  of  ozone  on  potash  appears  to  produce  KO',  and  the  ordi- 
nary peroxide,  KO',  may  really  be  nothing  more  than  KO'  +  KO^ 
(Schonbein.)  IT 

Manganese  and  Carbon. 


A.  Carbide  of  Manganuei — a.  Manganese  reduced  by  charcoal 
always  contains  carbon,  which,  when  the  metal  is  dissolved,  remains 
behind  in  the  form  of  a  black  powder. — h.  Sulphocyanide  of  manga- 
nese, when  ignited,  leaves  a  residue  of  MnC ;  and  cyanide  of  manganese, 
a  residue  of  MnC^,  in  the  form  of  a  fine,  very  combustible  powder,  or  if 
the  heat  is  very  carefully  applied,  in  brilliant,  colourless  octohedrons. 

t1]  (Brown,  J,  Pr,  Chem.  17,  492.) — c.  Manganese-graphite. — Produced 
y  the  long  continued  fusion  of  manganese  in  a  charcoal  crucible; 
according  to  WoUaston,  also  a  large  proportion  of  the  graphite  which 
separates  from  purified  cast  iron,  consists  of  carbide  of  manganese.  It 
has  a  stronger  luBtre  than  other  kinds  of  graphite,  is  laminated,  and  may 
be  used  for  writing.  (John.)  [It  probably  consists  of  carbon,  with  man- 
ganese accidentally  adhering  to  it  in  small  quantities.] 

B.  Carbonate  of  Manoanous  Oxide,  or  Manoanous  Carbonate. 
— Found  native  as  Manganese-spar. — Crystalline  system,  the  rhombo- 
hedral.  Occurs  in  obtuse  rhombohedrons.  Fig,  141,  143,  135;  r^  :r^  or 
f*  (Fig.  141)  =  73°  9';  r^:T^=  106°  51'.  Cleavage  distinct  parallel  to 
r'.  Sp.  gr.  3*55  to  3 '59.  Of  the  same  hardness  as  felspar.  Translucent; 
of  a  rose-red  colour  and  pearly  lustre.  Decrepitates  when  ignited, 
becomes  greenish  grey,  and  afterwards  turns  black,  if  exposed  to  the 
air,  from  formation  of  manganoso-manganic  oxide :  when  ignited  in  a 
close  vessel,  it  leaves  greenish  grey  protoxide.  Ignited  in  a  current  of 
chlorine  gas,  it  gives  off  carbonic  acid  gas,  and,  according  to  Wohler, 
is  converted  into  a  crystalline  mixture  of  chloride  of  manganese  and 
manganoso-manganic  oxide : 

4(MnO,  COO  +  CI  =  MnCl  +  Mn»0*  +  4C02. 

^  Dissolves  very  slowly  in  cold,  and  rapidly  in  warm  hydrochloric 
acid. 

Stromeyer. 


Calculation.  Kapnik.  Nagyag.  Freiberg. 

MnO 36      ....      6207            CaO,CO*....  605  ....     10-58  ....  13-08 

C0«  22       ....       37-93            MgO,CO»....  3-31  ....       2-43  ....  7-26 

MnO,CO«  89-92  ....    8664  ....  7370 

FeO,CO"  ....  ....  ....  5-76 

HO   0-44  ....      0-31  ....  005 


MnO,CO*....  58   ....  lOO'OO  9972  ....  9996  ....  9985 
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Dx-kydraJted, — An  aqueous  solution  of  snIphAte  of  manganons  oxide, 
or  protochloride  of  manganese,  is  precipitated  with  monocarbonate  or 
bicarbonate  of  potash  or  soda^  and  the  precipitate  washed  with  cold  boiled 
water,  and  dried  in  vacuo  oyer  oil  of  yitriol.  If  the  precipitate  is 
washed  with  water  containing  air,  and  is  likewise  dried  in  the  air,  a 
portion  of  the  salt  is  converted  into  hjdrated  manganio  oxide,  which 
gives  it  a  red-brownish  white  tint. — Delicate,  snow-white,  tasteless  powder, 
permanent  in  the  air.  When  heated  to  redness  in  an  open  vessel,  it  first 
turns  black  and  then  brown,  from  formation  of  manganoso-manganio 
oxide.  Bj  ignition  with  two  parts  of  sulphur,  it  yields  sulphurous  acid 
and  carbonic  acid  gas,  a  small  quantity  of  manganons  sulphate,  and  a 
large  quantity  of  sulphide  of  manganese,  mixed  with  a  variable  quantity 
of  manganons  oxide,  less,  however,  in  proportion  as  the  mixture  has 
been  more  gradually  heated.  (Arfvedson.)  Chlorine- water  expels  the  car- 
bonic acid,  and  converts  the  carbonate  into  hydrated  sesquioxide,  which, 
if  treated  with  a  larger  quantity  of  chlorine,  is  converted  into  hydrated 
peroxide  of  manganese.  (Berthier.)  When  boiled  with  an  aqueous  solu- 
tion of  chloride  of  lime,  it  first  forms  manganoso-manffanic  oxide,  and 
then  suddenly  anhydrous  peroxide  of  manganese,  together  with  a  small 
quantity  of  permanganate  of  lime,  which  colours  the  solution  purple- 
red.  (B&ttger,  Beitrage,  2,  12.) — By  a  boiling  solution  of  potash,  which 
removes  the  whole  of  the  carbonic  acid,  it  is  converted  into  hydrated 
protoxide  of  manganese.  (Gmelin.) — ^When  recently  precipitated,  it 
dissolves  in  aqueous  solutions  of  ammoniacal  salts  (Wittstein)  \  but  after 
being  precipitated  for  some  time,  it  dissolves  slowly,  according  to  Witt- 
stein, and  not  at  all,  according  to  Brett. — Soluble  in  7680  parts  of  pure 
water,  and  in  8840  parts  of  aqueous  carbonic  acid.  (John.) 

Calcalation.  Ur§.  Turner.  Jolm.    Forchhammer. 

2MnO     72  ....     57*6     ....     57'3     ....     56*853     ....     5584  ....  51*755 

2COa      44  ,,^    35.2     ....    35.4    ....     34-720    ....     34*16  ....  33050 

HO     9  ....       7-2    ....       7*3     ....       8*427    ....     10*00  ....  13*520 

2(MiiO,CO>)  +  Aq.  125  ....  100*0     ....  1000    ....  100000     ....  lOO'OO  ....  98*325 

The  salt  analysed  by  Ure  was  dried  in  the  air  at  a  temperature  of 
88^;  that  analysed  by  Turner,  in  vacuo  over  oil  of  vitriol. 

Manoanbse  and  Boron. 

Borate  of  Manoanovs  Oxidb,  or  Manoanous  Borate. — Borax 
gives  a  white  precipitate  with  manganons  salts.  The  presence  of  a 
magnesia-salt  prevents  the  precipitation,  and  the  precipitate  formed  in  the 
contrary  case,  is  soluble  in  an  aqueous  solution  of  sulphate  of  magnesia. 
(Beriehus.)  Sexborate  of  potash  does  not  affect  the  salts  of  manganons 
oxide.  (Laurent.) 

Manganese  and  Phosphorus. 


A.  Phosphide  of  Manganese. — a.  When  manganese  is  ignited 
with  an  equal  weight  of  glacial  phosphoric  acid,  (with  or  without  -^  of 
charcoal  powder),  or  when  phosphorus  is  thrown  on  ignited  manganese,  a 
white  brittle  mass  is  obtained,  having  the  metallic  lustre  and  a  granular 
texture,  more  fusible  than  manganese  itself,  and  permanent  in  the  air.  (Pel- 
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letier.)*-^.  When  phospharetted  hydrogen  gas  is  passed  oyer  heated  ohlo« 
ride  of  manganese,  and  the  undecomposed  chloride  afterwards  dissolved 
out  with  water,  a  black  metallic-shining  residae  is  left,  consisting  of  phos- 
phide of  manganese.  This  oomponnd  does  not  exhibit  a  phosphorus^ 
flame  before  the  blow-pipe;  it  is  insoluble  in  hydrochloric  acid.  (H.  Rose, 
Pogg.  24,  335.) 

B.  Hypophosphite  of  Manganous  Oxide,  or  Manoanous  Htpo< 
PHOSPHITE. — Formed  when  an  aqueous  solution  of  hypophosphite  of  lime 
is  boiled,  for  a  long  time,  with  excess  of  manganous  oxalate.  The 
filtrate  yields,  on  evaporation,  au  amorphous  mass,  which  swells  up  when 
heated,  and  evolves  spontaneously  inflammable  phosphuretted  hydrogen 
gas.  (n.  Rose,  Fogg.  12,  87.) 

C.  Phosphite  op  Manoanous  Oxide,  or  Manoanous  Phosphite. 
— -Terchloride  of  phosphorus  dissolved  in  water  and  neutralised  with 
ammonia,  gives  with  hydrochlorate  or  sulphate  of  manganous  oxide, 
provided  the  manganous  salt  is  not  in  excess,  a  reddish  white  precipitate, 
which,  after  drying,  resembles  dried  compact  hydrate  of  alumina. 

Calculation.  H.  Rote. 

8MnO    720     ....  49-62    50-19 

PC    55-4    ....  3810     3802 

2H0  180    ....  12-38     11-79 

2MnO,PO*  +  Aq 145-4     ....     10000     10000 

By  drying  at  a  rather  elevated  temperature,  one  atom  of  water  i« 
expelled  from  the  salt.  (H.  Rose.) 

Manganous  phosphate,  when  ignited  in  a  retort,  often  becomes  sud- 
denly incandescent,  this  appearance  being  the  more  quickly  produced, 
the  more  carefully  the  salt  has  been  dried.  Under  these  circumstances, 
it  gives  off  hydrogen  gas  charged  with  phosphorus,  the  quantity  of  which 
is  mater  as  the  salt  is  drier;  the  gas,  however,  is  not  spontaneously 
inflammable.  A  trace  of  phosphorus  sublimes  at  the  same  time,  and 
the  residue  in  the  retort  consists  of  manganous  phosphate^  with  from  1  to 
3  per  cent,  of  blackish  brown  phosphoric  oxide.  In  the  residual  man- 
ganous phosphate,  more  than  2  and  less  than  3  atoms  of  manganous 
oxide  are  combined  with  one  atom  of  phosphoric  acid.  If  the  salt  has 
been  distilled  after  drying,  the  residue  contains  less  phosphoric  acid ;  if 
it  be  distilled  in  the  moist  state,  it  yields  no  sublimed  phosphorus,  and 
the  residue  contains  less  phosphoric  oxide  and  a  larger  proportion  of 
phosphoric  acid. — 100  parts  of  the  salt  evaporated  to  dryness -with  nitric 
acid,  and  ignited,  leave  99*24  parts  of  ignited  manganous  phosphate, 
2  atoms  of  oxygen  replacing  the  2  atoms  of  water.  The  salt  is  sparingly 
soluble  in  water:  it  dissolves  in  an  aqueous  solution  of  hydrochlorate  or 
sulphate  of  manganous  oxide.  (H.  Rose,  Pogg.  9,  33,  &  224.) 

D.  Phosphate  of  Manoanous  Oxide,  or  Manoanous  Phosphate. 
— When  phosphate  of  soda  is  added  to  solution  of  manganous  sulphate, 
this  salt  is  precipitated  in  the  form  of  a  white  powder  (which  does  not 
appear  crystalline  under  the  microscope:  Heintz).  Boiling  solution  of 
potash  removes  the  whole  of  the  phosphoric  acid.  Water  dissolves  this 
compound  sparingly;  solution  of  carbonate  of  ammonia,  somewhat  more 
freely ;  from  the  latter  solution  it  is  again  deposited  on  boiling.  (Berze* 
lius.)    It  is  partially  soluble  in  hycbochloiute  or  nitrate  of  ammonia 
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(Brett);  also  in  sulphate  and  succinate  of  ammonia,  the  liquid,  how- 
ever, showing  a  turbidity  which  is  not  removed  even  by  heat.  The 
solution  in  carbonate  of  ammonia  is  clear  at  first,  but  becomes  turbid 
after  a  while,  the  turbidity  being  increased  by  heating  the  liquid. 

IT  According  to  Heintz,  this  salt  is  composed  of  3  atoms  of  manganous 
oxide,  1  atom  of  phosphoric  acid,  and  7  atoms  of  water,  4  of  which 
are  dven  off  at  120"",  and  the  3  others  at  a  red  heat.  It  is  insoluble 
in  alcohol,  but  soluble  in  acetic  acid,  and,  with  greater  facilitj,  in  the 
stronger  mineral  acids. 

h,  DiphosphcUe, — 2MnO,HO,PO* -f  6Aq. —  1.  Prepared  by  precipi- 
tating a  solution  of  manganous  sulphate  with  a  slight  excess  of  phos- 
phate of  soda;  dividing  the  solution,  together  with  the  precipitate,  into 
two  equal  parts;  adding  enough  nitric  or  hydrochloric  acid  to  dissolve  the 
precipitate  in  one  portion ;  and  then  mixing  the  whole  together.  After 
standing  for  a  day  or  two,  pale  red  or  almost  colourless  crystals,  having 
a  strong  glassy  lustre,  are  deposited.  These  crystals  appear  to  be 
tabular,  right  rhombic  prisms,  having  the  acute  prismatic  edges  generally 
replaced  by  planes,  so  that  they  look  like  hexagonal  tables.  The  broad 
terminal  faces  have  a  strong  lustre,  like  that  of  apopyllite.  By  boiling 
with  water,  the  salt  is  resolved  into  a  soluble  acid  salt  and  an  insoluble 
basic  salt.  (Bodeker,  Ann,  Pharm,  69,  206.) —2.  By  adding  ordinary 
phosphate  of  soda  to  a  solution  of  manganous  sulphate  acidulated 
with  acetic  (or  with  hydrochloric  or  phosphoric  acid,  in  which  case  the 
precipitation  is  slower),  till  the  precipitate  remains  permanent.  Care 
must  be  taken  not  to  throw  down  the  whole  of  the  manganese.  The 
precipitate,  after  a  while,  becomes  crystalline  and  granular,  the  larger 
crystals  having  a  tinge  of  red. — 3.  This  salt  likewise  forms  the  residue 
which  is  left  on  boiling  an  excess  of  the  terbasic  salt  {vid.  infra.)  with 
phosphoric  acid,  the  supernatant  liquid,  which  contains  the  acid  salt, 
being  poured  off,  and  the  insoluble  portion  washed  with  water.  When 
thus  prepared,  it  likewise  becomes  crystalline  after  awhile.  The  crystals 
dissolve  readily  in  strong  mineral  acids,  but  with  difficulty  in  acetic  acid 
and  in  water;  they  are  insoluble  in  alcohol.  The  salt  loses  5  atoms  of 
water  between  100^  and  120^,  another  atom  at  200^  or  abo^e,  and  the 
last  at  a  red  heat,  so  that  its  proper  formula  is  probably,  2MnO, 
HO  +  P0» + HO  +  5 Aq.  (Heintz.) 

Calculation.  Bodeker.  Hdntz. 

2MiiO 720       ....       34-73  34-86  ....  34*58 

PO» 71-4       ....       34-62  33-88  ....  34-61 

7HO    63-0      ....      30-65  3126  ....  3117 

2MnO,HO,PO*-f6Aq.     206-4      ....     10000        100-00      ....     100-36 

c.  -4ciiPAo«pAate.— MnO,2HO,PO'H-2HO.— 1.  Prepared  by  stron^y 
heating  a  mixture  of  manganic  oxide  and  phosphoric  acid. — 2.  By 
dissolving  the  precipitate  produced  in  the  solution  of  a  manganous  salt 
by  ordinary  phosphate  of  soda,  in  phosphoric  acid,  and  setting  aside  to 
crystallize. — Forms  small  prismatic  crystals,  which  dissolve  readily  in 
water,  and  are  resolved  by  boiling  alcohol  into  phosphoric  acid,  and  a  salt 
containing  2  atoms  of  manganous  oxide  to  1  atom  of  acid.  An  aqueous 
solution  of  the  salt  is  also  precipitated  by  alcohol  with  partial  decompo- 
sition. On  charcoal,  before  the  blow-pipe,  it  fuses  readily  in  the  outer 
flame,  giving  off  phosphoric  acid  and  phosphorus  in  inflammable  bubbles, 
and  yielding  a  black  bead,  which,  when  pressed  out,  appears  transparent 
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and  violet-eolonred ;  in  the  inner  flame,  the  bead,  after  a  while,  becomes 
white  and  opaque,  bat  blackens  again  in  the  outer  flame.  It  loses 
2  atoms  of  water  between  110''  and  120^,  the  remainder  at  a  red  heat. 

Calculation.  Heintz. 

MnO    280       ....       24-88  2460 

PO*  71-4      ....      49-92  49-17 

4HO 36-0       ....       25-20  2601 


MnO,2HO,PO»  +  2Aq 1354       ....     10000        9978 

£.  Manganous  Pyrophosphate. — Formed  by  precipitating  sulphate 
of  manganons  oxide  with  pyrophosphate  of  soda. — Amorphous,  white 
powder,  soluble  in  strong  miueral  acids,  and  in  solution  of  pyrophosphate 
of  soda. — Decomposed  by  potash.  By  dissolving  it  in  sulphurous  acid- 
water  and  boiling  the  solution,  it  is  obtained  in  fine  crystals,  having  a 
mother-of-pearl  lustre. 


2MnO 

PC* 

720 

71-4 

50-2 
49-8 

5015 
49-85 

2MnO,PO» 143-4      ....     lOO'O        lOO'OO 

(Schwarsenberg,  Ann,  Fkarm.  62,  2.)  IT 

F.  Manoanous  Metaphosphate. — Precipitated,  unchanged,  from 
a  solution  in  nitric  acid  by  hydrosulphate  of  ammonia,  without  formation 
of  sulphide  of  manganese,  (Otto.) 

IT  Prepared  by  heating  sulphate  of  manganous  oxide  with  pure  phos- 
phoric acid  to  a  temperature  of  316^. — Insoluble  in  water  and  dilute 
acids;  soluble  in  concentrated  sulphuric  acid. 

Calculation.  Maddrell. 

MnO  36-0      .,..      33-321         33-22 

P0» 71-4      ....      66-679 66-78 

MnO,PO»  107-4       ....     100000        ~.       10000 

(Maddrell,  Mem.  Chem.  Soc.  3,  273).     % 

G.  Phosphate  op  Manganic  Oxide,  or  Manganic  Phosphate. — 
Manganoso-manganic  oxide,  or  peroxide  of  manganese,  heated  nearly  to 
redness  with  concentrated  phosphoric  acid,  yields  a  bright  violet-coloured 
mass,  which  is  semifluid  while  hot  and  solid  when  cold.  With  water  it 
forms  a  columbine-red  solution,  which  is  not  decomposed  by  the  addition 
of  a  large  quantity  of  water,  but  is  immediately  decolorized  by  hydrosul- 
phnric  or  sulphurous  acid.  After  long  standing,  the  solution  deposits 
light  brown-red  crystalline  grains. — When  manganoso-manganic  oxide  or 
the  peroxide  is  heated  to  full  redness  with  excess  of  phosphoric  acid,  a 
peach-blossom  coloured  mass  insoluble  in  water  remains,  from  which 
solution  of  potash  separates  brown  oxide  of  manganese,  probably  man- 
ganic metaphosphate.  (Gmelin.) 

%  Hermann  {Fogg,  74,  303.)  finds  that  when  manganic  oxide 
(obtained  by  igniting  the  nitrate  of  manganous  oxide,  resulting  from  the 
mutual  decomposition  of  manganous  sulphate  and  nitrate  of  baryta),  is 
mixed  with  aaueous  phosphoric  acid,  the  mixture  evaporated  to  aryness, 
and  the  resiaue  heated  nearly  to  redness,  a  violet-coloured  mass  is 
obtained,  which  dissolves  partially  in  water,  forming  a  columbine-red 
solution  and  leaving  a  peach -blossom  coloured  powder.  The  solution, 
after  long  standing,  deposits    light    brown  crystalline  grains   (easily 
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wMhed  with  water)  mixed  with  a  black  anbstance,  probably  oonslating 
of  bydrated  peroxide  of  manganese.  In  oonseqaence  of  this  admixture^ 
the  crystalline  grains  did  not  yield  constant  results  when  analysed;  they 
appear,  however,  to  contain  from  35*12  to  37*35  per  cent,  of  manganic 
oxide,  and  from  48*99  to49'91of  phosphoric  acid.  The  peach-blossom 
coloared  powder  is  insoluble  in  all  acids  excepting  the  nydrochloric; 
caustic  potash,  aided  by  beat,  readily  separates  manganic  oxide  from  it. 
By  strong  ignition,  it  is  reduced  to  a  yiolet  glass^  with  loss  (in  a  covered 

crucible)  of  6*10  per  cent. 

Hcmiiuia 


MnK)* 

CalcnUtloB. 
80*0      ....      25*43 
214-2      ....      68-78 
180      ....        5-79 

1. 
25-57 
68-25 

.... 
.... 

a.  ^ 

2S-37 

3PO»   

2HO    

69*01 
5*62 

Mn«0»,3PO«,2HO 

312*2 

....     100*00 

100-03 

.... 

100*00  1 

Manganbsb  and  Sulphub. 

A.  SULPHIDE  OF  Manganese. — Found  native  in  the  form  of  Maiv- 
ganese-lUndey  or  Schwarzen, — 1.  Formed  by  passing  hydrosulphuric  acid 
gas  over  heated  man^anous  oxide  or  sulphate,  (or  carbonate,  Fellenberg,) 
as  long  as  water  contmues  to  be  formed.  (Arfvedson.) — 2.  By  precipitat- 
ing a  manganous  salt  with  hydrosulphate  of  ammonia,  and  heating  the 
washed  and  dried  precipitate  in  a  current  of  dry  hydrosulphuric  acid  gas, 
as  long  as  water  and  sulphur  are  given  off.  (Berzelius.)— 3.  By  igniting 
peroxide  of  manganese  or  manganous  carbonate  with  sulphur.  The 
sulphide  of  manganese  thus  prepared  contains  a  small  quantity  of  man- 
ganous sulphate,  and,  moreover,  an  oxysulphide  of  manganese,  the 
quantity  of  which  becomes  greater  the  more  rapidly  the  original  mixture 
is  heated;  by  repeated  ignition,  however,  with  fresh  quantities  of  sul- 
phur, the  oxide  is  almost  entirely  converted  into  sulphide  of  manganese. 
(Arfvedson.)— 4.  By  heating  manganous  sulphate  to  whiteness,  either 
with  -^  of  its  weight  of  charcoal,  or  in  a  charcoal  crucible.  (Dbbereiner, 
Sckw,  14,  206,  Berthier.)  In  this  process,  also,  oxysulphide  of  man- 
ffauese  may  be  mixed  with  the  pure  sulphide.  IT  5.  Obtained  in  crystals 
by  paesing  the  vapour  of  bisulphide  of  carbon  over  the  native  crystallized 
hydrate  of  manganic  oxide,  ignited  in  a  porcelain  tube.  The  crystals  of 
sulphide  of  manganese  thus  obtained  have  the  same  form  and  nearly 
the  same  lustre  as  those  of  the  hydrated  oxide.  They  are  iron-black 
with  a  tinge  of  green,  and  yield  a  dingy  green  powder.  (Vblker.)  IT 

Native  sulphide  of  manganese  crystallizes  in  iron-black  cubes,  with 
cleavage  parallel  to  the  faces  of  a  cube ;  it  is  harder  than  felspar,  of 
specific  gravity  of  4'0,  and  yields  a  dark  green  powder.  The  artificial 
sulphide  prepared  by  the  second  and  third  methods,  forms  a  dark  green 
powder;  that  prepared  by  the  fourth,  is  a  more  bulky,  fused,  dark  steel- 
grey  mass,  having  a  semi-metallic  lustre,  crystalline-granular  fracture, 
and  greyish  green  streak.  (Dobereiner,  Berthier.) 


Dobereiner.            Arfvedson.               Del  Rio. 

Calculation. 

Artifieial.    ArHfieial        Nigyi«.          Meadoo. 

Mn 

...    28     ....     63-64 

....      65*86     ....     6313     ....     6229    ....    545 

8    

...     16     ....     36-36 

....      34*14     ....     86-87    ....                 ....    39*0 

Quarts  

1...            .... 

....                                       ....                                   ....                                   ....             0   V 

MnS  

,..,     44     ....  100*00 

....     100-00    ....  10000    ....                 ....  100*0 
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The  artificial  snlpliide  turns  brown  in  the  air^  eren  at  ordinary 
temperatures;  the  native  yariety  does  not.  Salphide  of  manganese^ 
when  ignited  in  the  air,  is  converted  into  snlphnroas  acid  and  manga- 
noso-manganic  oxide, — the  native  snlphide,  however^  less  easily  than  the 
artificial  variety.  The  ore  from  Nagyag  yields  86*03  per  cent,  of 
manganoso-roanganic  oxide.  (Arfvedson.) — ^When  fused  with  excess  of 
oxide  of  lead,  it  gives  off  sulphurous  acid,  and  yields  a  slag  consisting 
of  oxide  of  lead  and  protoxide  of  manganese,  a  portion  of  lead  also 
being  reduced.  (Berthier,  Ann,  Chim.  Fhys.  89,  252.)  Detonates  when 
heated  with  nitre.  It  is  but  slightly  decomposed  by  chlorine  at  high 
temperatures,  a  small  quantity  of  chloride  of  sulphur  bein^  formed.  (H. 
Rose,  Fogg.  42^  540)  ;  the  sulphide  prepared  by  the  first  method  is  resolved 
into  ohloride  of  sulphur  and  rose-coloured,  crystalline  chloride  of  man« 
ganese.  (Fellenberg,  Fogg,  50,  76.)  When  heated  to  redness  in  a  current 
of  aqueous  vapour,  it  gives  ofl*  hydrogen  and  hydrosulphurio  acid  gas^ 
and  is  converted  into  manganoso-manganio  oxide.  (Regnaulty  Ann. 
Chim,  Fhys.  62,  381.) 

3MnS  +  4HO  =  Mii»0*  +  3HS  +  H. 

With  aqueous  acids,  even  with  dilute  nitric  or  nitro-hydroehlorio  acid,  it 
gives  off  abundance  of  hydrosulphurio  acid. 

Hydrated  Sulphide  of  Manganese,  or  ffydroiulphate  of  JfanganotU 
Oxide, — Precipitated  in  flesh-coloured  flakes  on  mixing  a  manganous  salt 
in  solution  with  an  alkaline  hydrosulphate*.  When  the  solution  is  largely 
diluted,  the  precipitate  appears  white  for  the  first  few  moments.  Hydro- 
sulphite  of  ammonia  likewise  produces  a  flesh-coloured  precipitate. 
(Wackenroder.) — The  precipitate,  when  washed  and  dried  in  the  air, 
turns  brown  from  oxidation.  When  heated  to  redness  in  a  retort,  it  is 
resolved  into  water  and  anhydrous  ^een  sulphide  of  manganese.  (Ber- 
zelius.)  It  precipitates  sulphate  oi  cadmium,  acetate  of  lead,  hydro- 
chlorate  of  ferric  oxide,  nitrate  of  cobalt,  nitrate  of  nickel,  nitrate  of 
silver,  and  sulphate  of  copper.  (Anthon,  J,  Fr.  Chem,  10,  353.)  The 
metals  contained  in  these  salts  are  probably  precipitated  in  the  form  of 
sulphides,  with  formation  of  manganous  stuts.  Hydrosulphate  of  man- 
ganous oxide  turns  white  when  boiled  with  potash  (Wackenroder)  [the 
alkali  withdrawing  the  hydrosulphuric  acid ;  Omelin'],  It  dissolves  in 
sulphuric,  hydrochloric,  and  dilute  nitric  acid,  with  evolution  of  hydro- 
sulphurio acid  gas;  also  in  aqueous  sulphurous  acid  (Berthier),  with 
separation  of  sulphur  and  formation  of  manganous  hyposulphite  f. 
(Rammelsberg.)  [In  this  case  no  sulphuretted  hydrogen  is  evolved,  and 
the  solution  contains  manganous  sulphate.]  Hydrosulphate  of  manganous 
oxide  is  slightly  soluble  in  hydrosulphate  of  ammonia,  but  not  when  it 
contains  excess  of  sulphur.  Hence,  when  a  manganous  salt  is  preci- 
pitated by  a  large  excess  of  hydrosulphate  of  ammonia,  the  filtrate,  on  being 
exposed  to  the  air,  or  mixed  with  hydrosulphite  of  ammonia,  deposits  a 
further  quantity  of  hydrated  sulphide  of  manganese.  (Wackenroder.) 

B.  OxTSDLPHiDB  OF  Manganese  MnS,MnO.  Formed  by  passing 
hydrogen  gas  over  red-hot  manganous  sulphate.     100  parts  of  the  anhy- 

*  ^  Bj  passing  a  current  of  hydrosnlphuric  acid  gas  through  a  solution  of  mangan- 
ous acetate,  a  reddish  precipitate  is  obtained,  which  contains  from  2  to  2*5  per  cent,  of 
water,  f 

t  It  is  likewise  soluble  in  acetic  add — a  property  which  is  made  use  of  in  separatins; 
manganese  firom  nickel  and  cobalt,  (Ann,  Pkarm,  42,  347.) 
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droos  sulphate  jieli  water^  snlphuFous  acid,  and  52*78  parts  of  oxysnl- 
phide  of  manganese.  This  compound  is  also  fonned,  together  with  pure 
sulphide  of  manganese,  when  an  oxide  of  manganese  is  ignitod  with 
sulphur.  Pale  green  powder,  of  a  lighter  colour  than  sulphide  of  man- 
ganese. (Arfvedison.) 

Calculation.  Arfredson.             Or:                                ArfredBon. 

2Mii 56    ....     70  ....     70*26  MnO 36    ....    45    ....     45 

S 16     ....     20  ....     19-86  MnS 44     ....    55     ....     55 

0 8    ....     10  ....      9-88 

HnS^MnO  ....     80    ....  100    ....  100*00  80    ....  100    ....  100 

At  ordinary  temperatures,  it  is  permanent  in  the  air;  when  heated, 
it  takes  fire  and  hums,  leaving  96*27  per  cent,  of  manganoso-manganic 
oxide;  a  strong  heat,  however,  is  required  to  expel  the  whole  of  the 
sulphur.  Hydrosulphurio  acid  gas  passed  over  it  at  a  red  heat,  rapidly 
decomposes  it  into  water  and  109*34  per  cent,  of  sulphide  of  manganese. 
Acids  dissolve  it  with  evolution  of  hydrosulphurio  acid.  (Arfvedson.) 

C.  HrposuLPHiTB  OF  Manoanous  Oxide,  or  Manoanous  Htpo- 
BULPHiTB. — ^When  hyposulphite  of  haryta  is  precipitated  hy  sulphate  of 
mauffanous  oxide,  and  the  filtrate  left  to  evaporate  in  the  air,  or  under  a 
bell-iar  over  oil  of  vitriol,  the  salt  is  almost  wholly  resolved  into  free 
sulpnur  and  manganous  sulphate.  Alcohol  added  to  the  filtrate  precipi- 
tates a  concentrated  solution  of  the  salt.**-2.  Recently  precipitated  sul- 
phide of  manganese  difiused  in  water,  is  rapidly  converted  by  a  current 
of  sulphurous  acid  gas  into  the  same  salt,  with  separation  of  sulphur. 
(Rammelsberg,  Fo^g.  56,  305.) 

D.  Sulphite  of  Manoanous  Oxide,  or  Manoanous  Sulphite. — 
Sulphurous  acid  gas  is  passed  through  water  in  which  manganous  carbo- 
nate is  diffused  till  the  liquid  emits  a  powerful  odour  of  the  acid  ^John); 
or  the  carbonate  is  dissolved  in  an  excess  of  aqueous  sulphurous  acid,  and 
the  liquid  boiled  till  the  non-acid  salt  is  precipitated.  (Berthier,  i\r.  Ann, 
Chim.  Phya,  7,  78.)  White,  crystalline-granular  powder  (amorphous 
when  prepared  b]^  the  second  process :  Muapratt),  tasteless,  permanent  in 
the  air,  decomposible  at  a  red  heat,  and  insoluble  in  water,  alcohol  (John), 
and  ether.  (Muspratt.)  Very  sparingly  soluble  in  water  (Heeren,  Ber- 
thier); readily  soluble  in  aqueous  sulphurous  acid.  (Berthier.) 

Calculation.  John.  Muspntt. 

MnO 36     ....     41-86       402  ....       4203 

SO* 32    ....     37-21  >  ,Q.ft  ....      36-47 

2H0  18     ....     20-93f     ^^  ^  ....       21-50 

MnO,S03  +  2Aq 86     ....  100-00       100-0       ....     10000 

E.  Htposulphatb  of  Manoanous  Oxide,  or  Manoanous  Htpo- 
SULPHATB. — ^Formed  by  passing  sulphurous  acid  gas  through  water  in 
which  finely  divided  peroxide  of  manganese  is  diffused.  Berzelius  first 
purifies  the  powdered  manganese,  by  boiling  it  in  nitric  acid  and  washing 
from  all  traces  of  hydrated  sesqnioxide,  which  would  yield  manganous 
sulphate.  (Vid.  II.,  174;  Formation  of  Hypotalpkuric  Acid,)  The 
manganous  sulphate  produced  at  the  same  time,  is  removed  either  by 
evaporation  and  crystallization;  or  by  carefully  adding  baryta-water 
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till  the  solution  no  longer  giyes  a  precipitate  with  chloride  of  barium: 
pure  manganous  hjposulphate  then  remains  in  the  liquid  in  the  form  of 
a  deliquescent  salt.  (Welter  &  Gay-Lussac.) 

F.  Sulphate  of  Manganous  Oxidb^  or  Manganous  Sulphatb. — 
Oil  of  vitriol  dissolves  the  metal  very  slowly;  dilute  sulphuric  acid^  on  the 
contrar^^  with  great  facility.  By  heating  peroxide  of  manganese  with 
oil  of  vitriol^  oxygen  gas  is  disengaged  and  the  same  compound  produced. 

Preparatiofi, — 1.  Peroxide  of  manganese— previously  freed  from  car- 
bonate of  lime  and  magnesia  by  boiling  with  dilute  sulphuric  acid — is 
heated  with  an  equal  weight  of  oil  of  vitriol,  and  the  resulting  mass 
gently  ignited  for  an  hour  (by  which  means  the  sulphates  of  iron  and 
copper  formed  at  first  are  decomposed);  the  manganous  sulphate  which 
remains  unaltered  is  dissolved  in  water,  and  the  solution  evaporated  to  the 
crystallizing  point.  If  the  solution  is  still  found  to  contain  any  oxide  of 
iron  or  copper,  the  former  is  removed  by  di^stiuff  the  liquid  with  man- 
ganous carbonate,  and  the  latter  subsequently  by  hydrosulphuric  acid. — 
2.  Fischer  ignites  1  part  of  peroxide  of  manganese  with  4  parts  of  green 
vitriol  (Klauer,  5  parts  of  the  peroxide  with  2  ports  of  dehydrated  green 
vitriol),  and  then  proceeds  as  above. 

By  igniting  the  crystals,  the  anhydrous  salt  is  obtained  as  a  white 
friable  mass  having  a  bitter  metallic  taste,  and  reddening  litmus  very 
feebly  when  dissolved.  The  salt  sustains  a  continuous  red  heat  without 
decomposition;  when  strongly  ignited,  it  gives  off  oxygen  gas,  sulphurous 
acid,  and  anhydrous  sulphuric  acid,  leaving  mangauoso-manganic  oxide. 
When  ignited  with  charcoal,  it  evolves  sulphurous  acid,  together  with 
three  or  four  times  the  quantity  of  carbonic  acid  and  carbonic  oxide  gases, 
and  leaves  a  compound  of  protoxide  and  sulphide  of  manganese.  (Gay- 
Lussac.) 

Anhydraui.  Turner.  Brandes.  ForcUiAmmer. 

MnO  36    ....     47-37       4733       ....      47'7     ....    45-62 

SO* 40     ....     52-63       52-67       ....       62-3     ....     54-38 

MnO,SO»  76    ....  100-00      10000      ....     100-0     ....  10000 

Comhinatiovu  with  water. — The  ignited  salt  absorbs  water  with  great 
avidity,  and  unites  with  it,  forming  a  hard  mass;  when  exposed  to  the  air, 
it  takes  up  3  atoms  of  water.  (Brandos.) 

a.  MonohydraUd.^'l .  Obtained  by  drying  the  pentahydrated  salt  in 
the  air  at  a  temperature  between  194®  and  21 0\  (Graham,  FhU,  Mag.  «7., 
6,  420.) — 2.  Precipitated  in  the  form  of  a  pale  reddish-yellow  powder,  by 
rapidly  boiling  an  acid  solution.  (Kiihn  &  Ohlmann,  Sekw,  61,  239.) 
From  a  neutral  solution,  this  compound  is  also  precipitated  on  boiling. 
(Graham.) 

Calculation.  Graham.  Kiihn  &  Ohlmann. 

MnO 36    ....    42-361  «q..q  f  *1*23 

S0»    40     ....     4706/     ^^**        1  47-26 

HO    9     ....     10-59       lQ-51        11*51 


MnO,SO»  +  Aq.    85     ....  100-00      10000        10000 

fi.  Bihydrated. — Separates  on  melting  the  heptahydrated  salt  alone, 
or  on  boiling  it  with  alcohol.  (Brandos.)  When  the  pentahydrated  salt 
is  dried  at  115°  in  the  air,  a  compound  is  left  containing  76  parts  (1  atom) 
of  anhydrous  salt  to  9*92  parts  (rather  more  than  1  atom)  of  water;  u 
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it  be  dried  •!  ofdlnalT  iemperatares  in  yacuo  over  oil  of  ▼itriol,  15*87 
parts  (alnuMt  2  »tomB)  of  water  remain  with  76  parts  of  the  anhydrous 
salt.  (Graham.) 

Calculation.  firandes.                  Graham. 

MnO 36    ....    38*S0  )  q^.q                       7Q'12 

SO» 40     ....     42-66  ;  •  ^"  ^  '**  ^^ 

2HO 18     ....     19-15  19'1  20-88 

MnO,SO>  +  2Aq.     94     ....  100*00        ~.       1000        ~,       10000 

y.  TerhydraUd.'^l,  Deposited  in  the  form  of  a  erystalline  crust  from 
a  solation  of  manganons  salpbate  not  quite  heated  to  the  boiling  point 
(Oraham);  it  frequendy  erystallizes  also  with  the  tetrahydrated  salt  in 
opaque  white  masses.  (Brandos.)— 2.  Produoed  from  the  tetrahydrated 
salt  by  eraporation  in  Taouo  oyer  oil  of  yitriol.  (Brandes.)*-d.  Formed 
when  the  anhydrous  salt  is  exposed  to  the  air  till  it  no  longer  absorbs 
watw.  (Brandos.) 

BvmmIm. 


Cilciiktion.  1.                            2. 

MnO 36    ....    34*96  34*76  \                   »r.|.Q 

SO"  „..    40    ....     38-84  38*71  f  '    ' 

3H0 27     ....     26-21  26*10  „ 24*38 


MnO»S0S-i-3Aq.  103    ....  100*00        9966        10000 

i,  TdrahydraUd. — Crystallizes  on  eyaporatiog  an  aqueous  solution  of 
the  salt  in  the  air  at  a  gentle  heat,  and  indeed,  according  to  Regnault,  at 
temperatures  between  20°  and  30°.  Large,  transparent^  right-rhombicy 
and  six-sided  prisms,  of  specific  gravity  2*092,  according  to  Kopp;  the 
crystals,  though  of  invariable  composition,  are  sometimes  pale  rose-coloured, 
and  sometimes  colourless.  The  rose-coloured  crystals  yield  a  rose- 
coloured  solution  in  water;  the  colourless  crystals,  a  colourless  solution. 
(Fromherz,  Brandos.)  Wohler  obseryed  well-defined,  rose-coloured  and 
colourless  crystals  separate  from  the  same  solution. 

Fromherz  and  Brandes  attribute  these  differences  of  colour  to  the 
presence  of  a  higher  oxide  of  manganese  in  the  red  salt.  If  rose-eoloured 
sulphate  of  manganous  oxide  be  precipitated  from  a  not  yery  dilute 
solution  by  carbonate  of  potash;  the  washed  carbonate  of  manganous 
oxide  redissolved  in  sulphuric  acid,  and  precipitated  by  carbonate  of 
potash;  again  dissolyed  as  bef<»*e;  and  the  same  process  lepeated  several 
times ;  a  colourless  solution  is  at  length  obtained,  which  yields  colourless 
crystals.  For,  on  each  solution  in  sulphuric  acid,  a  portion  of  the  higher 
oxide  present  is  resdyed  into  oxygen  gas  and  manganous  oxide,  till  at 
last  it  disappears  altogether.  (Fromherz.)  [On  the  other  hand,  the 
manganous  carbonate  is  slightly  oxidized  by  washing  in  the  air;  and  if 
the  above  explanation  were  correct,  the  rea  salt  would  be  decolorized  by- 
boiling  with  sulphuric  acid,  or  by  a  current  of  hydrosulphuric  or  sul- 
phurous acid,  which  is  not  the  case.]  According  to  Brandes,  the  red  salt 
may  be  converted  into  the  colourless  salt  by  igniting,  and  then  dissolving 
it  in  water — or  by  boiling  it  in  the  state  of  powder  with  alcohol  or  ether, 
and  then  dissolving  in  water — or  by  boiling  its  solution  with  a  small 
quantity  of  sugar;  the  colourless  solution,  obtained  by  either  of  these 
methods,  yields  colourless  crystals.  [The  salt  obtained  by  igniting  peroxide 
of  manganese,  either  with  fuming  sulphuric  acid  or  with  English  oil  of 
yitriol,  wajs  always  found  by  the  author  to  jrield  red  crystals  after  purifica- 
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tion.  These  crysfciJAwbenigiutad  and  redit8olT6dyagdng»y«  ft  red  4Qlqii^^^ 
The  Bolation  was  not  decolorised  by  sulpharoos  acid  or  by  boiling  for 
two  hours  with  sugar,  not  eren  on  the  addition  of  salphoric  acid.]  Brandes 
obtained  red  crjstols  most  frequently  by  dissolying  peroxide  of  manganese 
in  sulphuric  acid,  after  having  ignited  it  with  charcoal  and  oil;  and 
colourless  crystals,  by  simply  igniting  the  peroxide  with  oil  of  vitrioL 
According  to  Brandenburg  {Schw.  14,  336),  the  red  salt  is  obtained  by 
igniting  peroxide  of  manganese  with  fuming  sulphuric  aoid^  and  white 
crystals  by  igniting  it  with  common  oil  of  Titriol.  Benelius  (Jahrmber^ 
11, 186)  attributes  the  difference  of  colour  to  isomerism. 

Mitscherlich.  Brandes.  John. 

Calculation.  B»d,        Colourlet$, 

MnO 36    ....    32141  -^  j31-6l     ....    3114    ....    3100 

S0»    40     ....     35-72/    •  •    ^    ■•"     134-61     ....    3414     ....    3366 

4HO  36     ....     82*14      ....     32    ....      33*78     ....     3253    ....     35-34 

■  I     ■         ■—  ■■■■I.I     II  .^^»—  I      II         jM^—i ^— ^—  ^— ^1^.    m        ■■»»«.»»^ii.  I  II 

MbO,S08  +  4Ai|.    112    ....  100*00      ....  100    ....     100*00    ....    97*81     ....  100*00 

In  vacuo  oyer  oil  of  yitriol,  this  salt  gives  up  1  atom  of  water.  When 
heated,  it  decrepitates  slightly  and  crumbles  to  a  white  powder  without 
fusing.  When  boiled  in  the  state  of  powder  with  absolute  alcohol,  it 
gives  up  1  atom  of  water;  but  to  cold  alcohol  or  boiling  ether  it  yields 
nothing.  (Brandes,  Pogg.  20,  556.) 

1.  PerUahydraUd, — 1.  Crystallizes  from  a  solution  of  the  ssit  evapo- 
rated in  the  air  at  temperatures  between  7^  and  20°.  (Regnault,  Ann. 
Chim.  Pkys.  76,  200.) — 2.  Produced  by  mixing  the  heptahydrated  salt 
with  cold  absolute  alcohol.  (Brandes.)  The  crystals  have  the  form  of 
blue  vitrioL  (Mitscherlich,  Regnault) 

Calecdation.  Mitacherlich*    Brandea.         Graham. 

MnO,SO> 76     ....     62-8         61*54       ..„       62       ....       6248 

5HO 45     ....    37-2        38*46      ....      38      ....      37-62 

MnO,SO*^5Aq 121     ....  106*0        100*09      ....     100      ....     100*00 

{.  iTieptaAyciratsi.— Sepamtes  from  a  cold  saturated  solution  exposed 
to  the  air  at  temperatures  between  ^>  4''  and  +  6^.  (Brandes,  Regnault.) 
Trann»arent,  very  pale  red  crystals  ^Brandes)  having  the  form  of  green 
vitriol.  (Regnault.)  It  is  moist  to  tne  touch,  and  deliquesces  between 
the  fingers;  melts  at  a  temperature  but  little  above  19^  with  separation 
of  the  bihydrated  salt.  By  exposure  to  the  air,  between  9^  and  11^,  it 
loses  4*9  percent,  of  water;  and  between  12*5^  and  15®,  18*6  percent. 
(3  atoms),  efflorescing  ai  the  same  time  to  an  opaque  mass.  To  cold 
absolute  alcohol  it  yields  2  atoms  of  water;  to  alcohol  of  25®  B.,  8  atoms, 
first  becoming  soft,  then  hard,  and  laatly  crumbling  to  a  crystalline 

S[)wder.  To  boiling  absolute  alcohol  it  gives  up  4  atoms  of  water, 
oiling  alcohol  of  55  per  cent,  leaves  the  bihydrated  salt,  which,  if 
rilowed  to  cool  in  the  liquid,  recombines  for  the  most  part  with  the  water 
separated.    Cold  ether  does  not  remove  water  from  the  aait.  (Brandes.) 


Calculation.  Brandet.  John. 

MnO 36    ....     25-ee  26*751  .. 

SO» 40     ....     28*77  -.        28*34J  "       ^^ 

7HO 63     ....     45-33  4500  ....       45 

MB0,S0'+7Aq 13S    ....  100*00  lOO^eO  ....    100 
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i».  Aqueous  solutton,^^!  part  of  anhydrous  sulphate  of  manganous 
oxide  dissolves  in  1-78  parts  of  water  at  6*25°,  forming  a  syrupy  liquid. 
1  part  of  the  tetrahydrated  salt  dissolyes  at  6*25^  in  0*883  parts;  at  lO"" 
in  0-79  parts;  at  18-75^  in  0-82  parts;  at  37*5^  in  0-67  parts;  at  75°  in 
0*69  parts;  and  at  101  "^  in  1*079  parts  of  water;  whence  it  appears  that 
the  solubility  of  the  salt  increases  up  to  75°,  and  decreases  aboye  that 
temperature.  A  cold  saturated  solution  boils  at  102*1°  and  at  the  same 
time  becomes  turbid,  from  separation  of  a  crystalline  crust,  which  again 
disappears  as  the  liquid  cools.  (Brandos.) 

Manganous  sulphate  dissolves  in  500  parts  of  alcohol  of  55  per  cent.) 
but  is  insoluble  in  absolute  alcohol.  (Brandos,  Pogg.  20,  556.) 

O.  Manganobo-manoamic  Sulphatb. — Manganoso-mauganic  oxide 
(not  the  native  hydrated  sesquioxide)  dissolves  almost  entirely  in  cold 
pure  oil  of  vitriol  or  in  sulphuric  acid  diluted  with  1  or  2  parts  of 
water,  forming  a  fine  red  solution,  which  when  diluted  with  water 
becomes  carmine-red;  or  1  part  of  peroxide  or  sesquioxide  of  manganese 
may  be  gently  heated  with  13  parts  of  oil  of  vitriol,  till  one-half  the 
quantity  of  oxygen  capable  of  being  driven  off  is  expelled,  and  the 
resulting  mass  dissolved  in  a  small  quantity  of  cold  water;  1  part  of  the 
salt  imparts  a  bright  red  colour  to  1280  parts  of  water.  (R.  Phillips, 
Phil,  Mag.  Ann,  5,  214.)  The  liquid  when  heated  deposits  hydrated 
peroxide  of  manganese,  and  is  converted,  without  disengagement  of 
oxygen,  into  a  colourless  solution  of  manganous  sulphate  with  excess  of 
acid.  With  pure  alkalies  and  alkaline  carbonates,  it  gives  a  reddish 
brown,  and  with  ferrocyanide  of  potassium  a  yellowish-brown  precipitate. 
On  diluting  with  water,  brownish-black  peroxide  of  manganese  is  thrown 
down  after  a  while,  leaving  the  protoxide  in  solution.  Many  deoxidizing 
agents  convert  this  salt  into  acid  sulphate  of  manganous  oxide.  The 
following  substances  decolorize  the  solution:  sulphurous  acid;  nitric  acid 
containing  nitrous  acid;  protochloride  of  tin;  sulphate  of  ferrous  oxide; 
nitrate  of  mercurous  oxide,  with  separation  of  white  sulphate  of  mercnrio 
oxide;  acetic  acid;  alcohol;  rock-oil;  naphtha;  oil  of  turpentine;  oil  of 
lavender;  and  starch;— oxalic  acid  turns  the  solution  brown  before  deco- 
lorizing it;  arsenious  acid  acts  in  the  same  manner,  but  likewise 
precipitates  a  brown  oxide;  hydrochloric  and  hydrosulphuric  acids  turn 
the  solution  brown;  tartaric  acid  and  gum  render  it  brown  and  turbid. 
(Fromherz.)  The  solution  may  be  regarded  either  as  containing  a 
mixture  of  the  sulphates  of  manganous  and  manganic  oxides-— or,  with 
Fromherz,  as  a  mixture  of  sulphate  of  manganous  oxide  and  sulphate  of 
manganic  acid.  According  to  the  latter,  a  similar  red  solution  may  be 
obtained  by  adding  manganic  acid  to  acid  sulphate  of  manffanous  oxide. 
If,  however,  the  excess  of  sulphuric  acid  is  insufficient,  or  it  too  large  a 
quantity  of  manganic  acid  is  added,  a  brown  precipitate  is  formed. 

H.  SidpJiate  of  Permanganic  Acid  ? — If  to  a  solution  of  perman- 
ganate of  potash,  water  [sulphuric  acidf]  is  added  in  such  quantity  as  to 
produce  considerable  rise  of  temperature,  a  violet  vapour  is  disengaged, 
which  condenses  on  the  sides  of  the  vessel  and  rapidly  undergoes  decom- 
position. (Chevillot  &  Edwards.)  A  mixture  of  powdered  mineral 
chameleon  (manganate  of  potash)  or  of  permanganate  of  potash  with  a 
small  quantity  of  oil  of  vitriol  (when  an  excess  of  the  latter  is  used,  the 
result  IS  attended  with  a  kind  of  explosion)  gently  heated  in  a  retort, 
evolves  beautiful  red  vapours,  which  are  very  prejudicial  to  the  lungs, 
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and  in  the  absence  of  water,  are  verj  esBily  resolved  into  oxjgen  gas  and 
hjdrated  peroxide  of  manganese;  bat  when  water  is  present  in  the 
receiver,  they  are  absorbed,  forming  a  red  solution.  (Unverdorben,  i\r.  2V. 
9,  1,  36;  also  Pog^,  7,  322.)  Mineral  chameleon  when  mixed  with  ojl  of 
vitriol  becomes  heated  to  130°,  and  evolves  violet  vapours,  which  have  a. 
peculiar  powerful  smell,  and  condense  in  a  receiver  surrounded  hy  a 
freezing  mixture,  forming  a  red  liquid  which  contains  manganic  and. 
sulphuric  acids.  Manganic  acid  heated  with  nearly  anhydrous  sulphuric 
acid — ^gently  at  first,  till  a  fused  violet  mixture  is  obtained,  and  then  at 
a  higher  temperature,  whereby  the  mixture  becomes  green — yields 
carmine-red  vapours,  which  condense  into  dark  carmine-red,  needle-shaped 
crystals;  these  crystals  are  decomposed  by  water  into  sulphuric  acid  and 
aesquioxide  of  manganese  [peroxide].  Red  vapours  are  also  obtained  on 
heating  manganat-e  of  baryta  with  nearly  anhydrous  sulphuric  acid;  but 
when  the  fumes  evolved  from  fuming  oil  of  vitriol  by  heat  are  made  to 
pass  over  manganic  acid,  manganate  of  potash,  or  manganate  of  baryta, 
no  red  vapours  are  evolved.  (Hiinefeld,  Schw.  60,  133.)  Mineral  cluune- 
leon  prepared  from  materials  perfectly  free  from  chlorine  likewise  yields 
the  red  vapours.  (Gmelin.) 

I.  Sulphide  of  Carbon  and  MANGAN£SB.*»Protoohloride  of  man- 
ganese yields,  at  first,  with  hydrosulphocarbonate  of  lime  a  transparent 
dark  brown  liquid,  which  afterwards  turns  yellow  and  deposits  a  reddish- 
yellow  powder.  The  powder  becomes  darker  when  dried,  and  is  resolved 
by  distillation  into  carbonic  acid,  sulphur,  and  a  residue  of  green  sulphide 
of  maneanese;  it  dissolves  sparingly  in  water,  forming  a  yellow  solution. 
(Berzelius.) 

K.  Hvpo-suLPHOPHOSPHATB  OF  Manganesb.  —  IfaTi^anstilphosub' 
pkasphit. — MnS,PS. — Sulphide  of  manganese,  prepared  by  the  second 
method  (p.  21 8)  is  introduced  into  the  middle  bulb  of  three,  blown  on  a 
barometer  tube;  then  covered  with  a  stratum  of  protosnlphide  of  phospho- 
rus, PS;  and  the  whole  exposed  to  a  gentle  and  continued  heat,  while  a 
current  of  dry  hydrogen  gas  is  passed  through  the  apparatus.  As  the 
sulphide  of  manganese  becomes  heated,  it  combines  with  the  sulphide  o£ 
phosphorus,  and  disengages  so  much  heat,  that  a  portion  of  the  latter 
distils  right  and  left  into  the  outer  bulbs.  The  sulphide  of  phosphorus 
which  passes  over  on  the  side  of  the  hydrogen  apparatus  is  gradually 
conveyed  back,  with  the  hydrogen  gas,  to  the  sulphide  of  manganese,  and 
saturates  it  completely.  After  the  whole  of  the  sulphide  of  phosphorus 
has  been  driven  over,  the  apparatus  is  left  to  cool,  the  stream  of  hydrogen 
being  still  kept  up.  {Vid.  II.,  213,  214.) 

The  compound  is  yellowish-green,  and  yields  a  powder  of  simtlar 
colour;  it  forms  a  loosely  coherent  mass.  When  heated  out  of  contact  of 
air,  it  gives  off  the  whole  of  the  sulphide  of  phosphorus  in  the  liquid  form, 
at  a  temperature  below  redness,  while  pure  sulphide  of  manganese  remains 
behind.  When  heated  in  the  open  air,  it  bums  with  a  strong  phosphoms 
flame,  leaving  pure  sulphide  of  manganese.  Dissolves  in  hydrochloric 
acid,  with  rapid  evolution  of  sulphuretted  hydrogen  gas,  and  separation  of 
an  orange-coloured  mass  of  red  protosulphide  of  phosphorus.  (Berzelius, 
Ann.  JPhatTn.  46, 147.) 
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MANaAKEflE  AND  SeLENIUM. 

A.  Hyprateo  Sblbnidb  of  Manganbsb^  or  Hydroseleniatb  of 
Manoanous  Oxipb. — Manganons  salts  give  with  alkaline  selenides  a  pale 
red  precipitate,  whioh  assumes  a  darker  red  tint  when  exposed  to  the  air, 
from  decomposition  of  the  bydroselenio  acid  and  separation  of  free 
selenium, 

B.  Sblenite  of  Manganous  Oxide,  or  Manoanous  Selenite.— 
a.  ManoselenUe, — Soft,  white,  easily  fusible  powder,  which,  in  the  fused 
state,  is  decomposed  only  on  the  admission  of  air,  whereby  the  protoxide 
of  manganese  is  oxidized  and  the  acid  expelled.  When  fused,  it  attacks 
glass  more  rapidly  than  the  oorrespondinff  salts  of  lime  and  magnesia^ 
rendering  the  glass  full  of  bubbles,  even  oelow  the  fusing  point  of  the 
latter.  It  is  insoluble  in  water.  (Berzelius.)  IT  Muspratt  prepared  this 
salt  by  dissolving  carbonate  of  manganous  oxide  in  selenious  acid,  and 
obtained  it  in  the  form  of  a  white  gritty  powder,  which  yielded  a  colour^ 
less  solution  with  cold,  and  a  pink  solution  with  hot  hydrochloric  acid. 

Calcttlfttioii.  MuspimtL 

MnO   , , 36      .„.      32-73 

SeO«    .,..M ,..M........      56      ,...      50-90        5000 

2HO    18      ....       1637 

MnO.SeO^  +  2  A<i UO      ....     10000 


b.  Biselenite, — ^A  crystallizable  compound,  which  dissolves  readily  in 
water^  and,  whe«  heated  in  close  vesselsy  gives  up  the  second  atom  of  acid. 
(Berzelius«) 

Manqanbsb  and  Iodine. 

A.  Iodidb  of  If  ANOANBflB  and  Htdriodatb  of  Manoanous  Oxide. 
•—A  solution  of  manganons  carbonate  in  aqueous  hydriodic  acid  leaves  a 
white  crystalline  mass,  having  a  somewhat  styptic  taste.  When  kept 
horn  contact  of  air,  it  may  be  fhsed  without  decomposition;  but  on  the 
admisftioti  of  air,  it  is  resolved  into  vapour  of  iodine  and  manganous  oxide. 
DeHqnesoes  in  the  air,  and  dissolves  readily  in  water,  forming  a  colourless 
solution,  which  on  evaporation  deposits  white  needles.  The  solution 
when  exposed  to  the  air  is  slightly  deeomposed,  depositing  brown  flakes. 
Bromine  and  chlorine,  as  well  as  concentrated  nitric  or  sulphuric  aoid,  set 
Aekidiil^fie^.  (Laasai^«.) 


Ma... 

Calculatioii. 
4        28      ....       I8*l§ 

LasMigne. 
17-62 

I 

126      ....      61-82 

82-38 

Mnl   ....... 

....'"144      ....     100-00 

100-00 

B.  Htdriodatb  OF  Manganic  Oxide. — Very  finely  pounded  peroxide 
of  manganese  agitated  with  cold  aqneous  hydriodic  acid,  yields  a  dark 
yellowish-red  solution,  which  when  heated  evolves  iodine,  and  is  rapidly 
converted  into  hydriodate  of  manganous  oxide. 
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O.   ioDAtB  OP  MAKGAKOtS  OxiDB,  Or  MAHOANOtJS  IoDATB. — Pfecipl* 

iated,  on  mixing  bii^hlj  concentrated  hot  Bolutions  of  acetate  of  Inanga- 
nons  oxide  and  iocuite  of  soda,  in  the  fonn  of  a  light  red  cijstalline 
powder^  which  is  then  washed  with  water  and  dried.  When  ignited,  it 
leaves  manganoso-manganio  oxide  free  from  iodine.  DissolTes  in  about 
200  parts  of  water.  (Bammelsberg,  J^ogg*  44,  558.) 

CryMtaUized.  Rammelsberg. 

MnO 36       ....       17-82         *         17-626 

IO« 166      ....       8218 

MnO,10*  202      ....     100-00 


Makqahese  and  Brominb. 

A.  Bromide  op  ManoaneIsb.— ^1.  Heated  manganese  powder  absorbs 
bromine  vaponr,  forming  a  pale  rose-coloured,  fused  mass. — 2.  A  solution 
of  manganous  carbonate  in  aqueous  hydrobromic  acid,  eyapotated  and 
Ignited  in  a  glass  tube  drawn  out  to  a  point  at  the  top,  leayee  a  similar 
pale  rose-colonred  mass.  (Lowig.)  Bromide  of  manganese,  when  ignited  in 
an  open  vessel,  is  completely  decomposed,  yielding  bromine  vapour  and 
manganoso-manganic  oxide;  with  sulphuric  acid  it  evolves  hydrobromic 
acid  gas  and  vapour  of  bromine.  (Lowig.) 

UydrtUed  Bromide  of  Mang<me9e,  or  Hgdrohromaie  of  Manganous 
Oxide. — Bromide  of  manganese  is  highly  deliuuescent  (Berthemot.) 
The  hydrated  compound  may  be  prepared  by  dissolving  carbonate  of  man- 
ganous oxide  in  hydrobromic  acid  (Lowig),  or  by  digesting  metallic  man- 
ganese with  bromine  and  water.  (Berthemot.)  The  solution,  evaporated 
at  a  gentle  heat,  leaves  a  light  red  powder  (Lowig);  it  yields  small 
needles,  which  have  a  pungent  taste,  and,  when  heated,  first  fuse  in  their 
water  of  crystallization  and  then  dry  up  to  bromide  of  manganese.  (Ber- 
themot, Ann.  Chim,  Phys.  44,  392.)  An  aqueous  solution  of  bromine 
converts  protoxide  of  manganese  into  black  hydrate  and  bromide  of  man- 
ganese which  dissolves.  (Balard,  /.  pr,  Chem.  4,  178.) 

B.  Bromate  op  Manganous  Oxide,  or  Manoanoxts  Bromatb.-^A 
solution  of  manganous  carbonate  in  aqueous  bromic  acid  is  decomposed  a 
few  moments  after  its  formation,  bromine  being  evolved,  and  the  whole  of 
the  manganese  precipitated  in  the  form  of  hydrated  peroxide.  (Rammels- 
berg,  Fogg,  55,  66.) 

Manganese  and  Chlorine. 

A.  Paotochloridb  of  Manganese. — 1.  Manganese  takes  fire  in 
chlorine  gas,  and  is  converted  into  chloride  of  manganese.  (H.  Dayy.y«-> 
2.  Hydrochlorate  of  manganous  oxide  is  evaporated  to  dryness,  and  the 
dry  residue  heated  (Proust,  j^,  Gehl,  3,  429) ;  in  order  to  exolode  the  air, 
the  residue  Is  heated  in  a  fflass  tnbe,  sealed  at  one  end  and  drawn  out  to 
a  fine  point  at  the  other  (J.  Davy,  Schw.  10,  329);  or  in  a  current  of 
hydrochloric  acid  gas.  (Turner.)— 3.  Hydrochloric  acid  gas  is  passed  over 
carbonate  of  manganous  oxide  at  the  ordinair  temperatures  of  the  air  at 
first,  but  afterwards  at  a  low  red  heat.  (Arfyedson.) — Again,  when 
chlorine  gas  is  passed  oyer  a  strongly  ignited  mixture  of  protoxide  of 

q2 
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manganese  and  charcoal,  needles  of  proiochloride  of  manganese  are  formed, 
which  remain  mixed  with  the  charcoal.  (H.  Rose,  Pogg.  27,  574.) 

Protochloride  of  manganese  is  rose-coloured  (Arfvedson,  Schw,  42, 
213) ;  hut  if  any  sesquioxide  of  manganese  is  formed,  from  the  admission 
of  atmospheric  air,  it  acquires  a  dirty  red  or  brown  tint.  It  has  a  crys- 
talline-laminated texture  \  fuses  at  a  red  heat,  forming  an  oily  liquid,  which 
on  cooling,  again  solidifies  in  a  crystalline  mass ;  it  does  not  yolatilize 
below  the  melting  point  of  glass.  Taste  saline,  but  not  unpleasant. 
(Proust,  H.  Davy,  Turner.) 

Calculation.  Turner.         ArfTedson.         Brandes.        J.  Davy. 

Mn 280     ....     4416     43-8     4425     44-74     46 

CI  35-4     ....     55-84     562     5575     55-26     54 

MnCl....     63-4     ....  100-00    1000    10000    100-00    100 

When  heated  to  redness  in  the  air,  it  is  decomposed  (if  it  contains 
water)  into  hydrochloric  acid  gas  and  manganoso-manganic  oxide.  (J. 
Davy.)  No  free  chlorine  is  evolved.  (Gmelin.)  It  is  not  decomposed 
by  hydrogen  gas  at  a  red  heat  (Arfvedson) ;  but  by  phosphuretted  hydro- 
gen it  is  converted  into  hydrochloric  acid  and  phosphide  of  manganese. 
(H.  Rose.)     Probably  thus : 

3MnCl  +  PRS  =  3MnP  +  3Ha. 

By  Ignition  with  sulphur,  it  is  partially  converted  into  sulphide  of  man- 
ganese. (A.  Vogel.)  With  cold  oil  of  vitriol,  it  rapidly  gives  off  the 
whole  of  its  hydrochloric  acid,  and  is  converted  into  sulphate  of  manga- 
nous  oxide.  (A.  Vogel.)  From  an  aqueous  solution  of  the  salt,  chlorine, 
with  the  aid  of  heat,  precipitates  black  hydrated  peroxide  of  manganese 
(John);  hypochlorous  acid  produces  a  similar  result,  with  evolution 
of  free  chlorine.  (Balard.)  Uhlorideof  lime  colours  the  solution,  first  red 
and  then  violet ;  after  which,  carbonate  of  potash  changes  it  to  green  and 
precipitates  carbonate  of  lime.  (Pearsall.) 

Hydrated  Protochloride  of  Manganese,  or  HydrochtoraJte  of  ManaanouA 
Oxide. — 1.  The  metal  dissolves  readily  in  aqueous  hydrochloric  acid,  with 
evolution  of  hydrogen  gas. — 2.  Carbonate  of  manganous  oxide  is  dissolved 
in  aqueous  hydrochloric  acid. — 3.  Faraday  heats  a  mixture  of  strongly 
ignited  and  finely  powdered  peroxide  of  manganese  with  sal-ammoniac, 
very  slowly,  raising  the  temperature  at  last  to  low  redness,  and  dissolves 
out  the  resulting  chloride  of  manganese  with  pure  water.  If  the  peroxide 
of  manganese  is  in  excess,  the  other  metals  mixed  with  it  do  not  enter 
into  combination  with  the  chlorine.  Before  ignition,  the  peroxide  of  man- 
ganese must  be  purified  from  carbonate  of  lime  by  boiling  in  dilute  hydnn 
chloric  acid.  To  render  available  for  this  purpose  the  solution  of  proto- 
chloride of  manganese  obtained  in  the  preparation  of  chlorine  from 
peroxide  of  manganese  and  hydrochloric  acid,  Everitt  {PhU.  Mag,  J, 
6,  193)  evaporates  it  to  dryness  in  a  porcelain  basin;  heats  the  dry  mass;, 
stirring  constantly,  till  it  assumes  an  ash-grey  colour  and  no  longer 
evolves  hydrochloric  acid — by  which  means  the  chloride  of  iron  is  partly 
volatilizea  and  partly  resolved  into  hydrochloric  acid  gas  and  sesquioxide 
of  iron ;  and  finally  exhausts  the  residue  with  water,  and  filters  the  solu- 
tion ;-— or  he  boils  the  solution,  first  rendered  neutral  by  evaporation,  with 
carbonate  of  manganous  oxide,  which  precipitates  the  whole  of  the  iron. 
[Oxide  of  copper  may  still  remain  in  the  solution.] 
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The  salt  ciystallizee  with  difficoltj — ^best,  however,  when  slowly 
evaporated — in  rose-coloured  (often  colourless:  Frorr^erzy  BrancUs), 
elongated,  four-sided  tables,  bevelled  at  all  the  edges,  and  often  with  the 
summits  truncated;  specific  gravity  1*56;  taste  burning,  afterwards 
saline.  (John.) — The  crystalline  form  is  probably  the  same  as  that  of  the 
corresponding  protochloride  of  iron  (q,  v.), — Colourless  crystals  are  ob- 
tained, according  to  Fromherz,  by  repeatedly  precipitating  the  solution 
with  carbonate  of  potash  and  redissolving  the  precipitatea  carbonate  in 
hydrochloric  acid,  as  mentioned  under  the  head  of  MangarwM  Svlphate. 
(p.  222.) 

Calculation.  Brandes.  Graham.          Bncholz. 

Mn 28-0     ....     2817     28081 

CI    35-4     ....     35-61     34-68/  -       ^^^^  ""       ^9 

4HO  36-0    ....     36-22    3724  ....      3612  ....      42 


MnCl+4Aq 99-4     ....  lOO'OO    10000      ....     100*00 

Or: 

MnO  36-0  36-22 

HCl    36-4  36-72 

3HO  270  27-06 

MnO,HCl  +  3Aq 99^4         ZZ       lOO'OO 

The  crystals  obtained  at  0°  do  not  contain  more  water.  (Brandes.) 

Wiien  placed  over  oil  of  vitriol,  either  in  vacuo  or  in  a  receiver  con- 
taining air,  the  crystals  lose  2  atoms  of  water  at  ordinary  temperatures. 
(Graham.^  At  25^  they  become  white  and  opaque  (John);  between  25° 
and  87°  tney  give  off  hygroscopic  water  with  decrepitation,  and  become 
hard;  at  37*5°  they  become  tough;  at  50"^  semifluid  ;  and  at  87*5°  they 
form  a  mobile  liquid  which  boils  at  106°.  If  the  mass  be  kept  for  some 
time  at  a  temperature  near  100°,  it  gives  off  28  per  cent.  (3  atoms)  of 
water,  and  leaves  a  white  powder,  which  retains  one  atom  of  water. 
(Brandes.) 

SohUion  of  Protochloride  of  Manganese, — Both  the  anhydrous  and  the 
hydrated  chloride  deliquesce  rapidly  in  the  air  (John),  one  part  of  the 
crystals  absorbing  1*2  parts  of  water.  (Brandes.)  One  part  of  the  crys- 
tallized salt  dissolves  at  10°,  in  0*66  parts;  at  31-25°,  in  0-37;  and  at 
62*5'',  87'5°  and  106°,  equally,  in  016  parts  of  water.  (Brandes.)  The 
solution  has  a  light  rose  colour  and  thin  syrupy  consistence. 

The  salt  dissolves  readily  in  alcohol  (John),  but  is  insoluble  in  ether 
and  in  oil  of  turpentine.  (Brandes.) 

B.  Hydrochlorate  of  Manganic  Oxide.— Finely  divided  maganoso- 
manganic  or  manganic  oxide — added  by  small  portions  at  a  time,  in  order 
to  avoid  rise  of  temperature — dissolves  in  cold  concentrated  aqueous  hydro- 
chloric acid,  forming  a  brown  solution,  which  slowly  becomes  colourless 
at  ordinary  temperatures,  and  more  rapidly  when  heated  or  exposed  to 
sunshine — chlorine  being  evolved  and  hydrochlorate  of  manganous  oxide 
produced :  hence  the  solution  dissolves  metals  as  readily  as  chlorine -water. 
It  likewise  converts  sulphurous  and  hydrosulphuric  acids  into  sulphuric, 
and  tartaric  into  carbonic  acid.  The  addition  of  water  in  large  quanti- 
ties precipitates  manganic  oxide,  and  gives  rise  to  the  formation  of  pro- 
tochloride of  manganese.  (Forchhammer.) 

C.  Terchloride  of  Manganese  ?  —  Sulphuric  acid  is  added  to  the 
green  solution  of  mineral  chameleon  till  the  liquid  turps  r^d  ^  after  which 
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it  is  evaporated  to  dryness, — and  tlie  residne,  consisting  of  sulphate  and 
permanganate  of  potash,  is  dissolved  in  oil  of  vitriol — the  solution  intro* 
duced  into  a  tabulated  retort — and  fragments  of  fused  chloride  of  sodium 
added  as  long  as  coloured  vapours  are  evolved.  The  copper-coloured  or 
green  vapours  which  distil  over,  condense  entirely  in  a  tube  attached  to 
the  retort,  and  cooled  down  to  —15°  or  —20®,  forming  a  greenish  brown 
liquid.  The  vapours,  when  brought  in  contact  with  moist  air  in  a  wide 
tiu>e,  produce  a  dense,  rose-coloured  cloud,  and  form  on  the  sides  of  the 
tube,  with  formation  of  hydrochloric  acid,  a  deposit  of  purple-red  per- 
manganic acid.  (Dumas,  Ann.  Chim.  Pkys,  36,  81 ;  also,  Fogg.  U,  165; 
also,  N.  Tr,  17,  1,  194.)  This  compound  is  probably  analogous  to 
chlorochromic  acid.  (H.  Rose.) 

D.  Chlorate  op  Manganous  Oxide. — Known  only  in  solution. 
Colourless  liquid. 

E.  PerchiiOEATR  of  Manganotjs  Oxide,  or  Manoanous  Perchlo- 
RATE.<— Sulphate  of  manganous  oxide  is  precipitated  by  perchlorate  of 
baryta  in  equivalent  proportions  — the  mixture  heated — and  the  filtrate 
left  to  evaporate  in  a  dry  warm  place. — The  salt  separates  in  long  needle- 
shaped  crystals,  which  are  highly  deliquescent  and  soluble  in  alcohol. 
(SeruUiw,  Ann.  Chim,  Phyt.  46,  305.) 


Manganese  and  Fluorine. 

A.  Protofluoripb  of  Manganese. — Deposited  on  evaporating  a  solu- 
tion prepared  from  carbonate  of  manganous  oxide  and  aqueous  hydro- 
fluoric acid,  in  small,  pale,  amethyst-red,  ill-defined  crystals,  or  in  the 
form  of  a  powder  of  the  same  colour,  Not  decomposed  at  a  red  heat. 
Dissolves  in  water  when  it  contains  an  excess  of  acid.  (Berzelius;  9ce 
alio,  Unverdorben,  N,  Tr,  9,  I,  24.) 

B.  Sesquipluoridb  of  Manganese. — The  native  hydrated  sesqui- 
oxide,  reduced  to  fine  powder  by  levigation,  is  dissolved  in  aqueous 
hydrofluoric  acid,  and  the  deep  red  solution  of  acid  sesquifluoride  left  to 
evaporate  spontaneously.  Crystallizes  in  dark  brown  prisms,  which  are 
fllightly  transparent,  and  ruby- coloured  bv  transmitted  light  j  the  powder 
is  also  ruby-coloured.  In  small  quantities  of  water  it  dissolves  com- 
pletely; but  the  solution,  when  diluted  or  boiled,  deposits  a  basic  salt, 
whilst  an  acid  $aU  remains  in  solution.  On  cooling,  a  portion  of  the  for- 
mer is  redissolved,  \(  free  acid  is  present  in  the  liquid.  Ammonia  preci- 
pitate from  the  aqueous  solution  pure  hydrated  manganic  oxide,  free 
from  all  traces  of  hydrofluoric  acid.  (Berzelius.) 

C.  Seven^halves  Fltioride  of  Manganese? — When  admixture  of  2 
parts  of  mineral  chameleon,  or  crystallized  permanganate  of  potash,  and 
1  part  of  fluorspar,  is  digested  with  oil  of  vitriol  in  a  platinum  retort, 
it  evolves  a  yellow  vapour  (or  gas),  which  changes  to  purple  on  coming 
in  contact  with  the  air,  provided  the  air  contains  moisture.  The  yellow 
vapour  corrodes  glass,  being  resolved  into  fluoride  of  silicium  and  per- 
man^nic  acid,  which  covers  the  glass  in  the  form  of  a  brown  layer,  and 
dissolves  in  water  with  a  purple  colour.  Chloride  of  calcium  e:|cposed  to 
the  yellow  vapour,  becomes  heated  and  evolves  chlorine.    The  compound 
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18  absorbed  by  water,  forming  a  purple  solution,  which  contains  hydro- 
flaorio  and  permanganic  jacida.  The  solution  remains  unchanged  in 
stoppered  bottles,  but,  when  evaporated,  evolves  oxygen  gas  and  hydro- 
fluoric acid  vapour,  and  leaves  a  brown  shining  residue,  from  which 
water  dissolves  hydrofluate  of  maneanous  oxide,  leaving  a  black,  inso- 
luble, basic  salt.  The  solution  also  dissolves  copper,  mercury,  and  silver, 
(not  gold  or  platinum,)  forming  salts  of  hydrofluoric  acid,  and  at  the  same 
time  becomes  perfectly  colourless.  (W6hler,  Fogg,  9,  619;  see  also 
Dumas,  Ann,  Chim.  Phyi,  36,  82.) 


Manganbsb  and  Nitrogen. 

A.  NiTBiTB  OF  Manoanous  0»dB|  or  Mangaxous  Nitritb. — 
Deliquescent.  ( liA  i tsoherlich. ) 

B.  NiTBATB  OF  Manganous  OxiDB,  or  Mangakoub  Nitratb.— *- 
Manganese  dissolves  readily  in  nitric  acid,  with  evolution  of  heat  and 
nitric  oxide  gas;  the  peroxide  dissolves  in  hot  nitrio  acid,  only  when 
sugar  or  some  other  deoxidizing  substance  is  present  to  oonvert  the  nitric 
into  nitrous  acid;  or,  according  to  Scheele,  when  the  mixture  is 
exposed  to  the  sun's  rays,  whereby  also  the  nitric  acid  is  resolved  into 
oxygen  and  nitrous  acid.  The  salt  crystallises  with  difficulty  in  combi- 
nation with  water,  forming  white,  longitudinally  striated  needles,  which 
when  heated,  rapidly  deliquesce,  evolving  nitrio  acid  in  a  state  of  decora- 
position  and  leaving  black  oxide  of  manganese.  They  likewise  deli- 
quesce when  exposed  to  the  air,  and  are  readily  soluble  in  water  and 
alcohol.  (John.)  The  crystals  contain  6  atoms  of  water.  (Millon,  Oompt 
Bend.  14,  905.) 

C.  Permanganatb  of  Ammonia. — Permanganate  of  silver  is  decom- 
posed by  triturating  it  in  a  mortar  with  the  exact  proportion  of  sal-ammoniac 
required,  and  with  water ;  the  solution  is  then  filtered,  and  evf^rated  to 
the  crystallizing  point.  Crystalline  system,  the  right  prismatic.  Fig,  53; 
ti :  tt  =  102''  20' ;  i  ;  t  x=  102''.  Readily  decomposed  by  heat.  The  solu- 
tion, if  it  does  not  contain  an  excess  of  ammonia^  may  be  evaporated 
without  decomposition.  (Mitscherlich.) 

D.  Carbonate  op  Manganous  Oxide  and  Ammonia.-— ifan^ano^o- 
ammonic  Carbonate, — When  a  salt  of  manganous  oxide  is  precipitated  by 
potash  or  carbonate  of  potash,  and  carbonate  of  ammonia  is  added,  the 
precipitated  hydrate  or  carbonate  of  manganous  oxide,  is  quickly  redis- 
solved,  forming  a  solution  which  is  white  at  firsts  but  afterwards  becomes 
brown  and  turbid.  (Wittstein,  Repert.  57,  30.) 

E.  Phosbhate  of  Manganous  Oxide  and  Ammonia,  or  Manga- 
no80-am7non%c  FkosphcUe, — A  mixture  of  aqueous  protochloride  of  manga- 
nese, free  hydrochloric  acid,  and  phosphoric  acid  or  phosphate  of  soda,  is 
boiled  in  a  flask,  and  then  supersaturated  with  ammonia,  and  the  flask  im- 
mediately corked.  The  white  hydrated  phosphate  of  manganous  oxide  first 
separated,  changes  in  a  few  minutes  into  pearly  scales  of  the  double  salt, 
which  is  then  collected  on  a  filter  and  washed  with  water.  If  the  air  is 
not  completely  excluded,  hydrated  sesquioxide  of  manganese  is  also  pre- 
cipitated, and  imparts  a  reddish  hue  to  the  double  salt;  if  once  formed, 
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hoveveri  the  oompoand  remains  analtered  in  the  air,  and  may  be  washed 
with  water  containing  air. — ^White  pearly  scales,  resembling  the  acetate 
of  mercurous  oxide.  IT  Heintz  prepares  it  by  dropping  an  excess  of 
ordinary  phosphate  of  soda  into  a  cold  solution  of  mangpanous  oxidci 
containing  sal-ammoniac  and  a  small  quantity  of  free  ammonia.  Between 
110°  and  120°,  it  loses  nothing  but  hygroscopic  moisture.  ^ 

CalcalAtion.  Otto.  Heinti. 

KH«    170    ....      9-07  ....  916  +3H0    24-51 

2MiiO 72-0    ....    38-42  ...  37-84  ....        38-35 

cPO«  71-4    ....    3810  ....  37-86  ....         38*37 

3HO   27-0    ....     14-41  ....  15-14 

NH«0,2MnO,cPO*  +  2Aq 187-4     ....  10000       ....     10000        Z       101-23 

When  heated,  it  evolyes  ammonia  and  water^  and  leares  75*7  per 
cent,  of  white  [di-pyrojphosphate  of  manganous  oxide.  It  is  decern* 
posed,  with  eyolution  of  ammonia,  by  a  concentrated  solution  of  potash, 
but  not  by  ammonia  or  carbonate  of  potash. — Dissolves  readily  in  dilute 
acids;  from  the  solution,  ammonia  precipitates  phosphate  of  manganous 
oxide,  which,  however,  is  soon  reconverted  into  the  double  salt.  It  does 
not  dissolve  in  water  or  alcohol^  not  even  at  a  boiling  beat.  (Otto,  Schw, 
66,  288.) 

F.  Ammonio -SULPHATE  OF  Manganous  Oxidb*— 100  parts  of 
anhydrous  sulphate  of  manganous  oxide  very  slowly  absorb  43*68 
parts  of  dry  ammoniacal  gas,  and  crumble  to  a  white  powder.  This 
powder,  if  preserved  in  a  s^ed  glass  tube,  becomes  brownish  white 
after  a  while. — Gives  off  part  of  its  ammonia  when  exposed  to  the  air, 
and  the  whole  when  ignited.  When  this  salt  is  dissolved  in  water, 
hydrated  manganous  oxide  separates  from  it.  (H.  Rose,  Fogg.  20,  148.) 

Calculatioii.  H.  Rose. 

MnO,SO>    76      ....      6909        69*60 

2NH»  34       ....      30-91        30*40 

MnO,SO»  +  2NH»  ....     110      ....     100*00        ZZ       10000 

G.  Sulphate  of  Manganous  Oxide  and  Ammonia.— i/aii^ano«o- 
ammcnic  Sulphate. — Prepared  by  mixing  sulphate  of  manganous  oxide 
with  sulphate  of  ammonia  in  solution,  and  evaporating  to  the  crystal- 
lizing point.  (John.)  A  mixture  of  manganous  sulphate  and  sal-ammoniac 
likewise  yields  crystals  of  the  double  salt,  hydrochlorate  of  manganous 
oxide  and  ammonia  remaining  in  the  mother-liquid.  (A.  Vogel,  J.  Pr. 
Chem,  1,  195.) — The  compound  forms  pale  rose-coloured  transparent 
crystals,  which,  according  to  Mitscherlich,  have  the  same  form  as  the 
double  sulphate  of  magnesia  and  ammonia.  (Fig*  84.) — Between  75°  and 
87*^,  the  crystals  lose  a  portion  of  their  water  of  crystallization;  at  a  red 
heat,  the  whole  of  the  water  is  driven  off,  together  with  the  sulphate  of 
ammonia.  (A.  Vogel.)  They  dissolve  readily  in  water,  and  deliquesce 
in  moist  air.  (John.)  They  are  not  precipitated  by  ammonia,  if  air  be 
excluded. 

Calculation,  acoordiog  to  Mitscherlich. 

NIP    14         6-11 

MnO   72         31*44 

2S0»    80         34-94 

7H0   63         27-51 

NH*0,SO'  +  MnO,SO'  +  6Aq.       229        100*00 
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H.  Sulphate  of  Mangaicic  Oxide  and  Ammonia. — Mangano- 
ammonic  StUphate. — Ammonia  Manganese-alum, — Finely  divided  perox- 
ide of  maDganese  is  gently  heated  with  oil  of  vitriol^  and  the  red  solu- 
tion mixed  with  sulpiuEtte  of  ammonia  and  left  to  crystallize.  Dark  red, 
regular  octohedrons,  which  crystallize  only  from  a  very  acid  solution,  and 
when  dissolved  in  water,  are  decomposed,  with  separation  of  manganic 
oxide.  (Mitscherlich.) 

Calculation,  accordmg  to  Mitscherlich. 

NH*  17  3-53 

Mn«0»  80  16-60 

4SO» 160  33-19 

25HO    225  46-68 

NH*O,SO»+Mn80»,3S0»  +  24Aq 482        100-00 

I.  Hydbochlobate  of  Manoanous  Oxide  and  Ammonia.— i/an- 
ganos(hammonic  Hydrochloraie, — Prepared  by  mixing  hydrochlorate  of 
manganous  oxide  with  sal-ammoniac. — Crystallizable. — Ammonia  does 
not  precipitate  the  aqueous  solution,  if  air  is  perfectly  excluded ;  on  its 
admission,  however,  the  liquid  first  becomes  turbid  and  white,  and  then 
brown,  and  lastly  deposits  tne  manganese  in  the  form  of  hydrated  sesqui- 
oxide ;  the  greater  the  excess  of  ammonia,  the  more  complete  is  the  pre- 
cipitation. (Vid.  Hatchett,  Schw,  14,  352.)  if  Prepared  by  Hautz 
{Ann,  Pharm,  66,  286),  by  mixing  2  parts  of  protochloride  of  manga- 
nese with  1  part  of  sal-ammoniac  in  solution,  and  setting  aside  to  crys- 
tallize.— Pale  red  salt,  soluble  in  1 1  parts  of  water  at  ordinary  tempe- 
ratures, and  having  the  same  crystalline  form  as  the  magnesia>salt.  IT 

The  hydrate,  carbonate,  and  phosphate  of  manganous  oxide  dissolve 
in  a  solution  of  sal-ammoniac.  (Brett.)  The  solution  yields  a  flesh- 
coloured  precipitate  with  hydrosulphuric  acid  (Brett),  and  gradually 
becomes  turbid  when  left  to  itself,  that  of  the  hydxated  protoxide 
depositing  a  brown  precipitate.  (Wittstein.)  The  solution  doubtless 
contains  the  above-mentioned  double  salt,  together  with  caustic  ammonia, 
or  carbonate  or  phosphate  of  ammonia.  The  hydrate,  carbonate,  or  phos- 
phate of  manganous  oxide,  behaves  in  a  similar  manner  with  sulphate 
or  nitrate  of  ammonia. 


Manganese  and  Potassium. 

A.  Manqanate  of  Potash. — Mineral  Chameleon,'— Formed  when 
any  oxide  of  manganese  is  ignited  with  hydrate  of  potash,  carbonate  of 
potash,  nitre,  or  a  mixture  of  potash  and  chlorate  of  potash.  In  the 
two  latter  cases,  the  oxygen  required  for  the  formation  of  the  manganic 
acid,  is  furnished  by  the  nitre  or  the  chlorate  of  potash;  when  the 
hydrate  or  carbonate  is  used,  the  oxygen  is  derived  from  the  air;  or  if 
air  is  excluded,  and  peroxide  of  manganese  used,  one  portion  of  that  sub- 
stance yields  the  required  quantity  of  oxygen  to  another  portion,  and  is 
itself  reduced  to  the  state  of  roanganoso-manganio  oxide.  According  to 
Chevillot  &  Edwards,  a  mixture  of  44  parts  of  peroxide  of  manganese 
with  four  times  ita  weight  of  hydrate  of  potash,  ignited  in  oxygen  gas, 
absorbs  from  9 '4  to  10*4  parts  of  oxygen,  or  rather  more  than  one  atom; 
probably,  however,  the  peroxide  of  manganese  used  by  those  chemists 
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wms  mixed  with  sesquioxidA. — The  ffreen  oolour  of  potash  or  carbonate 
of  potash,  into  which  portions  of  adi  hl\  daring  fusion,  arises  from  the 
formation  of  manganate  of  potash. 

Preparation, — One  part  of  venr  finely  pounded  peroxide,  or  some 
other  oxide  of  manganese,  is  ignited  with  8  Darts  of  nitre,  or  in  an  open 
vessel  with  2  parts  of  hydrate  or  carbonate  or  potash,  till  a  small  portion 
of  the  mass  taken  out  as  a  sample,  and  allowed  to  cool,  dissolves 
almost  wholly  in  water,  forming  a  dark  green  solution.  When  nitre  is 
used,  the  mixture  becomes  semi-fluid  during  ignition,  and  finally  assumes 
a  pasty  consistence. — In  this  manner  Mineral  Chameleon  (Chamofleon 
minerale)  is  obtained ;  it  is  a  blackish  green  substance,  which  yields  a 
dark  green  powder,  and,  besides  manganate  of  potash,  may  contain  man- 
ganic oxide,  potash,  and  carbonate,  and  nitrite  of  potash. 

To  obtain  the  pure  crystallized  salt  from  this  substance,  it  is  dissolved 
in  a  small  quantity  of  pure  water,  the  solution  decanted  from  sesqui- 
oxide  of  manganese,  and  evaporated  in  vacuo  over  oil  of  vitriol.  It 
forms  green  crystals  of  precisely  the  same  form  as  sulphate  of  potash. 
Fig.  76;  y  :y=121^  lof ;  y  :  A=119^  24^'.  (Mitscherlich.) 

Cryitallized,  Or :  Mitscherlich. 

KO     47-2    ....     47-58        3KO 141-6     ....     47*58     ....     46-S4 

MnO» 52-0    ....     52-42        Mn»0< 116-0    ....    88-98    ....     88-12 

50   40-0     ....     13-44     ....     14-50 

KO,MnO»....       99  2     ....  10000        3(KO,MnO»)      2976    ....  10000    ....     9896 

The  crystals,  when  boiled  with  a  small  quantity  of  dilute  nitric  acid, 
deposit  hydrated  peroxide  of  manganese  and  evolve  8-7  per  cent,  of 
oxygen.  They  are  decomposed  by  water,  yielding  a  red  solution  of 
permanganate  of  potash  and  a  brown  ciystalline  compound  of  peroxide 
of  manganese  and  potash,  which  almost  immediately  gives  up  its  potash 
to  the  water,  and  leaves  pure  hydrated  peroxide  of  manganese.  (Mitscher- 
lich.) 

8(KO,MnO^  s  KO,MnKy  +  2KO-hMnO*. 

This  decomposition  appears  to  result  from  the  affinity  of  water  for 
potash,  by  which  two-thirds  of  the  alkali  are  removed  from  the  salt.  The 
crystals  dissolve  without  decomposition  in  an  aqueous  solution  of  potash, 
forming  a  green  solution,  from  which  they  are  again  separated,  together  with 
free  potash,  by  evaporation  in  vacuo.  But  if  the  solution  in  potash  is  exposed 
to  the  air,  it  turns  red  from  absorption  of  carbonic  acid,  and  deposits  in- 
soluble peroxide  of  manganese.  (Mitscherlich.)  The  mineral  chameleon — 
inasmuch  as  it  contains  an  excess  of  potash— forms  with  water  a  solution 
which  is  dark  green  at  first,  but  rapidly  changes  through  blue,  violet,  and 
purple  to  carmine-red,  in  proportion  as  the  excess  of  potash  is  removed 
from  the  salt  by  the  water— especially  when  it  is  added  in  large  quantities 
or  when  it  is  hot — and  by  the  carbonic  acid  of  the  air;  for  the  same 
reason,  also,  sulphuric  acid,  nitric  acid,  carbonate  of  ammonia,  <fec.  produce 
the  red  colour.  (Chevillot  &  Edwards.)  A  solution  of  mineral  chameleon 
in  boiled  water,  even  when  kept  in  air-tight  bottles  completely  filled  with 
it,  gradually  turns  red — showing  that  the  affinity  of  the  water  for  the 
potash  is  of  itself  sufficient  to  decompose  the  salt :  a  small  quantity  of 
peroxide  of  manganese  is  precipitated  at  the  same  time.  (Fromherz.) 
Whether  the  green  solution  is  reddened  by  spontaneous  decomposition,  or 
by  the  action  of  carbonic  acid,  nitric  acid,  &c.,  the  change  of  colour  is 
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tnTftriably   accompanied   bj  precipitation  of  peroxide  of  manganese, 
(Forcbbammer.) 

B.  Permanganate  of  Potash. — 1.  One  part  of  peroxide  of  manga- 
nese is  ignited  witb  one  part  of  bjdrate  of  potash  (or  1'8  of  nitre);  the 
resulting  mass  dissolved  in  water ;  and  the  red  solution  decanted  and  evapo- 
rated, rapidly  at  first  till  small  needles  appear^  and  afterwards  cantiouslj, 
so  that  the  crystallization  may  go  on  regnlarly.  (Gbevillot  &  Edwards.)— 
2.  Chlorate  of  potash  being  Kept  in  a  state  of  fusion  over  a  spirit-lamp, 
hydrate  of  potash  is  first  added  to  it,  and  then  an  excess  of  finely  divided 
peroxide  of  manganese;  which  immediately  dissolves,  forming  a  splendid 
green  solution.     The  mixture  is  then  heated  till  the  whole  of  the  chlorate 
of  potash  is  decomposed;  and  the  mass  when  cold  is  boiled  with  a  small 
quantity  of  water,  whereupon  the  green  colour  of  the  solution  changes  to 
red;  finally,  the  liquid  is  decanted  from  the  peroxide  of  manganese  while 
still  hot,  and  set  aside  to  crystallize  by  cooling.     The  mother-liquor  of 
the  permanpranate  of  potash  yields  crystals  of  chloride  of  potassium,  and 
if  the  chlorate  of  potash  has  not  been  completely  decomposed,  crystals  of 
this  salt  are  likewise  obtained,  of  a  beautiful  red  colour,  arising  from 
the  presence  of  permanganate   of  potash.    (Wbhler,   Pogg,   27,   626.) 
Gregory  {J.  Pharm,  21,  312;  also  Ann,  Pharm.  15,  237)  adds  to  a  finely 
divided  mixture  of  8  parts  (3  atoms)  of  peroxide  of  manganese  and  7 
parts  (1  atom)  of  chlorate  of  potash,  a  solution  of  10  parts  (3  atoms)  of 
hydrate  of  potash  in  a  very  small  quantity  of  water;  evaporates  to  dry- 
ness, during  which  a  small  quantity  of  mineral   chameleon  is  formed; 
ignites  the  finely  pounded  mass  in  a  platinum  crucible  over  a  spirit- 
lamp,  till  the  whole  of  the  chlorate  of  potash  is  decomposed  (for  which  a 
low  red  heat  is  quite  sufiicient);  reduces  the  semi-fused  mass  to  coarse 
powder;  boils   it  in  a  larger  quantity  of  water;  allows  the  insoluble 
portion  to  subside  and  decants;   evaporates  the  clear  solution  rapidly; 
again  decants  from  the  freshly  precipitated  peroxide  of  manganese;  and 
leaves  the  solution  to   crystallize  by  cooling.     The   crystals  are   then 
washed  with  a  small  quantity  of  cold  water;  dissolved  in  the  smallest 
possible  quantity  of  boiling  water;  and  the  solution  left  to  crystallize  by 
cooling.   In  this  manner,  needles  are  obtained  f  inch  in  length,  and  amount- 
ing in  weight  to  about  a  third  of  the  peroxide  of  manganese  employed. 
If  it  be  desired  to  filter  the  solution,  m  order  to  avoid  the  loss  arising 
from  decantation,  a  funnel  maybe  used,  having  its  neck  filled  with  asbestos. 
The  salt  crystallizes  in  dark  purple  needles,  having  first  a  sweet,  and 
s^fterwards  a  rough  taste;  it  does  not  redden  turmeric,  and  is  permanent 
in  the  air.  (GheviUot  k  Edwards.)     It  belongs  to  the  right  prismatic 
system  of  crystallization,     ^ig.  53,  t*  :  w'  =  103°  If;  i  :  t  =  101*»  40^'. 
(Mitscherlich.) 

Calculation.  Mitscherlich.     Unverdorben. 

KG 47-2       ....       29-65       ....       30-386       ....       25-63 

Mn'py ^20       ....       70-85       ....       69  580 

K0,Mii«07 ...,     159-2      ....     100-00      Z.      99*965  " 

The  crystals  decrepitate  when  heated,  evolving  10*8  per  cent,  of  oxygen 
gas,  and  are  converted  into  a  black  powder  from  which  water  extracts 
manganate  of  potash,  and  leaves  54  per  cent,  of  black  manganic  oxide. 
When  heated  in  an  atmosphere  of  hydrogen  gas,  they  become  red-hot  and 
diminish  in  bulk,  at  first  rapidly,  afterwards  slowly,  with  fonnation  of  a 
green  mixture  of  hydrate  of  potash  and  protoxide  of  manganese.  One 
gramme  of  the  crystals  absorbs  in  this  process  35*55  centilitres  of  hydrogen 
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gas  (or  1  grain  absorbs  1  cabic  incli).  The  crystals  detonate  when  rubbed 
up  with  phosphorus^  and  the  violence  of  the  detonation  is  increased  bj  heat; 
they  also  detonate  with  sulphur,  but  less  powerfully,  and  only  partially  by 
trituration.  A  mixture  of  the  crystals  with  charcoal  does  not  take  fire  when 
rubbed  in  a  mortar,  but  when  heated  it  burns  like  tinder ;  they  likewise 
detonate  with  arsenic  and  inflame  with  antimony  on  the  application  of  heat. 
Lycopodium  mixed  with  the  salt  takes  fire  on  the  addition  of  oil  of  vitriol. 
The  crystals  dissolve  in  oil  of  vitriol  without  efiTervesceuce,  forming  an 
olive-green  solution;  in  this  solution,  decomposition  takes  place  very 
slowly;  the  addition  of  a  small  quantity  of  water  changes  its  colour  to 
light  green;  a  larger  quantity  to  orange  yellow;  and  a  still  larger  quantity 
to  scarlet.  An  aqueous  solution  of  phosphoric  acid,  of  specific  gravity 
1*80,  likewise  dissolves  the  crystals  slowly,  forming  also  a  green  solution. 
The  other  mineral  acids,  whose  specific  gravity  is  lower,  and  sulphuric 
acid  when  reduced  to  the  density  of  1  *60,  produce  a  red  solution,  which, 
in  various  lengths  of  time  (in  a  few  hours  with  concentrated  nitric  acid, 
and  after  some  months  with  dilute  nitric  acid)  gives  off  oxygen  gas,  with 
effervescence,  and  deposits  a  brown  flocculent  precipitate,  the  liquid  itself 
becoming  colourless.  ^Chevillot  &  Edwards.)  An  aqueous  solution  of 
the  salt  mixed  with  nitric  or  sulphuric  acid,  evolves  bubbles  of  oxygen 
gas,  slowly  at  a  temperature  of  30°,  but  rapidly  when  boiled,  hydrated 
peroxide  of  manganese  being  at  the  same  time  precipitated.  (Mit- 
scherlich.) 

The  crystals  dissolve  in  16  parts  of  water  at  15°.  j^Mitscherlich.) 
The  light  purple  colour  of  this  solution  changes,  through  violet  and  blue, 
to  green  on  the  addition  of  potash;  a  large  quantity  of  the  alkali  is  how- 
ever necessary,  unless  the  mixture  is  continually  shaken;  and  the  quantity 
required  is  greater,  the  more  dilute  the  solution  and  the  higher  the  tem- 
perature. A  green  solution  turned  red  by  boiling,  continues  red  on 
cooling,  but  recovers  its  green  colour  when  shaken;  a  green  solution  when 
evaporated  turns  red,  in  consequence  of  the  elevation  of  temperature,  and 
then  green  again,  from  loss  of  water;  the  last-mentioned  green  solution 
sometimes  yields  red  crystals.  (Chevillot  &  Edwards.)  Perfectly  pure 
potash  does  not  change  tne  colour  of  the  red  solution  to  green,  except  on 
the  addition  of  a  minute  quantity  of  alcohol;  a  larger  proportion  of  alcohol 
decolorizes  the  solution  and  precipitates  peroxide  of  manganese.  Car- 
bonate of  manganous  oxide,  suspended  in  solution  of  potash,  likewise 
changes  the  red  solution  to  green,  and  is  itself  converted  into  a  salt  of 
manganic  oxide.  (Forchhammer.)  If  the  red  crystals  are  dissolved  in 
solution  of  potash,  and  the  solution  left  to  evaporate  in  vacuo,  red  crystals 
are  again  obtained,  a  small  portion  only  being  decomposed.  But  a  very 
dilute  solution  of  the  salt  in  caustic  potash  slowly  becomes  green  at 
ordinary  temperatures,  and  more  quickly  when  heated.  In  order  that  the 
red  salt  may  be  completely  changed  into  the  green,  the  quantity  of  the 
aqueous  solution  must  be  sufficient  to  absorb  the  oxygen  gas  set  free  by  the 
conversion  of  the  permanganic  into  manganic  acid.  The  green  solution 
is  again  reddened  by  acids,  with  separation  of  hydrated  peroxide  of 
manganese.  (Mitscherlich.)  The  red  solution  of  the  crystals  Is  also 
turned  green  by  solution  of  soda,  by  baryta,  and  strontia-water,  and  even  by 
lirae-water;  in  the  last  case,  however,  tne  effect  is  but  slight,  in  consequence 
of  the  great  dilution  of  the  liquid.  In  these  cases,  double  salts  of  manga- 
nic acid  appear  to  be  formed,  inasmuch  as  manganate  of  baryta,  for 
instance,  is  not  soluble  in  water  by  itself,  and  nevertheless  no  precipitation 
takes  place.  (Chevillot  &  Edwards.)  The  red  aqueous  solution  may  be 
preserved  unchanged  if  kept  from  tiie  action  of  deoxidizing  substances;  in 
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the  contrary  case,  the  manganic  acid  loses  oxygen  and  is  precipitated  as 
hydrated  [per]  oxide  in  brown  flakes^  the  solation  at  the  same  time 
becoming  colourless,  and,  if  deoxidized  by  organic  substances,  saturated 
with  carbonic  acid.  (Chevillot  &  Edwards.)  Sulphurous  acid  gives 
rise  to  the  formation  of  sulphuric  acid  and  protoxide  of  manganese. 
(Chevillot  &  Edwards.)  Hydrosulphuric  acid  in  excess  decolorizes 
the  solution,  precipitating  pale  red  hydrosulphate  of  manganous  oxide, 
and  forming  sulphurous  acid.  Ammonia  evolves  nitrogen  gas  and 
precipitates  hydrated  peroxide  of  manganese.  Nitric  oxide  throws 
down  hydrated  peroxide  of  manganese  and  forms  nitrate  of  potash. 
Arsenious  acid  colours  the  solution  brown  or  brownish-yellow,  ac- 
cording to  its  degree  of  dilution,  and  after  some  time  decolorizes  it, 
throwing  down  a  brown  precipitate.  Arsenite  of  potash,  according  to 
Bonnet  {Pogg.  37^  303),  precipitates  a  brown  oxide  of  manganese. 
Mercury  also  decolorizes  the  solution,  itself  becoming  oxidized.  (Chevillot 
&  Edwards.)  All  organic  substances  exert  a  deoxidizing  action  on  the 
solution.  Alcohol  acts  with  peculiar  rapidity;  gum,  sugar,  paper  {e.g. 
when  used  to  filter  the  solution)  act  more  slowly.  Decolorization  also 
takes  place  when  the  liquid  is  exposed  in  open  vessels,  organic  particles 
falling  into  it  from  the  air,  and  carBonic  acid,  at  the  same  time  combining 
with  the  potash.  Hydrate  of  potash  purified  by  alcohol,  and  conse- 
quently containing  organic  matter,  and  carbonate  of  soda  which  has  been 
irequently  filtered  through  paper,  likewise  act  as  deoxidizing  agents. 
(Chevillot  &  Edwards.)— Tartaric  or  racemic  acid,  supersaturated  with 
potash,  rapidly  decolorizes  the  solution,  first,  however,  imparting  to 
it  a  transient  green  colour;  citric  acid  supersaturated  with  potash, 
slowly  changes  the  red  solution  to  green,  which  latter  colour  remains 
permanent  for  a  considerable  time«  (H.  Rose,  Pogg.  59,  320.) 

Permanganate  of  potash  crystallizes  in  all  proportions  with  perchlo- 
rate  of  potash,  with  which  it  is  isomorphous ;  the  latter  salt  crystallizes 
in  splendid  red  crystals,  when  a  small  quantity  of  permanganate  of  pot- 
ash is  added  to  its  solution.  With  equal  parts  of  the  two  salts,  the 
crystals  are  nearly  black.  (WShler.) 

IT  C.  Sulphide  op  Manganese  and  Potassium.  3MnS  +  KS.— 
1.  Prepared  by  fusing  anhydrous  sulphate  of  manganous  oxide  with  \  of 
its  weiffht  of  lamp-black,  and  3  times  its  weight  of  carbonate  of  potash 
and  sulphur.  A  gentle  heat  is  applied  at  first,  till  the  carbonic  acid  is 
expelled  and  the  sulphide  of  potassium  formed ;  afterwards  the  heat  is 
raised  to  bright  redness.  On  cooling,  a  perfectly  fused  mass  is  obtained, 
which,  after  the  excess  of  sulphide  of  potassium  has  been  removed  by 
cold  boiled  water,  leaves  large  dark  red  scales  collected  together  in 
masses;  these  masses  maybe  readily  split,  like  mica,  into  thin,  trans- 
parent, dark-red  lamiusB. — 2.  By  substituting  peroxide  of  manganese  for 
the  manganous  sulphate,  a  similar  compound  is  obtained,  but  of  less 
brilliant  colour. — The  scales,  when  moist,  are  rapidly  oxidized  in  the  air, 
becoming  black  and  opaque,  but,  when  perfectly  dry,  they  remain  per- 
manent for  a  considerable  time.  They  are  nearly  insoluble  in  water, 
alcohol,  and  ether.  They  detonate  violently  with  nitre.  Acids  dissolve 
them,  with  rapid  evolution  of  hydrosulphuric  acid  gas.  When  heated  on 
platinum  wire,  they  become  covered  with  a  green  powder  of  oxysulphide 
of  manganese.  They  are  gradually  resolved  by  water  containing  air, 
into  sulphate  of  potash,  sulphide  of  potassium,  and  manganous  hyposul- 
phite, which  dissolve,  and  an  insoluble  mixture  of  sulphur  and  manganic 
oxide.  (Volker.)  IT 
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CriwlitiffM.  yaikcr. 

3Mn *.....        84-0        ....        44*46  ....        44*74 

K    39-2        ....         2102  ....         20-48 

4S  640        ....         34-52  ....         33-09 


3MnS  +  KS    187-2        ....       lOO'OO        *...        98-31 

D.  SuLFHATB  OP  Mamoanous  Oxtbb  AND  PoTABH. — ManganoBa- 
paUusic  Sulphate, — ^Pale  red  crystals  haying  the  form  of  sulphate  of 
magnesia  and  ammonia.  (Fig*  84.)  (Mitscherlieh.) 


Calevlation^  aecordiBg  to  Mitsclierlicb. 

KO    .. 

r..*.. •..*.••...•.•.•«...«... a.. ..•.««                 4/    a                 .... 

21-73 

MnO  ... 

360 

16-57 

2SO»  .. 

80-0 

36-84 

6H0  .. 

54-0 

24-86 

KO,S03  +  MnO,S08  +  6Aq.         217-2        ....         10000 

E.  Sulphate  op  Manganic  Oxide  and  Potash,  or  Manganotu- 
potassic  Sulphate, — Potash  Manganese-alum. — A  mixture  of  manganic 
sulphate  in  excess,  with  a  saturated  solntion  of  sulphate  of  potash,  is 
evaporated  at  a  eentle  heat  to  a  syrupy  consistence,  and  then  left  to  cool 
slowly;  dark  violet-coloured  regular  octohedrons  are  then  deposited. 
The  salt  is  decomposed  when  re£ssolved  in  water,  and  on  evaporating 
the  solution,  sulphate  of  potash  alone  crystalliies  out  (Mitscherlieh.) 


Calculatioii,  acoordiog  to  Mitscherlieh. 

KO 

47-2        

9-38 

Mi^O»   ... 

800        

15-90 

4SO»  

160-0         

31-79 

24HO    ... 

2160        

42-93 

KO,SO>  +  Mn*0»,390»  +  24Aq 503-2         10000 

F.  Flttoridb  of  Manganksb  and  Potassium. — Manganous  sulphate 
precipitated  hy  fluoride  of  potassium,  yields  a  white  precipitate,  which 
is  insoluble  in  water,  but  dissolves  with  tolerable  facility  in  acids  (Gay- 
Lussac  &  Thenard);  according  to  Berzelius,  this  precipitate  is  a  com- 
pound of  fluoride  of  potassium  with  fluoride  of  manganese. 

Manganese  and  Sodium. 

A.  Manoanate  of  Soda. — On  igniting  peroxide  of  manffaaese  with 
an  equal  weight  of  hydrate  of  soda,  oxygen  gas  is  absorbed,  and  a 
blackish  mass  produced,  which  dissolves  in  water,  forming  a  green  solu- 
tion which  rapidly  changes  to  red.  (Chevillot  <k  Edwards.) — This  salt  is 
so  very  soluble  in  water,  that  it  cannot  be  purified  by  crystallisation. 
(Mitscherlieh.) 

Before  the  blowpipe,  carbonate  of  soda  fuses  with  manganic  oxide 
on  platinum  foil  or  platinum  wire,  forming  a  dark  bluish  green  mass; 
one  part  of  manganic  oxide  is  sufficient  to  impart  a  distinct  green  colour 
to  1000  parts  of  carbonate  of  soda.  (Berzelius.) 

B.  Permanganate  of  Soda. — Formed  in  the  aqueous  solution  of 
manganate  of  soda;  it  does  not  yield  distinct  crystals  when  evaporated. 
(Chevillot  &  Edwards.) — Deliquesoent.  (Mitscbexlich.) 
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G.  and  D.  The  oxides  of  maDganeiBe  dissolre  in  fused  horaw,  forming  a 
dark  amethyst-red  glass,  which  Womes  colonrless  in  the  inner  flame.—* 
They  behare  in  a  similar  manner  with  microcosmie  salt,  excepting  that  the 
glass  so  formed  is  of  a  less  intense  colour,  and  more  readily  decolorized  in . 
the  inner  flame.  Nitre  immediately  restores  the  red  tint  to  the  colour- 
less glass  formed  in  the  inner  flame.  (Berselius.) 

£•  SuLPHTDB  OF  Mahganbse  akd  SoDruM.— -1.  A  mixture  of  10 
parts  of  ignited  manganons  sulphate  with  5  parts  of  fused  Glauber's  salts, 
heated  to  whiteness  in  a  charcoal  crucible,  yields  7*8  parts  of  a  compound 
which  contains  26  per  cent,  of  sulphide  of  sodium,  and  has  a  light 
brownish-red  colour,  without  metallic  lustre ;  it  is  dense,  has  a  granular 
fracture,  and  fuses  at  60°  Wedgewood.  (Berthier,  Ann.  Ghim.  Phys,  22, 
247.)  IT  2.  Obtained  in  a  similar  manner  to  the  potassium  compound.-^ 
Small,  shiniug,  light-red  needle-shaped  crystals,  resembling  those  of  sul- 
phide of  manganese  and  potassium  in  most  of  their  properties,  but  more 
readily  oxidable«  When  treated  with  distilled  water,  they  rapidly  become 
opaque  and  dark^oloured.  If  in  this  state  they  are  placed  over  oil  of 
vitriol  in  vacuo,  they  rapidly  absorb  oxygen  as  soon  as  they  become 
moderately  dry;  and  the  absorption  is  attended  with  so  violent  a  disen- 
gagement of  heat,  that  the  crystals  frequently  take  fire  and  burn  like 
a  pyrophorus.  (VSlker.) 


3Mn 

Na 

CakJttkitioiw 

840        ...        48-6 
23-2         ...         13-6 
640         ...         37-8 

Volker 

4911 
13-26 

4S 

3718 

3MnS  +  NaS 

171-2 

... 

1000 

99-55 

F«   SULPHATB  OP  MaNOANOUS    OxIDB   AND  SoDA.— ifa72^an(MO-^C?tC 

Sulphate. — If  the  residue  obtained  in  the  preparation  of  chlorine  from 
peroxide  of  manganese,  common  salt,  and  sulphuric  acid  is  ignited,  and 
afterwards  dissolved  in  water,  and  the  solution  evaporated,  crystals  of 
sulphate  of  soda  are  obtained.  The  mother-liquid  decanted  from  these 
orystals,  if  left  in  a  cool  place  for  a  year,  deposits  crystals  of  the  salt  P; 
and  the  mother-liquor  then  remaining,  yields,  on  further  standing,  large 
crystals  of  the  salt  a. 

a.  Birhydrated. — Obtained  by  the  above  method,  or,  according  to 
Arrott  {Ann,  Pkarm,  52,  243),  by  evaporating  a  solution  of  the  two 
salts  in  equivalent  proportions,  at  a  temperature  of  50°. — Crystallizes  in 
transparent,  light  yellow,  oblique  rhombic  prisms,  with  the  acute  lateral 
edges  truncated. — -r^ot  efflorescent. 


NaO 

31-2 

•  •  • 

•  •  • 

•  •  • 

•  •• 

18*88 

MnO    ., 

2SO» 

aHO 

360 
800 
18-0 

21-79 
48-43 
10-90 

KaO,SO»  +  MnO,SO»  +  2Aq.    ... 

Or: 
NaO,SO»... 71-2 

...       165-2 

43*1 
46-0 
10» 

•  •• 

•••  •  •  •  * 

10000 

Geiger. 
4200 

MnO,SO» 760 

4417 

2HO 18*0 

10-83 

165-2        ...       1000        97-00 
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/9.  Sexhydrated. — Crystallizes  in  transparent,  pale  rose-colonred 
oblique  rhombic  prisms,  often  having  their  summits  and  lateral  edges 
truncated.  [The  similarity  of  the  crystalline  form  would  lead  to  the 
supposition  that  this  salt  is  isomorphous  with  the  sulphate  of  manganous 
oxide  and  potash,  and,  like  that  salt,  contains  not  5,  as  Geiger  asserts, 
but  6  atoms  of  water;  the  salt  examined  by  Geiger,  as  he  himself 
observed,  was  mixed  with  the  salt  ».] — This  salt  reddens  litmus  slightly, 
and  has  at  first  a  cooling,  bitterish,  and  afterwards  an  unpleasant, 
strongly  metallic  taste.  It  effloresces  in  a  warm  atmosphere,  with  the 
exception  of  any  crystals  of  salt  »  that  may  be  enclosed  within  it. 
-—Decrepitates  slightly  when  heated,  swells  up  to  a  white  porous  mass, 
and,  at  a  low  red  heat,  fuses  to  a  whitish  grey  mass,  which  is  still  i>er- 
fectly  soluble  in  water.  If  the  ignition  be  carried  beyond  a  certain 
point,  a  portion  of  manganoso-manganic  oxide  is  left  on  dissolving  the 
residue  in  water. 


NaO    

Calculation. 
31-2      ...      16-23 
36-0      ...       18-73 
80-0      ...      41-62 
45-0       ...       23-42 

Geiger. 
17-0 

MnO  

2SO»   

5HO   

19-0 
42-5 
21-0 

NaO,  SO*  +  MnO,  SO*  1 5Aq. 

NaO   

MnO  

280*  

6H0  

192-2       ...     10000 

Probablj  more  nearly. 

31'2        15-51 

360        17-89 

800        39-76 

540        26-84 

99-5 

+  6Aq 201-2         100-00 

The  salt  /3  dissolves  in  1*2  parts  of  boiling  water,  and  the  solution 
deposits  nothing  on  cooling,  either  in  covered  or  open  vessels,  or  on 
being  shaken ;  but  if,  after  twenty-four  hours,  a  ciystal  of  the  same  salt 
is  introduced  into  the  solution,  there  is  deposited,  in  about  three  hours,  a 
thickish  mass,  which,  when  pressed,  is  resolved  into  crystallised  sulphate 
of  soda,  and  a  mother-liquid  which  holds  manganous  sulphate  in  solution. 
The  salts  a  and  /3  both  deliquesce  in  moist  air.  (Geiger,  Mag,  Fharm. 
11,  27.) 

G.  Fluoride  of  Manganese  and  Sodium. — This  compound  dis- 
solves with  difficulty  in  water.  (Berzelius.) 

H.  Ptrophosphatb  of  Manganous  Oxide,  Soda,  and  Ammonia. 
—When  ignited  phosphate  of  soda  is  dissolved  in  water,  and  the  solu- 
tion mixed  with  manganous  phosphate  and  free  ammonia^  a  flocculent 
precipitate  is  formed,  which  rapidly  changes  into  a  yellowish  white 
crystalline  powder;  the  precipitate  must  be  washed  with  cold  boiled 
water.  The  powder  is  permanent  in  the  air,  evolves  water  and  ammonia 
when  heated,  and  leaves  a  greyish  white,  pasty,  fused  mass,  the  solu- 
tion of  which  reddens  litmus.  A  concentrated  solution  of  potash  decom- 
poses the  salt  with  evolution  of  ammoniacal  gas;  when  boiled  with 
strong  nitric  acid,  it  deposits  peroxide  of  manganese,  and  on  evaporation 
yields  red  prisms,  probably  consisting  of  permanganate  of  soda  for 
phosphate  of  manganic  oxide f]  It  is  insoluble  in  water  and  alcohol,  but 
dissolves  readily  in  acids,  even  when  dilute.  (Otto,  J.  Pr,  Chem.  2,  418.) 
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CalculatioD.  Otto. 

NH»    170       ...         5-21  4-90 

NaO    31-2      ...         9-57  790 

2MnO 720      ...       22*09  2237 

2ftP0» 142-8       ...       43-80  4437 

7HO  630       ...       19-33  2046 

NH^O.MnO,  *P0*  +  NnO^MnO,  *P0»  +  6Aq.    326-0       ...     100-00      100-00 

Manganese  and  Lithium. 
Permanganate  of  Lithia. — Crjstallizable.  (Mitscherlich.) 

Manganese  and  Barium. 

A.  Manganatb  of  Baryta.—!.  Peroxide  of  manganese^  intensely 
ignited  with  an  equal  weight  of  bairta,  absorbs  oxygen,  and  yields  a 
dark  grey  mass,  insoluble  in  water.  (Cheyillot  &  Edwards.) — 2.  A  mix- 
ture of  peroxide  of  manganese  and  carbonate  of  baryta,  exposed  to  the 
strongest  heat  of  a  blast-furnace,  yields  a  crystalline  mass,  in  the  fissures 
of  which  small  four-sided  prisms  are  found.  (Abich,  Fogg,  23,  338.) — 
3.  By  igniting  peroxide  of  manganese  with  nitrate  of  baryta,  and  washing 
the  resulting  mass  with  boiling  water,  an  emerald-green  powder  is 
obtained,  which,  when  dry,  is  permanent  in  the  air.  (Forchhammer.)— - 
The  manganate  of  baryta,  prepared  by  igniting  one  part  of  peroxide  of 
manganese  with  2  parts  of  nitrate  of  baryta,  is  of  a  pale  green  colour, 
(Fromherz.) — 4.  When  hydrate  of  baryta  is  dissolved  in  fused  chlorate  of 
potash,  finely  divided  peroxide  of  manganese  then  added,  and  the  resulting 
mass  cooled,  pounded,  and  exhausted  by  boiling  in  water,  manganate  of 
baryta  remains  behind  in  the  form  of  a  powder  having  a  fine  green 
colour.  (Wdhler,  Fogg,  27,  628.) — 5.  An  aqueous  solution  of  perman- 
ganic a^id,  mixed  with  baryta-water  in  excess,  deposits,  after  a  short 
time,  a  bluish  green  powder.  (Fromherz.)  When  baryta- water  is  added 
to  an  aqueous  solution  of  permanganate  of  baryta,  and  the  mixture  left 
to  stand  in  a  vessel  half  filled  with  it,  green  insoluble  crystals  of  man- 
ganate of  baryta  are  formed  on  the  surface.  (Mitscherlich.) 

B.  Permanganate  of  Baryta. — Permanganate  of  potash  is  not 
decomposed  by  chloride  of  barium.  (Mitscherlich.) — Manganate  of  baryta 
diffused  in  water  is  decomposed  by  a  current  of  carbonic  acid  gas,  and 
the  solution  filtered  and  evaporated  to  the  crystallizing  point.  (Fromherz, 
Wohler,  Mitscherlich.) — This  salt  crystallizes  in  nearly  black  needles, 
which  are  permanent  in  the  air,  and  have  exactly  the  primary  and 
secondary  forms  and  the  angles  of  anhydrous  sulphate  or  seleniate  of 
soda.  (Mitscherlich.)  The  red  solution  yields  with  a  small  quantity  of 
baryta-water,  a  violet-coloured  liquid,  which  loses  its  alkaline  reaction 
after  a  while,  and  when  evaporated,  even  at  a  temperature  below  50^, 
deposits  green  manganate  of  baryta.  (Fromherz.) — An  aqueous  solution 
of  permanganate  of  potash  yields,  with  baryta-water,  a  violet-coloured 
mixture,  which  afterwards  becomes  colourless,  and  deposits  a  blue  preci- 
pitate. This  precipitate  retains  its  colour  after  washing  and  drying,  and 
when  decomposed  by  dilute  sulphuric  acid,  yields  aqueous  permanganic 
acid  and  a  precipitate  of  hydrated  peroxide  of  manganese.  The  blue 
colour  appears  to  indicate  the  presence  of  a  mixture  of  manganate  and 
permanganate  of  baryta.  (Gmelin.) 

TOL.  IV.  R 
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Manqakese  and  Strontium. 

A.  Manganatb  of  Strontia. — 1.  Prepared  by  strongly  igniting  a 
Biiztare  of  eqaal  weights  of  peroxide  of  manganese  and  strontia.  Pale 
green  mass,  insolnble  in  water.  (CbeTillot  &  Edwards.) — 2.  Fronberz 
Ignites  one  part  of  peroxide  of  manganese  with  two  parts  of  nitrate  of 
strontia. 

B.  Prrmanganate  of  Strontia.  —  Deliquescent.  (Mitscherlich.) 
When  an  excess  of  strontia-Water  is  added  to  an  aqneons  solution  of 
permanganic  acid,  the  yiolet  colour  of  the  liquid  gradually  changes  to 
pale  green,  without  the  formation  of  a  precipitate :  if  a  smaller  quantity 
of  strontia-water  is  used,  the  solution  retains  its  violet  colour  and  soon 
Mkibiti  a  neiitfal  rea«tioa.  (Promherz.) 


Manoanesb  and  OALcnrir. 

IikdO  and  nitrate  of  lime,  when  ignited  with  poroxido  of  manganese, 
h&r^  as  littlo  tendency  as  the  earths  to  form  a  salt  of  manganic  acid. 
(Clietilhst  k  Edwards,  Porchhammer^  Promherz.) 

PBniAii«Al9AfB  ov  Lnak-*-»Deliq«oiCMt  (Mitoohetlieh.) 


MAnaAinBSB  af»  Magnbrith. 
VsaMAXQAMAiu  w  Maonbsia. — DeUq^esoent  (Mitscherlich.) 


MAMaANBSE  AND  AhTJUlKVU, 

ScLPHATB  OF  AiuttiNA  AND  Manoanous  Oxide. — ^Occurs  in  the 
hydrated  state  in  asbestos-like  masses,  consisting  of  transparent,  silky 
fibres.  In  taste  and  solubility  it  resembles  common  alum,  but  does  not 
appear  to  dystalliM  in  eotohedrons.  (Apjohn,  Kane,  Pc^.  44,  471.) 


SfnO  

APO* 

4SO»  

2»HO 

360 

51-4 

1600 

225-0 

47^4 

Icalati 

■  •  • 

•  •  • 

■  ■  • 

•  •• 

on. 

7-62        .... 
10-88 
S3-87 
47-65 

•  ••  1 

Apjoha. 

7-33 
10-65 
32-79 
48-15 

loe 

Kane. 
470 

UgOM>^   ... 

•  •  • 

10000        .... 

..       100-00 

(MnO,HO,S03)-f.(APO»,3SO»)  +  24AoL— MaO,HO  replaoes  KO  in 
"*-^*-!»,  or  NH*0  in  MMBonia-alun.  (Kane.) 


MANOANSSft  AND  SlLICIlTM. 

A.  SiLiCAn  OF  Manaakovs  Oxidb,  or  Manoanoits  Siltcave.— «.  JH- 
$ihc(HU^m.  Ankifdrom.—Wh^  2  atoms  of  manganous  oxide  are  liMod 
with  one  atom  of  silica,  crystals  are  obtained,  i^greeing  with  ikom  of 
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cbiysolite.  (Berthier^  Ann,  Ohim,  Phys,  24,  355.)  The  ore  from 
Franklin  in  New  Jersey,  examined  by  Thomson,  and  Breithalipt's 
TJiephroite,  which,  according  to  Rammebberg,  forms  a  stiff  jelly  with 
hydrochloric  acid,  both  belong  to  this  head. 


Rammelsberg. 

Calcalatiori. 

Thomson.                Thephroite, 

2MnO 

72 

...       69-9 

66-60         68-88 

SiO«    

31 

...       301 

29-64         28-66 

Fe»0» 

r 

•  ■  •                                           •• 

0-92         ^eO           2-92 

HO 

1 

«•  •                                           •• 

2*70    €aO,MgO    trscea 

2MniO,SiO»    ... 

103 

...     1000 

99-86        100-46 

0.  HydraUd, — Hydroiilicate  of  Manganese^  (Schwarzer  Mangan-kieseL) 
— Amorphous,  soft,  iron-black  substance.  When  heated,  it  eTOiTes  water, 
and  becomes  lighter  in  colour.  At  a  higher  temperature,  it  increases  in 
bulk  and  becomes  still  lighter.  Fuses  in  the  outer  blowpipe  flame  to  a 
black,  and  in  the  inner  flame  to  a  green  glass.  (Berzelius.)  Dissolves 
readily  ifi  acids,  with  separation  of  silica. 


2MiiO 

SiO"    . 
2H0  . 


Calcvlstton. 
72       ...       69-50 

Klaproth. 

Klftppemd. 
55-8 

31       ...       25-62 

250 

18       ...       14-88 

130 

SMnO.StOS  f  2Aq 121       ...     10000         98-8 

b.  ManosUieeUe, — Silici/erotts  Manganege,  Bed  Manganese,  JRoiher 
Mangankiesel,  Rothbraunsteinerx, — This  minerid  has  two  planes  of  cleavi^, 
whi«h  intersect  each  other  at  angles  of  92^  55^  and  87°  5f;  it  is  probably 
isomorphous  with  Augite;  specific  gravity  from  d'5  to  3*6,  hardness  equal 
to  that  of  Apatite.  Translucent  and  rose-coloured.  Before  the  blowpipe 
in  the  inner  flame,  it  yields  a  turbid  rose-coloured  glass,  and  in  the  outer 
flame  a  bhick  bead,  haying  a  metallic  lustre.  (Berzelius.) 

BerxdioB.  Dumas. 

At.  a.         At.  b, 

CaO ...                  ...       3-12  ...  1  ...  29     ...  14-51     ...     14'57 

MgO ...                  ...       0-22 ...                FeO     0*81 

MnO 1  ...     36     ...     53-73     ...     4904  ...  2  ...  72     ...  3730     ...     3606 

8iO»  1  ...     31     ...     46-27     ...     4800  ...  3  ...  93     ...  4819     ...     48*90 

MnO,Si02  1  ...     67      ..  10000     ...  10038  ...  1  ...  193     ...  10000     ...  10034 

In  the  SUici/erotu  Manganese  (a)  from  Longsbanshyttan,  a  small 
quantity  of  protoxide  of  manganese  is  replaced  by  lime;  in  the  Btatamite  (6) 
from  Mexico,  to  the  amount  of  one-third.  To  this  class  also  appears  to 
belong  Thomson's  bisilicate  of  manganese,  in  which  the  protoxide  of 
manganese  is  partially  replaced  by  protoxide  of  iron. 

If  one  atom  of  SiO'  is  fused  m  a  charcoal  crucible  with  2  atoms  of 
MnOj  in  a  powerful  blast-furnace,  a  great  part  of  the  manganese  is  re- 
duced, and  after  fusing  |  of  an  hour,  a  hyacinth-red  glass  is  obtained, 
composed  of  62-1  parts  of  manganous  oxide  and  d7'9  parts  of  silicic  lusid 
(=:dMnO,2SiO'  nearly).  At  a  still  higher  temperature,  a  larger  portion 
of  the  manganese  is  reduced,  and  a  pea-yellow  coloured  slag  remains,  in 
which  48-5  parts  of  manganous  oxide  are  eoo»bined  with  51*5  parts  of 
silica  (=4MnO,5SiO*  nearly).  A  mixture  of  MnO  with  SiC,  when  heated 
in  a  charcoal  crucible,  likewise  yields  reduced  manganese,  together  with 

R  2 
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a  pea-yellow  coloured  slag;  bat  with  the  proportion  of  2MnO  to  3SiO*, 
a  porous  pea-yellow  mass  is  obtained,  without  any  reduction  of  man- 
ganese. (Se£str&m^  J.  techn,  Chem.  10,  183.) 

€,  TetrasUicate. — An  aqueous  solution  of  tetrasilicate  of  soda  gives  a 
white  precipitate  with  sulphate  of  manganous  oxide.  (Walcker.) 


B.  SiLicATB  OF   Manqanic   Oxidb,  or    Manganic   Silicate.- 
TriaUicate. — ffeteUrocline. — Oblique  rhombic  prisms  of  specific  gravity 
4*562;  colour  between  iron-black  and  steel-grey;  powder  brownish-black. 


Ewreinoff. 

At. 

St.  Marcel. 

KO 

)  •  •  •  •  •  • 

0-44 

CaO   

0-60 

Mn*0»    

3 

240 

88*56 

85-8H 

Fe»0» 

3-05 

SiO«    

1 

31 

11-44 

1002 

1 

271 

100*00 

99-99 

h.  DinliecUe. — To  this  head  belong  the  manganese  ore  from  St. 
Marcel;  analysed  by  Berzelius^  and  the  Siliciferous  Manganese  of  Tinzen~ 
The  latter  is  dense,  with  a  granular  and  somewhat  laminated  fracture; 
hard,  black,  with  faint  metallic  lustre,  aod  yields  a  dark  brown  powder. 
When  gently  heated  it  loses  water,  and  at  a  higher  temperature  gives 
off  oxygen  eas.  Dissolves  in  warm  hydrochloric  acid,  with  evolution  of 
chlorine  and  formation  of  a  siliceous  jelly.  Sulphurous  acid  acts  on  it 
only  with  the  aid  of  heat,  and  decomposes  it  completely,  though  with 
considerable  difficulty;  an  aqueous  solution  of  oxalic  acid  decomposes  the 
fine  powder  completely  when  boiled  with  it  for  an  hour. 


Berzelios. 

At. 

St.  Uarcfl. 

Mn«0». 

.     18 

•  •  • 

1440*0 

•  •  • 

76-60 

75*80 

Fe«0«  . 

1 

•  •  • 

78*4 

•  •  • 

417 

414 

APO»  . 

1 

51*4 

•  •  « 

2*74 

2*80 

SiO«    .. 

.     10 

•  •  • 

3100 

•  •  ■ 

16-49 

1517 

1 

...     ] 

L879-8 

...     100-00 

97*91 

Scfaweizer.        Berthier. 

At. 

Tinxen. 

CaO 

•  •  • 

1*70 

Mii«0» 

19 

...     ] 

1520*0 

•  •  • 

79-65 

76*35      ...      77-8 

Fd»0»  

1 

78-2 

#•» 

4*10 

3-70      ...        10 

APO»  

•  •• 

trace      ...         1*0 

SiO»    

10 

3100 

•  • 

16-25 

15-50       ...       15-4 

HO 

•  *• 

2*75       ...         2-8* 

1     ...     1908*2       ,.     100*00         10000       ...       98*0 

*  The  2*8  per  cent,  in  Berthier's  analysis  consists  of  quartz. 

C.  Htdrofluate  op  Silica  and  Manoanous  Oxide. — MnF,SiF'+ 
7Aq. — Crystallizes  from  a  highly  concentrated  solution,  in  long,  regular, 
six-sided  prisms, —  or  by  slow  evaporation,  in  shorter  prisms  and  rhombohe- 
drons.  Colour  very  light  red.  When  distilled,  it  first  gives  off  7  atoms 
of  water  and  then  gaseous  fluoride  of  silicium,  leaving  fluoride  of  manga- 
nese of  the  same  form  83  the  original  crystals.  Easily  soluble  in  water. 
(Berzelius.) 
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D.  With  glass-flQxes,  manganoas  oxide  yields  colourless  or  pale  red 
glasses;  maDganic  oxide  yields  violet-red  glasses. 

£.  SiLtCATB  OF  Olucina  AND  Manganous  Oxide. — Found  native, 
containing  sulphide  of  manganese,  in  the  form  of  Ifelvine.  Tetrahedrons. 
Figs,  13  &  14.  Sp.  gr.  =  3*1.  Harder  than  apatite.  Translucent; 
yellow,  with  a  tinge  of  green  or  brown.  In  the  inner  blowpipe  flame,  it 
fuses  with  ebullition,  and  forms  a  turbid  yellow  bead;  in  the  outer  flame 
it  fuses  with  greater  difficulty,  and  acquires  a  deeper  colour.  Dissolves 
slowly  in  borax,  forming  a  clear  glass,  which,  till  the  whole  of  the  sub- 
stance is  dissolved,  has  a  yellowish  tin^e  arising  from  the  presence  of 
sulphide  of  sodium;  but  after  the  solution  is  complete,  it  appears  c-olourless 
in  the  inner  flame,  and  amethyst-red  in  the  outer.  Dissolves  more 
readily  in  microcosmic  salt,  but  with  separation  of  a  skeleton  of  silica, 
and  yields  a  colourless  glass  which  becomes  opalescent  on  cooling.  With 
carbonate  of  soda  it  first  swells  up,  and  then  fuses  to  a  black  bead,  which 
becomes  brown  in  the  inner  flame;  with  carbonate  of  soda  on  platinum, 
after  long  blowing,  it  yields  mineral  chameleon.  (Berzelins.)  Dissolves 
in  hydrochloric  acid  with  evolution  of  sulphuretted  hydrogen  gas  and 
separation  of  gelatinous  silica. 
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The  glucina  is  mixed  with  a  small  quantity  of  alumina. — d(QO,MnO^ 
SiO»)-hMnS. 

P.  Silicate  op  Alumina  and  Manganoits  Oxide. — HydraUd, — 
Karpholite. — Fibrous;  of  specific  gravity  2-93;  harder  than  felspar; 
opaque;  straw-yellow.  When  heated  it  gives  off  water  and  afterwards  hydro- 
dnoric  acid;  swells  up  before  the  blowpipe,  and  fuses  with  difficulty  to  a 
turbid  brownish  glaJBS,  which  becomes  darker  in  the  outer  flame*  (fierze- 
lius.)     Scarcely  attacked  by  hydrochloric  acid. 

At.  Stromeyer.        Steinmann. 

CaO  ....  ....                      0-27 

MnO 1  ....  36-0      ....      21-51        19-16  ....       17-09 

Fe«0» ....                       2-29  FeO       5-64 

A1«0» 1  ....  51-4      ....      30-70        28-67  ....      26-48 

SiO»  2  ....  620      ....      37-04        36-16  ....      37-53 

HO    2  ....  18-0      ....       10-75        10-78  ....       11-36 

F-O ....  ....                       1'47 


167-4      ....     100-00        98-80      ....      9810 


Manganese  and  Titanium. 


TiTANATE  OP  Manganous  Oxide,  or  Manganous  Titanatb. — Greeno- 
vile, — Crystalline  system,  the  doubly  oblique  prismatic.  Fig.  121,  with 
three  angles  truncated,  as  well  as  the  edges  between  y  and  w,  and  between 
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y  and  v]  y  :  w  =  87**  10';  y  :  <>  =  85°  SC;  v  :  v  =  110«  SS'.  Sp.  «.  = 
3*84;  harder  than  felspar;  dark  roee-coloured.  Infusible  before  the  mow- 
pipe;  insoluble  in  hydrochloric  acid;  disintegrated  bjr  fused  bisulphate  of 
potash.  Contains  24*8  per  cent,  of  manganous  oxide,  74*5  of  titanic 
acid,  and  a  trace  of  lime.  (Dufrenoy.)  Isomorphous  with  browu  titanite ; 
has  two  planes  of  cleavage,  which  intersect  each  other  at  an  angle  of 
126°  56'.  Specific  gravity  =  3*527.  (Breithaupt.)  Contains  silica  as 
an  essential  ingredient  (Plattner);  it  is  therefore  TxtnnUe  in  which  the 
lime  is  replaced  by  protoxide  of  manganese.  (Breithaupt.) 


Manqanesb  and  Tantalum. 

Tantalidb  of  Manoanbsb. — Prepared  by  igniting  a  mixture  of  the 
two  oxides  in  a  charcoal  crucible.  Hydrochloric  acid  separates  the 
manganese,  and  leaves  the  tantalum  in  the  form  of  an  insoluble  blade 
powder.  (Berielius.) 

Manganbbb  and  Tcnosten. 

A.  TuNGSTATE  OF  Manoanous  Oxidb,  or  Manganous  Tunqstatb. — 
a.  Monotungstate, — Monotungstate  of  soda  added  to  a  neutral  salt  of 
manganous  oxide  throws  down  a  greyish- white  powder,  which  when 
heated  becomes  pale  yellow,  and  loses  water ;  at  a  higher  temperature,  the 
whole  of  the  water  is  expelled,  and  the  salt  obtained  in  the  fluid  state. 
The  hydrated  powder  gives  up  the  whole  of  its  tangstic  acid  to  potash;  it 
dissolves  also  in  warm  phosphoric  or  oxalic  acid,  sparingly  in  boiling 
acetic  acid^  and  is  insoluble  in  cold  hydrochloric  acid.  (Antnon.) 

JgniUd*  Anthoii.  UnignUtd.  Aathoii. 

MnO 36    ....     23-08     ....    24*72         MnO....    36    ....     20'69  ....    22 

WO» 120    ....     76-92    ....     75-28  WO^....  120    ....     68*96  ....     67 

2HO....     18     ....     10-35  ....     11 


MnO,WO»     J56    ....  100-00    ....  10000  +2A<i.    174    ....  10000    ....  100 

h.  SitupgztaU, — Alkaline  bitunestates  precipitate  from  salts  of  maa- 
ganops  oxide,  a  white  powder  whicn  turns  yellow  and  loses  water  when 
Ignited,  and  is  soluble  in  aqueous  phosphoric,  oxalic,  and  nitric  acid ;  the 
latter  solution  is  rendered  turbid  by  boiling,  from  separation  of  yellow 
tuBgstif  aoid.  (Anthon,  J.  pr.  Ckem,  9,  339!) 

IgnUed. 

MnO H    ...»     1304     . 

2W0»  240     ....     86-96    ., 

MnO,2WO»  276     ...,  lOO'OO     ....  lOO'OO  +3Aq.   303     ....  10000     ....  100 

B.  BULPBOTUV80TATE  OF  Manoanese. — MbB,  WS'.  -^  Dlssolves  in 
water,  forming  a  yellow  solution.  (Berzelius.) 

Manganese  and  Moltbdenum. 

A.^  MoLTBDATB  OF  MANGANOUS  OxiDE. — Molybdate  of  potash  pro- 
duces in  a  solution  of  protochloride  of  manganese,  a  brownish-white  preci- 
pitate which  is  soluble  in  40  or  50  parts  of  water.  (Richter.) 
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B.  SiriiPH0M0Z.YBDATE  OF  Manqanese.-— a.  Wah  excess  of  Stdphide 
cf  Manganese, — ^A  soludoii  of  by  or  a  mixture  of  a  mangaoouis  salt  and  of 
salphomolybdate  of  potaasiuin  dissolyed  in  water  is  precipitated  hj 
ammonia.  The  precipitate  is  a  dark  red  powder,  which  becomes  browner 
on  drying.  It  is  farther  decomposed  bjr  ao  excess  of  ammonia*  whereupon 
it  blackens  from  oxidation. 

5.  In  equal  numbers  isf  akmu,~^¥Grm^  by  digesting  in  water  a  mix- 
ture of  tersnlphide  of  molybdenum  and  faydrated  sulphide  of  manganese; 
the  latter  being  in  excess.  The  brownish-yellow  solution  obtMued  dries 
up  to  a  transparent  unerystalllsable  yamish.  The  same  compound  is 
formed,  but  without  precipitation,  when  a  manganous  salt  is  mixed  with 
an  aqueous  solution  of  sulphomolybdato  of  potassium. 

c.  With  excess  of  Tersnlphide  qf  Molyhdenum, — Prodiioed  in  the  form  of 
an  insoluble  compouud,  on  digesting  sulphide  of  manganese  with  excess  of 
tersulphide  of  molybdenum.  (Berzelius.) 

G.  PfiBSULFBOSfOLTBDATB  or  M AMOAM8BB. --^.Prepared  by  precipi- 
tating a  manganous  salt  with  an  aqueous  solution  of  peisulphoaolybdate 
of  potassium.    Bed  powder.  (Berielius.) 

MANOANEaS  AND   YaNADIITM. 

A.  Vanaditb  of  Manganous  Oxide,  or  Manoanods  Vanadite.'— 
Prepared  by  double  decomposition.  Brown.  When  exposed  to  the  action 
of  air  under  water,  it  assumes  a  yellow  colour,  and  gradually  disappears, 
while  black  crystals  of  manganous  vanadiate  are  deposited.  (Berzelius.) 

B.  Vanadiate  of  Manganous  Oxide,  or  Manganous  Vanadiate. 
— <r.  MonowmadiaU^-^Thi^  yellow  aqueous  mixture  of  vanadiate  of  am- 
monia and  protochloride  of  manganese  in  excess  is  precipitated  by  alcohol, 
and  the  rusty  yellow  precipitate  washed  with  the  same  liquid ;  it  is  then 
dissolyed  in  water  and  the  solution  left  to  evaporate  spontaneously.  The 
salt  separates  in  small  brownish  black  crystals,  which  yield  a  red  powder, 
and  are  sparingly  soluble  in  cold  water,  forming  a  yellow  solution,  from 
which  they  are  again  precipitated  by  alcohol.-— 6.  jBivanarfiai^.— Crys- 
tallizes from  an  aqueous  solution  by  spontaneous  evaporation,  in  small 
red  grannies.  Forms  a  yellow  sc^ution  in  water,  and  is  a^in  precipi- 
tated by  alcohol  in  the  form  of  a  yellow  powder.  Dissolves  with  difficulty 
in  cold  water,  forming  a  yellow  solution.  (Berzelius.) 

Manganese  j^h  Chromium. 

A.  Chromide  of  Manganese. — 1.  A  mixture  of  equal  parts  of 
sesquioxide  of  chromium  and  protoxide  of  manganese  exposed  to  the  heat 
of  a  blast-furnace  jn  a  charcoal  crucible,  yields  an  alloy  which  is  perma- 
nent in  the  air,  insoluble  both  in  hydrochloric  and  in  nitric  acid,  and  dis- 
solves only  after  prolonged  boiling  in  aqua-regia.  (Bachmann.) 

B.  Chromate  of  Manganous  Oxide,  or  Manganous  Ghromate.—- 
a.  Dichromate. — Manganous  salts  are  coloured  yellowish  brown  by  mono- 
chromate  of  potash,  and  yield,  after  some  time,  a  dark  brown  precipitate, 
which  is  deposited  partly  on  the  sides  of  the  Yossel  and  partly  as  a  pel- 
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Hole  on  the  liquid.  If  the  solution  is  largely  diluted,  the  deposit  has  a 
crystalline  aspect.  Under  the  microscope,  the  formation  of  reddish- 
hrown  granules  is  first  ohserved :  these  go  on  increasing  in  size,  and  after- 
wards fine  needles  are  formed,  which  appear  dark  chocolate-hrown  by 
reflected,  and  deep  brownish-red  by  transmitted  light.  The  precipitate 
gives  up  its  chromic  acid  to  a  boiling  solution  of  potash ;  dissolves  in 
hydrochloric  acid  with  evolution  of  chlorine,  forming  a  brown  li<|uid, 
which  is  turned  green  by  alcohol ;  dissolves  also  in  dilute  sulphunc  or 
nitric  acid,  forming  an  orange-yellow  solution.  (Warington,  FhU,  Mag, 
t/.  21,  380.)  Sparingly  soluble  in  water.  (Grouvelle;  see  also  Reinsch, 
^ogg,  55,  97.) 

Dried  at  lOO"" 

2MnO 72     ...     5071 

CrO»   52     ...     36-62 

2HO   18     ...     12-67 

MnO,CrO«  +  2Aq...  142     ...  18000        99*98        100*0 

h.  Monocht'omate  f — Aqueous  chromic  acid  slowly  dissolves  manganese 
with  evolution  of  hydrogen  gas;  manganous  oxide  and  its  carbonate, 
however,  are  more  readily  dissolved  by  it.  Uncrystallizable,  chestnut- 
brown  liquid,  having  an  acid  reaction  and  pungent  metallic  taste.  After 
repeated  evaporation,  it  deposits  nearly  all  the  manganese  in  a  higher  state 
of  oxidation.  (John.) — Neither  the  monochromate  nor  the  bichroinate  of 
potash  precipitates  manganous  salts  immediately;  after  some  time,  how- 
ever, especially  with  the  monochromate,  a  brownish  black  precipitate  is 
produced.  (Thomson.) 


Other  Compounds  of  Manganese. 

With  Iron,  Cobalt,  Nickel,  Copper,  and  Gold,  forming  white,  brittle, 
and  very  refractory  alloys. 


Chapter  XXIV. 


ARSENIC 


Scheele.     Opme.  2,  28;  also  CreU.  i\r.  £ntd.  3,  125. 

Berraan.     Optue,  2,  272. 

Bucholx.     Arsenic  Acid.     Scker.  J,   9,   397. — Arsenious   Acid.     Sehw, 

15,  337. 
Laugier.     Ann.  Chtm,  85,  26. 

Fischer.     Schw.  6,  236;  12,  155;  39,  364.— iTa^M.  ArcL  11,  224. 
Thomson.     Degrees  of  Oxidation  of  Arsenic.     Ann,  Phil.  4,  171;  also 

Sehw,  17,  422.— Salts  of  Arsenic  Acid.     Ann.  Phil.  15,  81;  also 

Schw.  29,  430. 
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Berzelias.     Ann.  Chim,  Phys,  5,  179;  11,  225. 

Gehlen.    Behaviour  of  Arsenic  with  Potash.     Schw.  16,  501. 

Gay-Lussao.     Behaviour  of  Arsenic  with  Potash.     Ann.  Chim.  Fhys, 

3,  136. 
Pfaff.     Arsenic  Acid.     Schw.  45,  5*9. 
Buohner.     Arsenic  Acid.     Sckw.  45,  419. 
Guihourt.     J.  Chim,  med.  2,  55. 

Stromejer.    De  hjdrogenio  arsienato.     Comment,  Soc.  GoU.  16,  141. 
Proust.     Arseninretted  Hydrogen.    Scher.  J,  8,  285, — Sulphide  of  Arse* 

nic.     Scher.  J.  9,  287;  also  OUb.  25,  178. 
Th6nard.    Sulphide  of  Arsenic.    Ann,  Chim.  59,  284;  also  iiT.  Gehl,  2, 685. 
Berzelius.     Sulphide  of  Arsenic  and  its  combinations  with  other  Metallic 

Sulphides.     Schtff.  34,  46.     Further:  Fogg.  7,  1  and  137. 
Dumas.    Arseninretted  Hydrogen  and  Chloride  of  Arsenic.    Ann,  Chim, 

Phyt.  33,  351;  also  Pogg,  9,  308. 
Dumas.     Solid  Arsenide  of  Hydrogen  and  Arseninretted  Hydrogen  gas. 

J,  Pharm.  16,  335;  also,  Pogg.  19,  191 ;  ahstr.  Schw.  59,  222. 
Graham.     Arseniates.     Phil.  Trans.  1833,  2,  253;  9^soPogg,  32,  33. 
Bouquet  k  Cloez.     New  Acid  containing  Sulphur,  Arsenic,  and  Oxygen. 

N.  Ann,  Chim.  Phgs,  13,  44;  J.  Pharm,  7,  23;  abstr.  Ann.  Pharm. 

56,  205. 
Walchner.     Distribution  of  Arsenic  and  Copper.     Compt,  rend,  23,  12; 

also  Ann,  Pharm,  61,  205. 
Bussy.     Modifications  of  Arsenious  Acid.     Compt,  rend.  24,  774;  PhU, 

Mag,  J,  31,  151;  Repert,  Pharm.  2nd  ser.,  48,  301;  Ann.  Pharm. 

64,  286;  J.pr.  Ohem.  41,  340;  Pharm.  Centr,  1847,  938;  J.  Pharm. 

Chim.  12,321. 
Will.     Occurrence  of  Arsenious  Acid  and  other  Metallic  Oxides   in 

Mineral  Waters.    Ann.  Pharm.  61,  192. 
Pasteur.     Chloride  of  Arsenic.    J,  Pharm,  Chim.  13,  395;  abstr.  Ann. 

Pharm.  68,  307.     Salts  of  Arsenious  Acid.     J,  Pharm.  Chim.  13, 

397;  abstr.  Ann.  Pharm.  68,  308. 
Filhol.     Salts  of  Arsenious  Acid.    J.  Pharm.  Chim.  14,  331  and  401; 

abstr.  Ann.  Pharm,  68,  308. 


Areen,  Arsenik,  Scherhenkobold,  Ndpchenkobold  {jStdbUt-Jiend,  BoufU 
sprite),  Fly-poison,  CobaUvm  of  the  druggists. 

History,  Known  from  very  early  times,  principally  in  the  forms  of 
sulphide  of  arsenic  and  arsenious  acid.  Brandt,  in  1733,  made  the  first 
accurate  experiments  on  its  chemical  nature.  Scheele,  in  1755,  discovered 
arsenic  acid  and  arseninretted  hydrogen  gas.  Sir  H.  Davy  discovered 
the  solid  arsenide  of  hydrogen.  Berzelius  specially  investigated  the 
stoichimetrical  relations  of  arsenic  and  its  numerous  sulphur-compounds. 

Sources.  Native;  as  arsenic  acid;  as  arseniate  of  lime,  magnesia,  lead- 
oxide,  ferrous,  ferroso-ferric,  and  ferric  oxide,  cobaltic  oxide,  nickel-oxide, 
and  cupric  oxide;  as  sulphide  of  arsenic  combined  with  other  metallic  sul- 
phides, as  in  Grey  copper,  Tennantite,  Light  red  silver,  and  Argentiferous 
copper-glance;  in  combination  with  another  metal,  in  arsenide  of  manga- 
nese, arsenide  of  iron,  arsenide  of  cobalt,  and  arsenide  of  nickel;  in  com* 
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bination  with  another  metal  and  a  metallic  sulphide^  in  Arsenical  pyrites^ 
Cobalt-glance,  Nickel-glance,  and  manj  varieties  of  Antimonial  nickel. 
Small  quantities  of  arsenic  and  its  compounds  are  likewise  found  in  other 
minerals  and  products  obtained  from  them,  as  in  sulphur,  sulphoric  acid, 
phosphoras,  phosphoric  acid,  sulphide  of  antimony  and  preparations  made 
from  it,  and  in  zinc,  tin,  and  many  varieties  of  ferric  oxide.  Traces  of 
arsenic  are  likewise  found  in  the  Olivine  which  aeeompanies  the  Siberian 
meteoric  iron  (of  Pallas)  and  that  from  Ataoama  (not  in  terrestrial 
olivine).  (Rnmler,  Fogg,  49>  691.)  IT  Walchner  has  saown  that  arsenio 
(together  with  copper)  is  aji  widely  distributed  as  iron,  small  quantities 
of  Uiese  metals  being  invariably  found  in  iron-ores,  whether  occurring  in 
ancient  or  modem  formations,  in  all  chalybeate  waters  and  the  deposits 
formed  from  them,  and  in  a  great  variety  of  ferruginous  clays,  marls,  and 
slates.  Walchner  has  likewise  demonstrated  the  presence  of  minute 
quantities  of  arsenic  and  copper  in  various  specimens  of  meteoric  iron, 
vis.  in  the  Siberian  meteoric  iron  above  mentioned  (Rummler  had  merely 
shewn  the  existence  of  arsenic  in  the  accompanying  olivine),  in  a 
Mexican  sample  from  Yuanhuitlan,  near  Oaxaca;  in  a  specimen  from 
Tenessee,  and  in  the  large  mass  preserved  in  the  Cabinet  of  Natural 
History  of  the  Yido  College,  Connecticut  Hence  it  would  appear  that 
arsenic  and  copper  are  associated  with  iron  in  the  other  bodies  of  the 
universe  as  well  as  on  the  earth.  {Ann,  Fkarm,  61,  209.)  The  presenoe 
of  arsenic  in  mineral  waters  has  likewise  been  demonstrated  by  Will 
(Ann.  Pharm.  61,  192.)Y  The  statement  of  Orfila  &  Conerbe  {J.  Ghim. 
med,  15, 462  and  632)  that  arsenic  is  contained  in  the  bones  and  muscular 
flesh  of  a  healthy  man,  and  in  the  bones  of  a  healthy  horse,  ox,  and 
sheep,  was  attacked  by  Danger  &  Flandin  and  by  Chevallier  {J.  Chim, 
med.  IT,  84),  by  Barbet,  Faur6  &  Magouty  {J.  Cnim.  med.  17,  654),  by 
Pfaff  {Eepert,  74,  106),  by  Steinberg  {J.  pr.  Chem.  25,  S84),  and  by 
JacquMain  (Gompt,  rend.  1 6,  30),  and  has  since  been  retracted  by  OrfiJia 
himself  {Ann,  Chim.  Phys,  77,  159)  as  unfounded. 

Preparation  on  the  large  scale,  —  By  heating  arsenieal  pyrites  in 
earthen  tubes  till  the  arsenie  sublimes.-^Under  these  circumstances,  the 
arsenical  pyrites  Fe^As,SS  is  resolved  into  2FeS  which  remains  behind 
and  As  which  sublimes.  The  tubes,  several  of  which  are  laid  together 
horizontally  in  the  furnace,  are  3  feet  long  and  1  foot  wide.  A  tube, 
8  inches  long,  made  by  rolling  up  a  piece  of  iron  plate,  is  inserted  for  half 
its  length  into  the  part  of  the  earthen  tube  which  projects  from  the 
furnace,  and  an  earthen  receiver  is  luted  on  to  it.  The  arsenic  sublitues 
in  the  iron  tube  in  the  form  of  a  coherent,  internally  crystalline  mass, 
which,  when  the  whole  has  cooled,  is  detached  by  unrolling  the  tube. 

Purification. — By  a  second  suolimation. — Commercial  arsenic  is  con- 
taminated, partly  with  suboxide  and  sulphide  of  arsenic,  which  are  more 
volatile  tluin  the  metal  itself,  partly  with  fixed  impurities,  such  as  earthy 
matrix,  nndecomposed  arsenical  pyrites,  &c.  On  subliming  this  impure 
arsenic,  the  suboxide  and  sulphide  volatilize  first,  and  either  condense  in 
the  cooler  part  oi  the  apparatus  or  escape  in  the  form  of  vapour,  while  the 
arsenic  itself  condenses  nearer  to  the  fire.  The  addition  of  charcoal 
powder  is  useful.  The  apparatus  consists  either  of  two  crucibles  placed 
one  above  the  other  and  luted  together  with  clay,  the  under  one,  which 
contains  the  crude  arsenic,  being  thrust  half-way  through  a  hole  in  an 
iron  plate,  so  that  the  fire  may  act  only  on  its  lower  part;  or  of  a  glass 
flask  half-filled  with  crude  arsenic,  and  having  a  glass  tube  fastened  to  its 
neck  with  loam,  which  is  afterwards  dried ;  the  tube  is  loosely  closed  at 
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top  with  a  charcoal  stopper.  The  flask  is  immersed  to  two-thirds  of  its 
depth  in  a  crucible  filled  with  sand,  and  the  cracible  surrounded  with 
red-hot  coals.  The  arsenic  C9ndenses  on  the  upper  part  of  the  flask;  but, 
as  the  air  cannot  be  completely  excluded,  it  is  always  more  or  less  con- 
taminated with  octohedrons  of  arsenious  acid.  (Comp.  Bette,  Ann.  Pharm, 
33,  355.)  To  obtain  the  arsenic  quite  free  from  suboxide  and  arsenious 
acid,  it  must  be  sublimed  in  a  wide  tube  in  a  stream  of  dry  hydrogen  gas. 
Small  quantities  only  must  be  operated  upon  at  once,  otherwise  the  tube 
will  be  stopped  up  oy  the  sublimed  arsenic.  On  the  small  scale,  also, 
metallic  arsenic  may  be  obtained  by  igniting  a  mixture  of  arsenious  acid 
and  black  flux  (III.,  20)  in  a  subliming  apparatus  of  this  description,  or 
by  igniting  arseniate  of  lime  in  a  retort  through  which  hydrogen  gas  is 
passed. 

Prqptfr<tV«.— Crystalline  system,  the  rhombohedral.  Form,  an  acute 
rhombohedron.  Fxg,  151;  r*  :  r*  =  85*^  26'.  Cleavage  parallel  to  rand  p. 
A  more  acute  rhombohedron  likewise  occurs,  as  also  an  obtuse  rhombo- 
hedron. Fig,  141  in  which  r*  :  r*=  114°  26',  and  one  still  more  obtuse. 
(Breithaupt,  Pogg,  7,  527;  Sckw.  52,  168.)  According  to  former  state- 
ments, and  likewise  according  to  that  of  Elsmer  {J,  pr.  Chem.  22,  344), 
arsenic  appears  to  crystallize  in  octohedrons;  perhaps,  however,  the  trun- 
cated acute  rhombohedron  (Fig.  153)  was  mistaken  for  that  form. 
Specific  gravity  =  5*621,  Karsten;  5*672,  Herapath;  5*76,  Lavoisier; 
5*959,  Guibourt,  (8*31,  Bergman.)  Not  very  hard,  but  very  brittle. 
Tin-white,  inclining  to  steel-grey;  very  bright.  Volatilizes  at  a  dull  red 
heat,  without  previously  fusing.  In  a  glass  tube  it  does  not  volatilize 
even  at  294"^  (561°  F.);  not  even  at  the  melting  point  of  zinc,  but  begins 
to  volatilize  at  a  red  heat  visible  in  the  dark.  (Mitchell.)  If  an  attempt 
be  made  to  fuse  it  by  heating  it  iu  a  sealed  glass  tube,  the  tube  bursts, 
but  no  fusion  takes  place.  (Fischer.)     Arsenic  is  a  violent  poison. 

%  According  to  Berzelius  {Ann,  Pharm,  49,  247),  arsenic  exists  ia 
two  allotropic  states.  One  of  these,  As  »,  is  produced  when  arsenic,  in  the 
state  of  vapour  and  mixed  with  another  heated  gas,  is  deposited  on  a  part 
of  the  subliming  apparatus  which  is  not  very  strongly  heated.  It  is 
dark  grey,  crystalline,  and  oxidizes  in  the  air,  especially  at  40°,  being 
thereby  converted  into  black  pulverulent  suboxide.  The  other  modifica- 
tion. As  p,  is  produced  when  arsenic  is  very  strongly  heated,  or  when  it 
condenses  by  sublimation  on  a  part  of  the  vessel  the  temperature  of  which 
is  near  the  point  at  which  the  arsenic  volatilizes,  so  that  the  metal  is 
deposited  in  an  atmosphere  of  its  own  vapour.  This  modification  is 
nearly  white,  has  a  strong  metallic  lustre,  is  denser  than  the  preceding, 
and  remains  unaltered  in  the  air,  evep  though  finely  pounded  and  heated 
to  70°  or  80°,  and  perhaps  even  above  100°.  These  modifications  of  the 
metal  appear  to  be  repeated  in  arsenious  acid,  which  likewise  exhibits  two 
varieties  of  structure,  the  orystslline  and  the  vitreous  (vid,pp.  254,  255). 
The  former  of  these,  which  is  produced  when  the  acid  condenses  on  a  cold 
surface,  or  when  it  crystallizes  from  a  hot  aqueous  solution,  appears  to 
have  As  a  for  its  radical ;  while  the  latter,  which  is  formed  when  the  acid 
sublimes  on  a  strongly  heated  surface,  is  probably  derived  from  As/9. 
[May  not  these  so-called  allotropic  modifications  be  attributed  to  diflerence 
of  mechanical  structure?  The  circumstances  under  which  the  modifica- 
tion As  /9  is  produced  admit  of  slower  cooling,  and  consequently  allow  the 
particles  to  arrange  themselves  with  greater  regularity  and  compactness : 
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heoce  greater  densit j  and  greater  power  of  resisting  the  action  of  oxidizing 
agents,  &c.  Many  other  oases  of  allotropk  modification  may  be  explained 
in  a  similar  manner.  (W.)]  IT 

Compounds  of  Arsenic. 
Arsenic  and  Oxygen. 

A.  Suboxide  of  Arsenic. 

Most  metallic  arsenic  when  exposed  to  moist  air  at  ordinary  tempe- 
ratures, gradually  becomes  covered  with  a  black  film,  and  finally  crumbles 
to  a  black  powder.  Many  specimens  of  metallic  arsenic  (the  denser 
variety  most  probably)  retain  their  lustre  and  solidity  when  exposed  to 
the  air,  and  do  not  increase  in  weight.  (Berzelios,  Buchner,  Repert.  21  y 
28;  Thomson,  Ann.  Fhil.  18,  ISO.)  In  dry  air,  arsenic  remains  unaltered; 
and  after  long  exposure  to  dry  air,  it  remains  unchanged  for  a  lou^r 
time  in  moist  air,  probably  in  consequence  of  the  deposition  of  forei^ 
matter  (films  of  organic  matter)  on  its  surface.  But  when  exposed  in  the 
fresh  state  to  moist  air,  its  surlace  soon  assumes  a  bronze  colour,  and  in  a 
few  days  becomes  covered  with  suboxide;  between  30°  and  40^  this 
change  takes  place  more  quickly.  Lumps  of  the  metal,  however,  never 
&11  to  pieces,  but  merely  acquire  a  coating  of  suboxide.  If  water  con- 
denses on  the  pulverized  arsenic,  arsenious  acid  is  immediately  produced. 
(Bonsdorff.) 

Prop^t^tf.^-Brownish  black;  more  volatile  than  arsenic,  less  volatile 
than  arsenious  acid;  in  the  state  of  vapour  it  has  an  odour  of  garlic,  or 
like  that  of  phosphorus.  When  arsenic  is  heated  in  a  tube  containing 
air,  by  immersion  in  zinc  just  solidified  after  fusion,  a  white  ring  of 
arsenious  acid  sublimes,  and  below  it  a  brown  ring  of  suboxide;  and  if 
the  tube  be  then  immersed  in  boiling  mercury,  the  white  ring  volatilizes, 
but  the  brown  ring  remains  until  it  is  converted  by  oxidation  into  arse- 
nious acid,  whereupon  it  likewise  passes  ofiT  in  vapour.  (Mitchell.) 

Approximate  cslcnlatioii. 

As  75        90'36 

0 8        9-64 


AsO 83        100-00 

The  calculation  is  based  upon  the  &ct,  that  100  parts  of  pulverized 
arsenic  exposed  to  the  air,  take  up  at  most  8  parts  of  oxygen,  according 
to  Berzelius,  and  1 1  parts  according  to  BonsdorflT. 

Proust  regards  the  suboxide  as  a  mere  mixture  of  metallic  arsenic 
and  arsenious  acid :  if  that  were  the  case,  however,  the  oxidation  ought 
to  go  on  till  the  whole  was  converted  into  arsenious  acid. 

Decompositions, — When  gently  heated  out  of  contact  of  air,  the  sub- 
oxide is  resolved  into  arsenious  acid  which  volatilizes,  and  metallic 
arsenic  which  remains  behind.  (Berzelius,  Mitchell.)  When  it  is  digested 
in  hot  hydrochloric  acid,  arsenious  acid  is  dissolved,  and  metal  remains 
behind.  (Berzelius.)     Insoluble  in  water  and  in  cold  acids. 
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B.  Absenious  Acid.    AsO*. 

Oxide  of  Arsenic,  White  Arsenic,  Flowers  of  Arsenic,  HcU^poison, 
JButtenrauch,  GiflmM,  Arsenige  Sdure,  Acide  arsenieux,  Arsenoxyd, 
Oxyde  d^ Arsenic, 

Formation. — Arsenic,  heated  in  the  air  till  it  volatilizes,  burns  with 
a  reddish  smoke  having  the  odour  of  garlic,  and  is  converted  into 
arsenious  acid ;  when  more  strongly  heated,  it  bums  with  a  pale  blue 
flame.     A  piece  of  arsenic  held  for  a  moment  by  the  tongs  in  the  flame 
of  a  candle,  bums  for  a  while  with  a  pale  blue  flame ;  and  when  this 
ceases,  the  metal  continues  to  waste  away,  producing  a  brownish  smoke, 
until  it  is  almost  entirely  consumed.     Even  arsenic  which  has   been 
purified  by  sublimation  in  hydrogen  gas,  continues  to  bum  away  slowly 
when  set  on  fire.     The  arsenious  acid  appears  to  be  at  first  accompanied 
by  suboxide  of  arsenic,  which  produces  the  reddish  or  brownish  white, 
garlic-smelling  fume,  and  to  be  afterwards  wholly  converted  into  arsenious 
acid:  for  the  vapour  of  pure  arsenious  acid  aoes  not  emit  the  garlic 
odour,  and  metallic  arsenic  does  not  volatilize  at  the  comparatively  low 
temperature  at  which  the  combustion  goes  on.     Hence,  if  burning  arsenic 
be  thrown  into  a  glass  tube,  no  sublimate  of  metal  is  formed.  (Mitchell, 
Sil.   Am.   J.    19,  122.)     IT  Schonbein    suggests  that  the  garlic-odour 
emitted  by  arsenic  may  be  due,  not  to  the  formation  of  a  suboxide,  but 
to  a  peculiar  modification  of  arsenious  acid,    As'OS  which  is  subse- 
quently   converted  into  ordinary  arsenious  acid,    2A80'.    {Fogg,   75, 
377.)  TT — 2.  Arsenic,  when  covered  with  water,  and  exposed  to  the  air 
at  ordinary  temperatures,  is  converted  into  arsenious  acid.     The  water 
absorbs  the  oxygen  of  the  air,  transfers  it  to  the  arsenic,  and  dissolves 
the  arsenious  acid  as  it  forms.     If  air  be  blown  into  water  through  which 
pounded  arsenic  is  diffused,  the  liquid,  after  ten  or  fifteen  minutes,  gives 
a  strong  yellow  colour  with  hydrosulphuric  acid.  (Orfila,  J,  Chim,  Med. 
6,  6.)     If  the  arsenic  powder  is  merely  moistened  with  water,  it  oxidates 
still  more  quickly.     This  circumstance  may  perhaps  explain  the  observa- 
tion of  BouUay  {J.  Pharm.  13,  433),  and  of  Schwabe  (Br.  Arch.  11, 
262),  namely,  that  pounded  arsenic  in  large  quantities,  (8  lbs.  for  ex- 
ample) becomes  heated  by  exposure  to  the  air.     In  the  instance  mentioned 
by  Boullay,  the  heat  was  so  great  as  to  set  fire  to  the  arsenic;  and  when 
the  combustion  was  stopped  by  moistening  with  water,  it  broke  out  again, 
after  several  days,  in  a  quantity  of  the  arsenic  which  had  been  sent  away 
in  a  packet.  According  to  Biichner  {Br.  Arch.  19,  258),  this  rise  of  tem- 
perature takes  place  only  when  the  arsenic  is  moistened  with  water  during 
pulverization.— 3.  Arsenic  vapour  passed,  together  with  vapour  of  water, 
through  a  red-hot  tube,  yields  but  very  little  hydrogen  gas.  (Regnault, 
Ann.  Chvm.  Phys.  62,  364.)^-Pure  water  boiled  with  arsenic,  dissolves  a 
small  quantity  of  arsenious  acid,  while  solid  arsenide  of  hydrogen  is  left 
behind,  in  the  form  of  a  brown  powder.  ^Orfila.) — Arsenic  heated,  but 
not  to  redness,  with  hydrate  of  potash,  lorms  arseuite  of  potash  and 
arsenide  of  potassium,  and  liberates  hydrogen  gas.   (Sonbeiran.)     [For 
further  development  of  this  matter,  vid.  Formation  of  Arsenic  WAa,  6, 
p.  260.]     At  ordinary  temperatures,  and  out  of  contact  of  air,  arsenic 
undergoes  no  alteration  when  immersed  in  water  freed  from  air  by  boil- 
ing. (Bonsdorff.) — 4.  With  boiling  oil  of  vitriol,  arsenic  forms  arsenious 
acid  and  liberates  sulphurous  acid;  with  dilute  nitric  acid,  it  likewise 
forms  arsenious  acid  and  liberates  nitric  oxide.    Strong  hydrochloric  acid 
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boiled  with  arsenic,  neither  diseolves  the  metal  nor  gires  off  hydrogen. 
(H.  Rose,  Gmelin.)  BerlhoUet  maiatUBB  the  oMitrary.  (SUU,  chimique, 
2,  395.) 

iVeparotion. — By  roasting  arseaiferotu  minehds  in  a  fanaee,  from 
which  the  fumes  are  conreyed  into  a  horizontal  condeiwiBg  chamber, 
called  the  Poison-trap  (Giftfang),  or  into  a  building  called  the  Foisoti- 
tower  {O^Uhunn)f  containing  a  number  of  chambers,  placed  one  above 
the  other.  The  Poison-meal,  or  Arsente-meal,  {Giftmekl,  Arsenikmekl,) 
which  condenses  in  these  chambers,  is  introdacea  either  alone,  or  mixed 
with  a  small  quantity  of  crade  potash  to  retain  the  sulphnr,  into  an  iron 
pot,  OB  which  a  nnmber  of  cylindrical  iron  rings  are  Inted  one  above  the 
other,  and  heated  till  it  volatilizes.  The  greater  part  of  the  arsenions 
acid  condenses  on  the  rings  at  a  tempeiatnre  near  its  melting  point,  and 
sinters  together  into  a  vitreous  mass,  called  wh^  arsenie-glass.  The 
nncondeused  portion  of  the  vapour  is  carried  from  the  uppermost  ring 
through  a  tube  itto  a  condensing  chamber,  in  which  it  solidifies  in  the 
form  of  meal. — The  product  is  purified  from  any  sulphide  of  arsenic 
accidentally  present,  by  mixing  it  with  a  small  Quantity  of  potash,  and 
subliming  it  again.  Arsenic-glass,  e,  g,,  that  m>m  Andreasberg,  fre- 
quently contains  oxide  of  antimony,  a  portion  only  of  which  can  be 
separated  by  sublimation.  By  digestion  in  cold  hydrochloric  acid,  the 
antimonio  oxide  is  gradually  dissolved  in  preference  to  the  arsenious 
acid ;  hence  the  resulting  solution,  when  treated  with  hydrosulphuric 
acid,  gives  first  a  yellowish  red  and  then  a  yellow  precipitate.  On  dis- 
solving the  precipitate  in  hot  nitric  acid,  a  residue  is  left,  consisting  of 
antimonic  oxide  mixed  with  arsenic  acid;  this  residue  dissolves  readily  in 
hydrochloric  or  tartaric  acid,  yielding  a  solution  which  gives  all  the 
reactions  of  antimonic  oxide,  (wiggers,  Ann.  Pkarm,  41,  847.) 

Properties, — Arsenious  acid  occurs  in  two  crystalline  forms,  and 
likewise  in  the  amorphous  state. 

a.  Octohedral  Arsenious  Acid. — Obtained:  1.  In  the  sublimation 
process,  when  the  vapour  is  so  quickly  cooled  that  the  acid  solidifies  at 
once,  withoot  passing  through  the  semifused  state.  Arsenic-meal  like- 
wise belongs  to  this  variety,  but  it  is  generally  contaminated  with 
metallic  arsenic,  sulphide  of  arsenic,  and  other  impurities. — 2.  By  the 
cooling  of  a  hot  saturated  a<|ueous  solution. — 3.  When  white  arsenic- 
glass  is  preserved  for  a  long  time,  under  which  circumstances  it  becomes 
opaque  and  acquires  a  texture  like  that  of  porcelain  or  enamel. — Opaqtte 
Arsenic-glass,  when  obtained  as  in  (1)  or  (2),  forms  regular  octohe- 
drons  and  tetrahedrons,  which  are  transparent  and  have  a  strong  lustre. 
Specific  gravity  of  the  opaque  arsenic-glass,  8*529  (Taylor,  PhU.  Mag. «/. 
9,  482),  8*695  (Guibourt) ;  that  of  arsenious  acid  obtained  by  digesting 
arsenic  in  nitric  acid  and  washing  with  water,  is  8*7202  (Karsten). 

h.  Right^rhomhic  Arsenious  Acid. — This  variety  is,  in  a  very  few  in- 
stances, obtained  by  sublimation,  and  appears  to  be  isomorphous  with 
native  oxide  of  antimony.  In  a  furnace  in  which  cobalt-ore  was  roasted, 
arsenious  acid  was  found  sublimed  in  transparent,  colourless,  thin,  flexible, 
six-sided  tables,  having  a  pearly  lustre,  and  a  plane  of  cleavage  parallel 
to  the  principal  face  (with  octohedrons  attachea  to  them  here  and  there). 
These  crystals,  when  sublimed  or  dissolved  in  hot  water,  and  left  to  sepa- 
rate by  cooling,  were  converted  into  octohedrons  and  tetrahedrons ;  they 
were  free  from  arsenic  acid.  (Wohler,  Pogg.  26,  177.) — ^  If  a  boiling 
solution  of  potash  be  saturated  with  arsenious  acid  and  left  to  cool,  the 
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araenioiw  aoid  gradiiallj  separatee  from  it,  and  alflciost  always  in  right 
rhombic  orjatals,  isomorpboua  with  native  oxido  of  antimony.  (Past^nr^ 
Ciwipt,  rend.  2i,  774.)  % 

c,  Amoifhaiii  Ar$eniotis  Acid. — Newly  prepared,  transparent  arsenie- 
glaas  is  in  this  state.  Speeific  flrrayitys  3*698,  at  4""  in  racuo  (Le  Beyer 
&  Dumas);  37026  (Karsten);  37385  (Gnibonrt);  3*798  (Taylor). 
Transparent  and  colourless  glass,  with  oonchoidai  fracture.  The  trans- 
parent yitreotts  acid  becomes  turbid  in  a  few  months  at  ordinary  tem- 
peratures, and  afterwards  white  and  opaque ;  according  to  Fuchs  {Sckw, 
67,  429),  this  change  takes  place  in  proportion  as  the  acid  passes  from 
the  amorphous  to  the  crystalline  state.  Vitreous  arsenious  acid  becomes 
opaque,  both  in  the  open  air  and  in  elose  vessels  eontaining  air.  At  100^, 
according  to  Regnault  {Ann,  Chim.  Phya.  76,  144),  the  opacity  comes  on 
quickly.  On  the  other  hand,  the  glass  remains  transparent  for  years 
when  kept  under  water  (Christison,  Pogg.  36,  494),  or  under  alcohol,  or 
alone  in  a  vessel  from  wnich  air  is  completely  excluded  (H.  Rose,  Pogg, 
52,  454).  Under  hydrochloric  acid,  on  the  contrary,  it  becomes  opaque. 
(Wiggers.)  According  to  Kruger  {Kastn,  Arch,  2,  473),  the  glass  becomes 
opaque  only  when  in  contact  with  moist  air,  and  the  change  is  accom- 
panied by  an  increase  in  weight,  amounting  to  ytt.  When  from  1  to  Im- 
parts of  transparent  arsenious  acid  are  dissolved  by  half  an  hour's  boil- 
ing, in  a  mixture  of  6  parts  of  fuming  hydrochloric  acid  and  2  parts  of 
water,  and  the  solution  left  to  cool  as  slowly  as  possible,  the  arsenious 
acid  crystallizes  in  transparent  octohedrons,  and  the  formation  of  each 
crystal  is  accompanied  by  a  spark;  on  agitation,  which  gives  rise  to  the 
foraaation  of  many  new  crystals,  a  corresponding  number  of  sparks  is 
produced.  If  from  4  to  6  parts  of  arsenio-glass  are  dissolved  in  the 
above-mentioned  mixture,  the  light  produced  by  the  erystallization  is 
sui&cient  to  illuminate  a  dark  room.  As  long  as  the  deposition  of  crystals 
goes  on,  so  long  is  liffht  perceived  on  agitating  the  liquid;  and  this 
appearance  may  be  visible  on  the  second,  and  even,  though  very  faintly, 
en  the  third  evening.  If  the  liquid  be  then  boiled,  so  as  to  dissolve  the 
remaining  portion  of  the  vitreous  acid,  crystallization  again  takes  place, 
accompanied  by  emission  of  light,  though  not  so  bright  as  before.  If 
the  liquid  be  rapidly  cooled,  the  acid  separates  in  the  pulverulent  state, 
and  little  or  no  light  is  emitted.  A  solution  of  arsenious  acid  in  a  hot 
mixture  of  hydrochloric  and  nitric  acid,  the  quantity  of  the  latter  not 
being  sufficient  to  convert  the  whole  of  the  arsenious  aeid  into  arsenic 
acid,  likewise  emits  a  strong  light  as  the  acid  crystallises.  Boiling  dilute 
sulphuric  acid  dissolves  arsenious  acid  in  smaller  quantity,  and  exhibits 
only  oecacaoaal  luminosity.  Nitric  and  acetic  acid,  which  dissolve  still 
less  of  the  arsenious  acid,  exhibit  no  luminosity  whatever.  Arsenious 
aeid,  which  has  acquired  the  porcelain  texture,  and  likewise  arsenic  meal, 
exhibit,  when  dissohred  in  hydrochloric  acid,  a  very  feeble  luminosity  on 
agitation.  (H.  Rose,  Pogg,  35,  48.) 

Arsenious  acid,  when  heated  suddenly  or  under  increased  pressure, 
melts  to  a  glass.  The  vitreous  arsenious  acid  c  may  be  fused  before  it 
volatilises  to  any  considerable  extent ;  the  crystallized  aeid  a  appears  to 
have  a  higher  mehing  point,  and  evaporates  before  fusion.  (W5hler,  Ann, 
Pkarm,  41,  155.)  The  acid  does  not  volatilize  at  ordinary  temperatures. 
(Faraday,  Pogg.  19,  50 i.)  It  volatilizes  more  readily  than  the  metal, 
at  218°,  aeeording  to  Mitchell.  Specific  gravity  of  the  vapour  =13*85. 
(Mitscherlich.)  The  colourless  vapour  emits  ne  smell  of  garlic  (Scheffer, 
Fischer.)    It  is  only  when  the  aeid  is  heated  on  deoxidizing  substanoes, 
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8ttch  as  charcoal  or  iron,  that  the  garlic  odour  becomes  perceptible.-— 
Arsenious  acid  in  solation  reddens  litmus  slightly.  According  to  Guibourt, 
it  is  only  the  solution  of  the  transparent  acid  prepared  hot  and  then 
cooled  that  reddens  litmus;  whereas,  according  to  the  same  authority,  the 
solution  of  that  which  has  become  opaque  turns  reddened  litmus  olue; 
Gmelin,  however,  found  that  the  solution  of  the  latter  likewise  reddened 
litmus  slightly.  The  acid  has  a  rough  taste,  slightly  metallic,  and  after- 
wards sweetifiJi.     It  is  one  of  the  most  violent  among  the  acrid  poisons. 

Thomaoii.  Th^Dud.        H.DaTj.         Proust. 

Ai    75    ....     75-76      ....       70*37      ....      7424      ....       75      ....       75*2 

30  24     ....     24-24       ....       29*63       ....       25'76       ....      25      ....       24*8 

AsO*   ....      99     ....  10000       ....     10000      ....     100*00      ....     100      ....     1000 

Mitscherlich.  Benelias.  Rickter. 

As  75-73        ....        75'782        ....        86-86 

30  24*27        ....         24-218        ....         1314 

100-00        Z       100000        Z       10000 

Vol.  Sp.  gr. 

Arsenic  vapour 1        10-3995 

Oxygen  gas  3        3*3279 

Arsenioos  acid  vapour ....         1        13-7274 

(AsH)*  ^  2  .  470-04  +  3  .  100  «»  1240*08.    BerzeUus.) 

DeeampoaUions. — An  aqueous  solution  of  arsenious  acid  placed  in  the 
voltaic  circuit,  yields  oxygen  at  the  positive  pole,  arseniuretted  hydrogen 
gas  and  metallic  arsenic  at  the  negative  pole;  less  quickly  however  than 
arsenic  acid.  (Bischof;  camp,  Simon,  I.,  393.) — 2.  At  a  heat  short  of 
redness,  hydrogen,  carbon,  carbonic  oxide,  phosphorus,  sulphur,  potas- 
sium, sodium,  and  zinc  (the  last  three  with  vivid  combustion :  Gay-Ltmac 
d:  TkSnardy  Gehlen),  and  other  metals,  withdraw  all  the  oxygen  from 
arsenious  acid,  forming  respectively,  water,  carbonic  acid,  phosphoric 
acid,  sulphurous  acid,  or  a  metallic  oxide;  arsenic  reduced  by  phosphorus 
or  sulphur  enters  into  combination  with  a  portion  of  these  substances. 
If  a  small  quantity  of  arsenious  acid  be  placed  at  the  bottom  of  a  narrow 
gUss  tube, — a  slip  of  charcoal  just  over  it — and  the  heat  of  a  spirit-lamp 
applied,  first  to  the  charcoal  and  then  to  the  arsenious  acid,  metallic  arsenic 
sublimes  on  the  cold  part  of  the  tube.  If  a  mixture  of  arsenious  acid 
and  carbonate  of  soda  be  placed  upon  charcoal  and  exposed  to  the  inner 
blowpipe  flame,  the  garlic  odour  becomes  perceptible.  (Berzelius.)— 
3.  Aqueous  phosphorous  or  hypophosphorous  acid,  boiled  down  with  arse- 
nious acid  till  phosphuretted  hydrogen  begins  to  escape,  reduces  the 
arsenic. — 4.  From  the  aqueous  solution,  zinc,  cadmium,  and  tin  precipi- 
tate the  arsenic  very  slowly ;  on  the  addition  of  hydrochloric  acid,  these 
same  metals  reduce  the  arsenic  more  quickly ;  and  under  the  same  cir- 
cumstances, the  reduction  is  likewise  effected,  though  more  slowly,  by  anti- 
mony, bismuth,  lead,  and  copper.  The  reduction  is  never  complete; 
zinc  throws  down  brown  pulverulent  arsenide  of  hydrogen  ;  iron  does 
not  reduce  the  arsenic,  but  becomes  oxidated  and  forms  arsenite  of  ferric 
oxide.  (Fischer,  Pogg,  9,  260.)  When  hydrochloric  acid  is  present,  how- 
ever,  the  greater  part  of  the  arsenic  escapes  in  the  form  of  arseniuretted 
hydrogen  gas.— 5.  Arsenious  acid  heated  with  lime  is  resolved,  according 
to  Wollaston,  without  evolution  of  light  or  heat^  into  arseniate  of  lime, 
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and  sublimed  metallic  arsenic;  according  to  6ay-Lussac,  a  similar  reaction 
takes  place  with  carbonate  of  potash.  In  the  former  case,  arsenite  of  lime 
is  formed  aja  well  as  arseniate,  the  quantity  being  greater  as  the  ignition 
is  less  intense.  (Simon.) — 6.  Arsenious  acid  dissolved  in  water  and  mixed 
with  a  stronger  acid,  is  quickly  decomposed  by  sulphuretted  hydrogen, 
yielding  tersulphide  of  arsenic  and  water :  AsO^+dHS=:AsS'+dHO. 

Combinations, — a.  With  Water. — Aqueous  Arsenious  Acid, — Arseni- 
ous acid  dissolves  very  slowly  in  cold  water,  but  more  quickly  in  boiling 
water.  A  hot  saturated  solution  contains  1  part  of  arsenious  acid  in  10 
or  12  parts  of  water;  on  cooling,  part  of  the  acid  separates  in  small  anhy- 
drous crystals,  leaving  a  solution  containing  1  part  of  the  acid  in  20  or 
30  parts  of  water. 

One  part  of  arsenious  acid  dissolves  in  7*72  parts  of  boiling  water,  if 
it  has  previously  become  opaaue,  and  in  9*33  parts  if  it  is  still  trans- 
parent (Guibourt);  in  10-5  (Wenzel);  in  1134  (Fischer) ;  in  12  (Klap- 
roth) ;  m  12*2  (Bucholz) ;  in  15  (Brandt,  Justi,  Bergman) ;  in  16  (Rnd. 
Aug.  Vogel);  in  21  if  the  acid  is  transparent,  and  in  24,  if  it  is  opaque 
(Taylor)  ;  in  24  (Lametherie)  ;  in  40  (Pomer) ;  in  64  (Baume) ;  in  80 
(Navier)  ;  in  200  (jfasse)  ;  in  640  (Hagen). — To  dissolve  1  part  of  arseni- 
ous acid  in  12  parts  of  water,  it  is  necessary  to  boil  an  excess  of  it  with 
the  water;  if  1  part  of  the  acid  is  boiled  with  only  12  parts  of  water,  a 
considerable  quantity  remains  undissolved;  even  with  1  part  of  the  acid  in 
50  or  60  parts  of  water,  long  continued  boiling  is  necessary  to  effect  com- 
plete solution. — If  a  solution  saturated  by  long  boiliue;  with  excess  of  acid 
and  then  poured  off  fi*om  the  undissolved  portion,  be  boiled  down  continu- 
ously to  one-half  of  its  bulk,  the  whole  of  the  acid  remains  dissolved,  so  that 
the  concentrated  liquid  contains  1  part  of  acid  in  6  parts  of  water.  (Fischer.) 

After  this  solution  has  been  left  to  stand  for  some  time  at  ordinary 
temperatures,  1  part  of  arsenious  acid  remains  dissolved  in  16  parts  of 
water  at  16^  and  in  20  parts  at  7^  (Bucholz);  in  33  (Klaproth);  in 
38 '45  after  3  days,  and  55  after  8  days,  and  in  64*5  after  2  or  3  weeks 
at  10^  (Fischer);  in  33*52,  if  the  acid  had  become  opaque  before  it  was 
dissolved,  and  in  55*06  if  it  was  transparent  at  the  time  of  solution 
(Guibourt) ;  in  38  water  after  half  a  year,  if  it  was  opaque,  and  in  53. ...71 
water  after  48  hours,  if  it  was  transparent.  (Taylor.) 

When  pulverized  arsenious  acid  in  excess  is  left  to  digest  for  several 
days  in  cold  water,  1  part  of  it  dissolves  in  50  parts  of  the  water 
(Bucholz) ;  in  QQ  (Fischer)  ;  in  80  (Bergman)  ;  in  80,  if  it  had  become 
opaque,  in  103  if  it  was  still  transparent  (Guibourt)  ;  in  96  at  10°  (Spel- 
man)  ;  in  96  at  35""  (Kahnemann) ;  in  320  at  20""  (Nasse,  Schw.  5,  217) ; 
in  400  (KUproth,  Schw.  6,  231). 

If  one  part  of  pulverized  arsenious  acid  be  digested  for  10  days  at 
19^....25^  in  5... .10  parts  of  water,  the  resulting  solution  contains  1  part 
of  acid  in  50  parts  of  water  ;  a  solution  of  the  same  strength  is  obtained 
in  25  days  by  digesting  1  part  of  the  acid  in  40  parts  of  water.  If 
1  part  of  the  aeid  be  immersed  in  80  parts  of  water,  the  resulting  solution 
contains  ^  ;  with  160  parts  of  water,  -^ ;  with  240  water,  -^  ;  with 
1000  water,  yT^nr  -  ^^^  ®^®^  when  1  part  of  acid  is  digested  at  ordinary 
temperatures  for  several  days  with  16,000....  100,000  parts  of  water,  a 
portion  still  remains  undissolved. — Pulverized  opaque  arsenious  acid  was 
immersed  in  various  proportions  of  water,  and  the  liquid  set  aside  in 
closed  bottles  and  in  a  cool  place.  After  18  years,  the  following  results 
were  obtained :  1  part  of  arsenious  acid  in  1 000  parts  of  water :  perfect 
solution  ;  the  liquid  contained  nothing  but  arsenious  acid  and  arsenic 
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aeid.-^l  part  of  arsenions  acid  in  100  parts  of  water!  0*017  pt.  acid 
remained  nndissolyed. — 1  part  of  acid  in  35  'parts  of  water :  the  nndiGh 
solred  portion  amoonted  to  0*35  pt.,  so  that  the  solution  contained  1  part 
of  acid  in  54  of  water.  (Gm.) 

The  cause  of  this  rerj  slow  solution  of  arsenions  acid  in  cold  water  is 
to  be  fonnd  in  the  small  adhesion  and  affinity  of  water  for  arsenions  acid 
and  the  great  cohesive  force  of  the  latter.  Fischer's  supposition — ^that 
arsenic-glass  only  dissolves  in  water  in  so  far  as  it  takes  up  more  oxygen, 
and  that  when  cold  water  is  used^  the  oxidation  takes  place  by  unequal 
distribution  of  the  oxygen,  so  that  a  grey  oxide  of  arsenic  containing  less 
oxygen  remains  undissolved,  whereas  when  the  acid  is  digested  in  hot 
water,  it  is  oxidated  by  the  oxygen  of  the  water,  but  in  such  a  manner 
that  the  hydrogen  is  not  set  free  in  the  gaseous  form,  but  remains  in  the 
liquid  in  a  state  of  loose  combination — is  directly  contradicted  by  experi- 
ment :  for  Bttcholz  and  Pfaff,  as  well  as  Gmelin,  found  that  pure  arsenic- 
glass  is  perfectly  soluble  in  cold  water ;  and  as  to  oxidation  by  the  oxygen 
of  the  water,  in  such  a  manner  that  the  hydrogen  is  not  set  free  out 
remains  in  the  liquid  without  entering  into  any  other  state  of  combination 
-^we  can  only  say  that  it  is  a  process  of  which  no  definite  idea  can  be 
formed.  (See  also  Phillips,  Ann,  Phil.  8,  152.) 

IT  Bussy  finds  that  the  vitreous  acid  dissolves  more  quickly  and  more 
abundantly  in  water  than  that  which  has  become  opaque ;  the  same  quan- 
tity of  water  which  at  12°  or  13°  will  take  up  36  or  38  parts  of  the  for- 
mer, will  not  dissolve  more  than  12  or  14  of  the  latter.  By  long  boiling 
with  water,  the  opaque  acid  is  converted  into  the  transparent  variety — 
that  is  to  say,  it  acquires  the  solubility  of  the  latter,  so  that  a  litre  of 
the  fluid  takes  up  110  grammes  of  the  acid.  On  the  other  hand,  by  the 
continued  action  of  water  and  of  a  low  temperature,  the  vitreous  acid  is 
converted  into  the  opaque — ^that  is  to  say,  the  solution,  after  a  while, 
becomes  weaker,  retaining  only  the  proportion  of  acid  which  corre- 
sponds to  the  solubility  of  the  opaque  variety.  Comminution  diminishes 
the  solubility  of  the  opaque  and  increases  that  of  the  vitreous  acid. 
Arsenions  acid  which  has  been  rendered  opaque  by  the  action  of  ammonia^ 
and  that  which  has  been  orystaHized  from  an  aqueous  solution,  are  equally 
soluble  in  water.  The  anomalies  relating  to  the  solubility  of  arsenions 
acid  in  water  may  perhaps  be  due  to  the  simultaneous  occurrence  of  both 
modifications  of  it  in  the  solution. — The  solutions  of  the  two  varieties 
afiect  litmus  in  the  same  manner. — The  opaque  acid  dissolves  more  slowly 
in  hydrochloric  acid  than  the  vitreous  modification.  (Compt,  rend,  24, 
774;  Liebig  &  Kopp's  yaAre»6mc^,  1847—1848,  422.)  IT 

The  solution  of  arsenions  acid  in  water  is  transparent  and  colonrless, 
and  reddens  litmus  slightly.  Sulphuretted  hydrogen  water  colours  it 
yellow,  and,  on  the  addition  of  a  stronger  acid,  throws  down  a  yeUow 
precipitate.  It  gives  a  white  precipitate  with  excess  of  lime-water; 
siskin-green  (Schede*8  green)  with  an  ammonia-salt  of  copper  (ammonio- 
nitrate  or  sulphate,  for  example) ;  and  on  the  addition  of  a  small  quan- 
tity of  alkali,  a  white  precipitate  with  nitrate  of  mercurous  oxide  and 
corrosive  sublimate,  and  an  egg-yellow  precipitate  with  nitrate  of  silver. 
It  colours  the  red  solution  of  permanganate  of  potash  brown-yellow 
(after  standing  for  a  few  days,  the  mixture  becomes  decolorized  and  depo- 
sits brown  flakes);  turns  the  yellow  colour  of  chromate  of  potash  to  green 
(vid.  Arsenic  and  Chromium,  p.  312) ;  decolorizes  the  aqueous  solution  of 
iodine  or  bromine ;  produces,  when  mixed  with  hydrochloric  acid,  a  grey 
metallic  deposit  on  copper ;  and  evolves  arsenioreUed  hydrogen  gas  with 
zinc  and  hydrochloric  acid. 
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Tne  limit  of  tho  yellow  colouring  by  hydros iilpii uric  acid  is  aitaine4 
with  1  part  of  arsenious  acid  in  10,000  parts  of  water.  (Lassaiffne,  «A 
Cliim.  med,  8,  584). — That  of  the  yellow  precipitation  hy  hydrosulphuric 
acid  in  presence  of  hydrochloric  acid,  with  1  part  of  arsenious  acid  in 
80,000  of  licjtiid  (Laasaiffne)  j  1  pt.  in  90,000  (Reinschj  J.pr.  Chem.  13, 
133);  1  pt.  in  160,000  (Brandes  &  Ebeling,  Br.  Arch,  25,  269.)— Lime- 
water  does  not  precipitate  a  solution  of  arsenious  acid  containing  less  than 
1  part  of  acid  in  4000  parts  of  water  (Harting,  /.  pr.  Chem,  22,  49) ; 
according  to  Lassaigne,  the  limit  is  1  part  of  acid  in  5000  of  water. — 
'the  limit  of  the  precipitation  by  ammonio-sulphate  of  copper  is  1  part  of 
arsenious  acid  in  160,500  of  water  (Lassaigne)  j  1  in  250,000  (Bra,ndes  & 
Ebeling) ;  the  precipitate,  however,  does  not  show  its  cbitracteristifc  colour 
if  the  proportion  of  acid  is  less  than  1  in  12,000.  (Harting.) — The  green 
colouring  of  chromate  of-  potash  will  indicate  the  presence  of  1  part  of 
arsenious  acid  in  1000  parts  of  water.  (6randes'&  £)beling.) — The  aqueous 
solution  of  arsenious  acid  ttiiited  with  hydrochloiic  aeid  quicikly  produces 
a  grey  metallic  deposit  on  a  clean  plate  of  copper.  (By  a  solution  of 
arsenious  acid  in  strong  hydrochloric  acid,  this  deposit  is  not  produced  till 
after  the  lapse  of  several  days  or  even  weeks  at  ordinary  temperatures, 
but  immediately  on  the  application  of  heat.)  On  boiling  the  liquid,  the 
deposit  turns  black  and  peels  off  in  black  scales.  The  grey  deposit  is 
immediately  produced  on  boiling,  even  in  a  solution  containing  only  1 
part  of  arsenious  acid  in  100,000  parts  of  water;  in  a  solution  containing 
1  part  in  200,000  the  deposit  takes  half  an  hour  to  form ;  and  the  limit 
of  the  reaction  is  about  1  part  in  250,000.. ..300,000.  Aqueous  arsenious 
acid  without  hydrochloric  acid  has  no  action  on  copper.  (Reinsch,  J,  pr, 
Chem,  21,  244.) 

b*  With  the  stronger  acids,  arsenious  aoid  forms  salts  in  which  it  plays 
the  part  of  a  base,  and  which  may  therefore  be  called  Salts  of  Arsbnic 
OxiDS.  In  some  acids,  especially  in  certain  mineral  acids,  arsenions  acid 
is  scarcely  soluble  excepting  on  the  application  of  heat,  and  separates 
again  almost  completely  on  cooling ;  hydrochloric  acid  and  certain  vege- 
table  acids  retain  a  considerable  quantity  of  it  even  in  the  cold.  The 
salts  of  arsenic  oxide  are  precipitated  yellow  by  hydrosulphuric  acid,  yield 
arseniuretted  hydrogen  and  metallic  arsenic  when  treated  with  zihc^  and 
deposit  metallic  arsenic  on  polished  copper. 

c.  With  Salifiable  Bases,  arsenious  acid  forms  salts  <^lled  Arsenites. 
^he  affinity  between  the  acid  and  base  in  these  salts  is  very  slight;  hence 
they  are  decomposed  by  many  other  acids,  even  by  carbonic  acid,  and 
deposit  a  white  powder.     Most  arsenites,  when  heated  alone,  are  decom- 
posed; some  of  them  allow  the  acid  to  volatilize,  while  the  base  remains; 
the  arsenites  of  the  fixed  alkalis,  and  a  few  others,  give  off  arsenic  and 
leave  a  salt  of  arsenic  acid  (5AsO^=:3AsO'+2As).     Arsenite  of  silver 
gives  off  arsenious  acid,  and  leaves  a  mixture  of  arseniate  of  silver  and 
metallic  silver;    arsenite  of  lead   alone  withstands  a  red  heat  without 
decomposition,  and  arsenite  of  magnesia  is  but  very  imperfectly  decom- 
posed. (Simon,  Fogff.  40,  435.)     When  heated  with  charcoal  powder,  the 
arsenites  give  off  metallic  arsenic;  under  such  circumstances,  however, 
— e.  g.,  in  the  case  of  copper — a  metallic  arsenide  may  be  formed.     A 
mixture  of  an  arsenite  with  charcoal  powder  (especially  on  the  addition 
of  borax)  or  with  oxalate  of  lime,  ignited  in  a  bulb  blown  at  the  end  of  a 
harrow  glass  tube,  yields  a  sublimate  of  metallic  arsenic.      Arsenites 
ignited  with  carbonate  of  soda  upon  charcoal,  in  the  inner  blowpipe  flame^ 
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emit  the  odour  of  sarlic.  Those  arsenites,  which  are  insoluble  in  water, 
dissolve  in  hydrochloric  acid,  and  several  of  them  also  in  sulphate,  hydro- 
chlorate,  and  nitrate  of  ammonia.  Alkaline  arsenites,  dissolved  in  water, 
give  white  precipitates  with  lime-water  and  lime-salts;  yellowish  green 
with  cupric  salts;  egg-yellow  with  nitrate  of  silver.  Hydrosulphuric 
acid  gives  no  precipitate  unless  a  stronger  acid  is  likewise  present ;  but 
all  arsenites  which  are  not  soluble  in  water,  are,  when  dissolved  in  hydro- 
chloric acid,  immediately  precipitated  by  hydrosulphuric  acid;  and  if  the 
metallic  oxide  with  which  the  arsenious  acid  is  combined,  is  likewise  pre- 
cipitable  by  hydrosulphuric  acid,  a  compound  metallic  sulphide  may  be 
produced. 

d,  Arsenious  acid  is  slightly  soluble  in  alcohol. 

C.  Arsenic  Acid.    AsO*. 
Artensaute,  Anenikeaurej  Acide  arsenxque. 

t^ormatum^-^l.  The  aqueous  solutions  of  chlorine  (Bergman),  bromine 
(Balard),  and  iodine  (Simon,  Repert,  65,  198),  convert  the  metal  and 
arsenious  acid  into  arsenic  acid.  The  same  effect  is  produced  by  a  mix- 
ture of  nitric  and  hydrochloric  acid.  (Scheele.)  If  the  mixture  of  hydro- 
chloric and  nitric  acid  is  too  dilute  to  evolve  chlorine,  it  does  not  attack 
the  arsenic  till  heat  is  applied,  or  a  few  drops  of  hyponitric  acid  added. 
(Millon.) — 2.  Strong  nitric  acid  boiled  with  the  metal  or  with  arsenious 
acid,  converts  it  into  arsenic  acid.  (Thomson.)  If  the  quantity  of  nitric 
acid  is  not  sufEcient  to  convert  the  whole  of  the  arsenic  into  arsenic  acid, 
a  white  powder  of  arsenious  acid  is  at  first  produced.  Dilute  nitric  acid, 
boiled  with  arsenic,  produces  a  mixture  of  arsenious  and  arsenic  acid.  (6m.) 
— 3.  Arsenic  immersed  in  gaseous  hypochlorous  acid,  or  in  its  aqueous 
solution,  yields  arsenic  acid,  free  chlorine,  and  a  small  quantity  of  chloride 
of  arsenic;  arsenious  acid  in  aqueous  h3rpochlorous  acid,  yields  arsenic 
acid  and  chlorine  gas;  arsenic  immersed  in  the  aqueous  solution  of  an 
alkaline  hypochlorite  loses  its  lustre,  and  forms  an  arseniate  of  the  alkali. 
(Balard.) — 4.  When  metallic  arsenic  or  arsenious  acid,  is  exploded  with 
nitre. — 5.  When  the  metal  is  exploded  with  chlorate  of  potash,  an  effect 
which  is  brought  about  even  by  percussion. — 6.  When  an  alkaline 
arsenite  is  ignited,  an  arseniate  of  the  alkali  is  formed  and  metallic 
arsenic  is  volatilized.  Also  when  arsenious  acid  is  heated  to  redness  with 
an  alkaline  carbonate,  arsenic  acid  is  formed  and  combines  with  the 
alkali,  while  carbonic  acid  is  driven  off  (6ay-Lussac);  similarly  with  lime. 
(WoUaston).  — When  arsenic  is  heated,  but  not  to  redness,  with  hydrate 
of  potash,  hydrogen  is  evolved,  and  arsenite  of  potash,  together  with 
arsenide  of  potassium,  produced.  In  consequence  of  the  formation  of  the 
latter  compound,  the  mass  when  dissolved  in  water,  evolves  arseniuretted 
hydrogen  gas  (Gehlen);  if  it  be  heated  to  low  redness,  it  gives  off  merely 
the  excess  of  arsenic ;  but  at  a  higher  temperature,  arsenic  is  given  off 
from  the  arsenious  acid,  and  arseniate  of  potash  remains  behind.  (Soubei- 
ran.)  Hydrate  of  soda  exerts  a  similar  action,  but  the  brown  mass  formed 
by  gentle  heating  retains  a  smaller  quantity  of  arsenide  of  the  alkali- 
metal,  and  therefore  effervesces  less  strongly  with  water.  Hydrate  of 
baryta  digested  with  arsenic  gives  off  hydrogen,  and  forms  a  brown  mass, 
which  evolves  but  a  small  quantity  of  gas  when  treated  with  water,  and 
contains  nothing  but  arsenite  of  ba^ta.  Hydrate  of  lime  and  hydrate  of 
magnesia  likewise  form  arsenites  only,  not  a  trace  of  arseniate.     Also 
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when  arsenic  vaponr  is  passed  over  red-hot  baryta  or  lime,  a  black  mixture 
of  arsenite  of  baryta  or  lime  with  arsenide  of  bariara  or  calcium  is  pro- 
duced ;  but  the  decomposition  is  very  imperfect.  (Soubeiran.)  This  state- 
ment, that  lime  does  not  form  a  salt  with  arsenic  acid  is  in  opposition  to  that 
of  Wollaston  above  cited;  perhaps  WoUaston  applied  a  stronger  heat  than 
Soubeiran. — 7.  Arsenite  of  cupric  oxide  is  decomposed  by  potash,  yielding 
cuprous  oxide  and  arseniate  of  potash.  (Vauquelin,  t/.  F/iarm,  9,  230.) 

Preparation. — 1  -4  pt.  arsenious  acid  is  heated  in  a  retort  or  in  a  glass 
flask,  with  1  part  of  hydrochloric  acid,  sp.  gr.  1-2,  and  12  parts  of  nitric 
acid,  sp.  gr.  1*25 — the  liquid  evaporated  to  dryness — and  the  residue 
heated  to  commencing  redness  (Bucholz.) — 2.  Thomson  dissolves  arsenic 
in  nitric  acid,  evaporates  to  dryness,  separates  the  resulting  arsenic  acid 
from  the  arsenious  acid  by  solution  in  water,  and  again  evaporates  to 
dryness. 

Properties, — Solid;  after  fusion,  it  is  colourless,  transparent,  and  glassy; 
after  long  keeping,  or  if  it  has  been  less  strongly  heated,  it  is  white  and 
opaque.  Specific  gravity  =  3*391  (Bergman);  3*729  (Herapath);  and 
3-7342  after  gentle  ignition  (Karsten). — Melts  at  a  low  red  heat.  Red- 
dens lime  strongly.  Almost  tasteless  at  first,  but  afterwards  tastes  very 
sharp  and  acid.     Excessively  poisonous. 
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Decompositions, — The  a<]^neous  solntion  placed  in  the  circuit  of  the 
Toltaic  battery  rapidly  deposits  arsenic  [and  evolves  arseniuretted  hydro- 
gen j]  at  the  negative  pole,  and  gives  off  oxygen  at  the  positive  pole.^— 
2.  The  dry  acid,  when  heated  somewhat  above  its  melting  point,  is 
resolved  into  oxygon  gas  and  arsenious  acid,  which  volatilizes.  The 
arsenic  acid  which  remains  undecomposed  when  the  experiment  is  inter- 
rupted, is  mixed  with  a  small  quantity  of  arsenious  acid,  some  of  which 
remains  undissolved  on  digesting  the  residue  in  hot  water,  and  the  rest 
separates  as  the  solution  is  evaporated  (Bucholz,  Richter.)— 3.  Hydrogen, 
carbon,  phosphorus,  sulphur,  potassium,  sodium,  manganese^  antimony, 
bismuth,  zinc,  tin,  lead,  iron,  cobalt,  nickel,  copper,  and  likewise  arsenic 
itself,  when  heated  somewhat  strongly  with  arsenic  acid,  either  abstract 
the  whole  of  its  oxygen,  or  convert  it  into  arsenious  acid.  Mercury  and 
silver  decompose  this  acid  at  very  high  temperatures  only;  gold  and  pla- 
tinum not  at  all.  The  deoxidation  is  often  attended  with  combustion^ 
e.  g,y  when  efiected  by  potassium  or  sodium  ((}ay-Lussac  &  Th^nard),  or 
by  iron  (Scheele),  or  by  zinc  (Berzelius.) — 4.  The  aqueous  acid  with  zinc, 
tin,  or  iron,  yields  an  arseniate  of  the  corresponding  metallic  oxide,  and 
arseniuretted  hydrogen.  Under  these  circumstances,  iron  precipitates  a 
small  quantity  of  arsenic  in  black  needles;  zinc  precipitates  it  in  the  larm 
of  a  brown  powder.  (Fischer,  Pogg,  9, 261;  Mohr,  Ann,  Pharm,  23, 219.) 


f^62  AKSENIC, 

-TT-5,  T^e  aqueous  acid  placed  under  phosphuretted  hydrogen  gas  soon 
becomes  covered  with  a  dark  copper-coloured  deposit^  probably  consisting 
of  phosphide  of  arsenic.  (Graham.) — 6.  Dry  arsenic  acid  absorbs  sulphu- 
retted hydrogen,  formiog  water  and  pentasulphide  of  arsenic.  (A.  Vogel.) 
When  sulphuretted  hydrogen  is  passed  through  aqueous  arsenic  acid^  the 
liquid  becomes  turbid,  sometimes  in  a  few  minutes,  sometimes  not  for 
hours j  the  stronger  the  solution,  the  sooner  does  it  become  turbid;  ulti- 
mately, the  arsenic  is  completely  precipitated  in  the  form  of  pentasulphide, 
but  not  till  the  gas  has  been  passed  through  the  solution  for  a  long  time. 

AsO<  +  6HS  =  AsS5  +  6^0. 

If  arsenious  acid  is  present,  the  turbidity  appears  immediately.  (Comp. 
Pfaff;  Buchner,  Schw,  45,  95,  and  119.) — 7.  Hyposulphite  of  soda  added 
to  aqueous  arsenic  acid  precipitates  pentasulphide  of  arsenic,  slowly  at 
ordinary  temperatures,  quickly  when  heat  is  appli^^*  (Himly,  Ann, 
Fharm.  43,  150.) 

5{NaO,  S»0«)  +  A«0»  =  5(NaO,  S0»)  +  AsS*. 

8.  Aqueous  arsenic  acid  mixed  with  sulphurous  acid,  auickly  deposits 
large  octohedrons  of  arsenious  acid :  this  reduction  is  accelerated  by  heat. 
(Wohler,  Ann.  Fliarm.  30,  224.) 


Oofnbinatwns,'--^^,  With  Water.— «.  Crystallized  Arsenic  Acid. — The 
aqueous  solution  sometimes  deposits  large  and  highly  deliquescent 
crystals.  (Mitscherlich.) 

ft  Aqueous  Arsenic  Acid, — Arsenic  acid  deliquesces  slowly  in  the  air; 
dissolves  slowly  in  6  parts  of  cold  water,  more  quickly  in  2  parts  of 
hot  water.  On  evaporating  the  solution,  a  syrupy  and  ultimately  a 
turpentine-li)ce  substance  is  obtained,  from  which  small  crystals  of  arsenic 
acid  are  deposited.  (Bucholz.)  The  solution  concentrated  as  much  as 
possible  has,  according  to  A.  Vogel  {Kastn,  Arch,  9,  319V  a  density  of 
2*550;  it  contains  only  40*5  parts  of  water  to  100  parts  ot  acid;  remains 
liquid  at  —  26^;  absorbs  moisture  from  the  air,  whereby  its  density  is 
increased  to  1*935.  Aqueous  arsenic  acid  is  colourless.  It  is  very 
-slowly  precipitated  by  hydrosulphuric  aK»d,  the  precipitate  being  yellow; 
the  same  result  is  more  quickly  produced  by  digestion  for  an  bour  with 
«n  alkaline  hydrosulphate,  and  subsequent  addition  of  hydrochloric  acid. 
With  bary^,  strontia,  or  lime-water  m  excess,  it  gives  a  white  precipi- 
tate; with  an  ammonio-salt  of  copper,  pale  greenish-blue;  and  with  nitrate 
of  silver,  brown-red.  With  nitrate  of  mercurous  oxide,  it  gives  a  yellowish- 
white,  and  with  nitrate  of  mercuric  oxide,  a  yellow  precipitate.  It  does 
not  change  the  colour  of  chromate  or  permanganate  of  potash. 

hf  With  Salifiable  Bases,  arsenic  acid  forms  salts  called  Arseniattes. 
The  affinity  of  arisen ic  acid  for  bases  is  much  greater  than  that  of  arsenious 
acid.  Arsenijp  acid,  like  ordinary  phosphoric  acid,  requires  3  atoms  of 
base  to  forn^  a  normal  salt;  moreoyer,  like  phosphoric  acid,  it  forms  salts 
containing  2  and  }  At.  base,  and  having  the  deficient  portion  of  bajse 
replaced  oy  1  or  2  At.  basic  water;  modifications  analogous  to  pyro- 
phosphoric  ^nd  metaphosphoric  acid,  it  does  not  appear  to  form.  The 
tri-acid  and  di-acid  arseniates  of  the  alkalis  have  an  alkaline  reaction, 
the  mono-acid  salts  of  the  same  bases,  an  acid  reaction.  Many  arseniates, 
^specially  those  whicli  contain  one  atom  of  acid,  are  fusible.  Most 
arsjsniates^-provided  their  base  is  not  volatile,  and  not  disposed  to  abstract 
oxygen  from  the  arsenic  acid — sustain  a  red  heat  without  decomposition; 


ARSENIC  ACID.  ^63 

those  which  contain  one  atom  of  acid  however^  ^ive  off  a  portion  of  their 
acid  in  the  form  of  oxygen  and  arsenious  acid.  When  ignited  with 
charcoal,  they  either  ev6lve  arsenic  or  form  a  metallic  arsenide.  When  a 
mixture  of  an  arseniate  with  charcoal  and  horacic  acid  is  heated  to  redness 
in  a  bulb  blown  at  the  end  of  a  glass  tube,  a  mirror  of  arsenic  sublimes. 
When  mixed  with  carbonate  of  soda  and  ignited  on  charcoal  in  the  inner 
blowpipe  flame^  the  arseniates  emit  the  odour  of  garlic.  Hydrogen  gas 
likewise  separates  metallic  arsenic  from  many  arseniates  (the  zinc  and  the 
soda  salt,  for  example)  at  a  red  heat.  When  the  solution  of  an  arseniate 
in  hydrochloric  acid  is  saturated  with  sulphuretted  hydrogen,  it  gradually 
yields  a  precipitate  of  pentasulphide  of  arsenic,  the  precipitation  being 
slower — sometimes  going  on  for  hours — as  the  solution  is  more  dilute. 
If  the  base  of  the  salt  is  likewise  precipitable  by  sulphuretted  faydrogei^ 
from  an  acid  solution,  a  compound  of  pentasulphide  of  arsenic  with  the 
sulphide  of  the  otiier  metal  is  precipitated.  In  the  case  of  cadmium,  lead, 
copper,  and  certain  other  metals,  the  sulphide  of  arsenic  may  be  dissolved 
out  from  the  precipitate  by  dilute  ammonia,  and  separated  after  filtration, 
by  the  aaditiou  of  hydrochloric  acid,  the  other  metallic  sulphide  remaining 
undissolved  by  the  ammonia;  but  if  the  other  sulphide  (bisulphide  of  tin, 
for  example)  is  likewise  soluble  in  ammonia,  the  ammonia  dissolves  both 
sulphides  together «  An  alkaline  hydrosulphate,  with  the  subsequent 
addition  of  hydrochloric  acid,  acts  in  the  same  manner  as  sulphuretted 
hydrogen  gas.  An  aqueous  solution  of  an  arseniate  boiled  with  hypo- 
sulphite of  soda  deposits  pentasulphide  of  arsenic  on  the  addition  of 
hyarochloric  acid.  Pot^h  withdraws  from  the  o^rseniates  of  the  earthy 
alkalis,  earths,  and  heavy  metallic  oxides,  the  greater  part,  if  not  the 
whole  of  the  arsenic  acid.  Of  the  arseniates  which  contain  3  atoms  of 
base  to  one  of  acid,  water  dissolves  only  those  which  contain  the  more 
soluble  alkalis;  the  others  are  soluble  oi^ly  in  excess  qf  arspnic,  sulphurio, 
hydrochloric,  or  nitric  acid  (according  to  the  base),  or  in  ammoniacal 
salts,  especially  in  sal-ammoniac.  Arseniate  of  silver  however  does  not 
dissolve  in  ammoniacal  salts.  The  solutions  of  the  alkaline  trisarse- 
niates  and  d^arseniates  give  white  precipitates  with  baryta  or  liqie-water/ 
and  with  the  salts  of  baryta,  strontia,  lime,  the  parths,  raanganous  oxide, 
stannous  oxide,  zinc-oxi(lei  lead-oxide,  and  ferric  oxide;  yellowish  white 
with  u^nic  and  mercurous  salts;  yellow  with  mercuric  salts;  rose-coloured 
with  cobalt-salts;  green  with  nickel-salts;  pale  greenis)i-blue  with 
cuprio  salts;  light  brown  with  platinic  salts;  and  brown-red  with  silveir 
salts.  These  precipitates  are,  for  the  most  part,  soluble  in  arsenic,  sul- 
phuric, hydrochloric,  and  nitric  acid,  and  likewise  in  ammoniacal  salts. 
Arseniate  of  potash  gives  a  precipitate  with  sulphate  of  uraniq  oxide,  even 
when  so  far  diluted  that  only  1  part  of  arsenic  acid  is  contained  in  10,000 
parts  of  water,  and  produces  a  slight  turbidity  even  with  1  part  of  acid, 
m  20,000  parts  of  water ;  with  sulphate  of  zinc  it  gives  a  precipitate  ift 
500  parts  of  water,  and  a  slight  turbidity  in  1000  parts;  with  sulphate 
of  ferrous  oxide,  a  precipitate  in  10,000  parts  of  water,  and  a  very  slight 
turbidity  in  30,000  parts;  with  acetate  of  lead  a  precipitate  after  some 
time  in  15,000  parts  of  water,  and  a  very  slight  turbidity  in  60,000 
parts.  (Brandes  &  Ebeling.)  All  arseniates  dissolved  in  water  or  in 
nitric  acid  give  with  acetate  of  lead  a  white  precipitate,  which  when 
heated  upon  charcoal  before  the  blowpipe,  fuses  and  emits  the  oharac^ 
teristio  odour  of  arsenic. 
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Arsenic  and  Hydrogen. 

A.  Solid  Arsenide  of  Hydrogen. 

1.  When  a  voltaic  current  is  passed  through  water,  and  metallic 
arsenic  is  made  to  form  the  neeative  electrode^  the  arsenic  becomes 
coYcred  with  solid  arsenide  of  hydrogen.  (H.  Davy.)  Tn  repeating  this 
experiment,  Ma^os,  who  however  used  but  a  weak  battery,  obtained 
merely  a  trace  of  the  solid  arsenide;  and  Soubeiran,  from  the  same  cause, 
obtained  none. — 2.  When  arsenide  of  potassium  or  sodium  is  dissolved  in 
water,  solid  arsenide  of  hydrogen  is  left  behind.  (H.  Davy;  Gray-Lussac 
&  Th^nard.)  Brown  powder.  Evolves  hydrogen  when  heated,  and 
burns  on  being  heated  in  the  air.  (H.  Davy.)  Even  when  it  has  pre- 
viously been  heated  to  100°  in  a  current  of  hydrogen  gas,  it  still  gives  off 
hydrogen  when  more  strongly  heated;  and  the  hydrogen  thus  evolved  is 
free  from  arsenic.  (Magnus.)  From  Soubeiran's  experiments  it  appears 
to  be  a  diarsenide  of  hydrogen :  AsH'. 

B,  Arseniuretted  Hydrogen  Oas.    AsH'. 

Artenvxmereitoffgas,  Gas  hydrogerie  arsenic. 

Formation. — 1 .  When  arsenide  of  potassium  or  sodium  is  treated  with 
water,  or  when  arsenide  of  zinc,  tin,  or  iron  is  dissolved  in  dilute  sul- 
phuric or  hydrochloric  acid. — 2.  When  zinc  is  dissolved  in  dilute  sulphuric 
or  hydrochloric  acid  with  which  arsenic  us  acid  is  mixed.  Under  these 
drcumstanoes,  the  zinc  is  oxidized  at  the  expense  both  of  the  water  and 
of  the  arsenious  acid : 

eZn  +  3HO  +  AbO»  +  6S0»  =  6CZnO,  S0»)  +  AaH». 

Iron,  in  place  of  the  zinc,  yields  no  arseniurettod  hydrogen,  and  tin  very 
little.  (L.  A.  Buchner,  HepeH,  59,  234;  Dupasquier,  Compt  rend,  14, 
511.)  Zinc  immersed  in  aqueous  arsenious  acid,  without  the  addition  of 
another  a^id,  evolves  no  gas.  (Gm.) — 3.  When  zinc,  tin,  or  iron  .is  dis- 
solved in  aqueous  arsenic  acid,  or  in  a  mixture  of  that  acid  with  hydro- 
chloric or  sulphuric  acid.  (Scheele.) 

8Zn  +  3H0  +  AaO*  +  8SO»  (or  AsO«)  =  8(ZiiO,  S0»)  or  (ZnO,  AsO«)  +  AsH'. 

Fischer  {Poffff.  9,  261)  states  that  aaueous  arsenic  acid,  if  not  mixed  with 
any  other  oxide,  evolves  pure  hydrogen  gas  when  treated  with  zinc; 
Gmelin,  however,  obtained  arseniuretted  hydrogen  with  perfectly  pure 
arsenic  acid  and  zinc. 

Preparation. — 1.  An  alloy  of  antimony  with  potassium  and  arsenic  is 
prepared  by  i^iting  for  two  hours  in  a  covered  crucible,  a  mixture  of  2 
parts  of  sulphide  of  antimony,  2  parts  of  cream  of  tartar,  and  1  part  of 
arsenious  acid — ^and  afterwards  reducing  the  product  to  powder  and 
exhausting  it  with  water.  (Serullas,  J.  Phys.  98,  136.)  The  gas  thus 
obtained  contains  very  little  free  hydrogen.  (Soubeiran.)— 2.  Zinc  is 
fused  with  an  equal  weight  of  arsenic  in  an  earthen  retort,  and  the 
pounded  alloy  dissolved  in  a  mixture  of  1  part  of  oil  of  vitriol  and  3  parts 
of  water— or  better,   in  strong  hydrochloric  acid.   (Soubeiran.)     This 
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process  yields  a  pure  gas,  whereas  that  obtained  from  arsenide  of  tin  by 
the  action  of  hydrochloric  acid — and  still  more,  that  obtained  from  zinc 
and  arsenic  powder  by  hydrochloric  or  sulphuric  acid — contains  a  consi- 
derable (quantity  of  free  hydrogen.  (Soubeiran.)  A.  Vogel  {J,  pr,  Chem, 
6,  345)  likewise  obtained  a  perfectly  pure  gas  by  dissolving  an  alloy  of 
32*1  parts  of  zinc  and  37 '6  parts  of  arsenic  in  hydrochloric  acid. — 
3.  Zinc  mixed  with  twice  its  weight  of  arsenious  acid  is  dissolved  in  dilute 
sulphuric  acid  (Proust),  or  in  hydrochloric  acid  saturated  with  arsenious 
acid,  or  in  hydrochloric  or  sulphuric  acid  mixed  with  arsenic  acid. 

The  gas  may  be  collected  over  water.  The  most  scrupulous  care  must 
be  taken  that  not  the  smallest  quantity  be  inhaled. 

Proptfr^tw.— Colourless  gas.  Specific  gravity  =  2*695.  (Dumas.)  It 
was  formerly  estimated  lower,  from  admixture  of  free  hydrogen.  At 
—  40^,  the  gas  condenses  to  a  transparent  and  colourless  liquid,  which  at 
higher  temperatures  again  becomes  gaseous.  (Stromeyer.)  Does  not 
solidify  at  — 110**  C.  or  —166°  F.  (Faraday.)  Has  a  most  repulsive  and 
nauseating  odour;  kills  small  animals  instantly,  and,  even  when  mixed 
with  air,  produces  nausea,  eructation,  giddiness,  and  oppression.  Exces- 
sively poisonous.  Gehlen  and  BuUacke,  who  accidentally  inhaled  this  gas, 
were  seized,  partly  at  once,  and  partly  after  a  few  days,  with  violent 
symptoms  of  poisoning,  which,  in  spite  of  all  remedial  measures,  terminated 
their  lives  in  nine  and  twelve  days  respectively.  The  gas  does  not  redden 
litmus. 

As    75        96-15 

3H  3        3-85 


AsHs   78        100-00 

Or :  Vol.  Sp.  gr.  Vol.  Sp.  gr. 

Arsenic  vapour  1     ....     10-3995       =         J     ....     2-5999 

Hydrogen  gas    6     ....       0-4160       ^       \\     ....     0*1040 

Arsen.  Hyd.  gas    4     ....     10-8155      =       1       ....     2-7039 

Decompontions, — 1.  Even  the  heat  of  a  spirit-lamp  is  sufficient  to 
resolve  this  gas  into  free  hydrogen  and  metallic  arsenic,  which  settles  on 
the  surface  of  the  vessel.  (Gay-Lussac.)  One  volume  of  arseniuretted 
hydrogen  gas  yields  1^  vol.  pure  hydrogen.  (Soubeiran;  Comp.  A.  Vogel, 
J,  pr.  Chem.  6,  347.)— -2.  The  gas,  in  contact  with  air  or  oxygen,  may 
be  set  on  fire  by  flame  or  by  the  electric  spark.  With  excess  of 
oxygen  it  explodes  violently,  giving  out  a  white  flame  and  forming 
water  and  arsenious  acid :  1  volume  of  arseniuretted  hydrogen  consumes 
l-j^  vol.  oxygen.  (Dumas,  Soubeiran.)  4  volumes  of  arseniuretted  hy- 
drogen contain  1  vol.  arsenic  vapour  and  6  vols,  hydrogen;  1  vol.  arsenic 
vapour,  in  forming  arsenious  acid,  takes  up  3  vols,  oxygen,  and  6  vols, 
hydrogen  require  3  vols,  oxygen;  consequently  4  vols,  arseniuretted 
hydrogen  require  3  4-3  =  6  vols,  oxygen  =  1:1^.  According  to  Stro- 
meyer, 1  volume  of  arseniuretted  hydrogen  consumes  0*613  vols.,  and, 
according  to  Thenard  2  vols,  oxygen;  the  former  of  these  statements 
is  explained  by  the  presence  of  free  hydrogen  in  the  gas.  V^hen  the 
quantity  of  oxygen  is  deficient,  the  hydrogen  is  first  consumed,  and 
metallic  arsenic  is  deposited  on  the  sides  of  the  vessel.  When  set  on  fire  in 
the  air,  the  gas  burns  with  a  bluish-white  flame,  forming  water  and 
arsenious  acid,  and,  if  the  air  has  not  free  access  to  it,  deposits  uucon- 
sumed  arsenic  as  a  metallic  coating  on  the  surface  ^f  t^e  vessel,     In 
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.oontact  withaeraied  water  (StroviBjer)^  or  when  mixed  with  air  (Soabei^ 
ran)  the  gaS;  after  some  time,  deposits  metallic  arsenic.  When  exposed 
to  sanlight,  the  gas,  after  a  few  days,  deposits  a  black  film  over  the  whole 
surface  of  the  containing  vessel,  whereas  if  kept  in  the  dark  for  a  week, 
it  merely  deposits  a  few  black  flakes;  the  arsenic,  however,  is  not  com* 
pletelj  separated  even  bj  the  action  of  the  sun  for  two  or  three  months 
in  summer.  (A.  Yogel.)  [If  the  gas  were  quite  ivee  from  air,  the  light 
might  be  supposed  to  act  like  a  red-heat;  but  if  air  were  present,  it  is 
more  probable  that  light  would  &vour  the  oxidation  of  the  gas :  ip  the 
former  case,  the  gas  would  increase  in  volume;  in  the  latter,  it  would 
diminish.]  In  contact  with  anhydrous  sulphuric  acid,  arseniuretted 
hydrogen  liberates  sulphurous  acid,  and  deposits  arsenic,  which  is  subse- 
quently converted  into  arsenic  [arseniouslj  acid.  (Aim^,  J.  Fkarm.  21, 
87.)  Oil  of  vitriol  likewise  decomposes  the  gas  at  ordinary  temperatures, 
brown  flakes  being  deposited,  which  are  dissolved  on  gently  heating  the 
liquid.  Oil  of  vitriol  mixed  with  one  part  of  water  acts  with  difficulty, 
and  when  diluted  with  3  parts  of  water,  not  at  all.  (Soubeiran.) — 
6.  When  arseniuretted  hydrogen  is  made  to  flow  into  hypocblorous  acid 
gas,  it  bums  with  a  blue  flame,  forming  arsenic  and  hydrochloric  acid; 
and  if  the  arseniuretted  acid  is  not  in  excess,  chlorine  is  set  free.  (Balard.) 
•— 6.  HyponitriiB  and  nitric  acid  instantly  deconipose  arseniuretted  hydro- 
gen, oxidating  the  hydrogen  and  separating  the  arsenic,  which  also  is 
afterwards  oxidised.  Fuming  nitric  acid  produces  exploeien  and  flame* 
(Stromeyer.)  If  the  pure  gas  be  passed  into  a  receiver  filled  with  nitrie 
acid,  it  disappears  entirely,  covering  the  sides  of  the  vessel  with  a  brown 
film.  (Soubeiran.)  According  to  Simon  (Pogg,  41,  563),  strong  nitric 
acid  has  no  action  on  the  gas. 

7.  When  chlorine  is  mixed  with  arseniuretted  hydrogen,  combustion 
ensues,  the  chlorine  taking  up  the  hydrogen  and  separating  the  arsenic, 
which,  if  the  chlorine  is  in  excess,  is  converted  into  chloride  of  arsenic, 
and,  if  water  is  likewise  present,  into  arsenious  and  arsenic  acid. 
(Stromeyer,  Berzelius,  Soubeiran.)  Each  bubble  of  chlorine,  as  it  enters 
the  arseniuretted  hydrogen,  produces  a  flame,  and  forms  hydrochloric 
acid  and  a  brown  cloud  of  arsenic.  (Berzelius.)  From  a  mixture  of 
1  volumo  of  arseniuretted  hydrogen  and  50  volumes  of  air  or  hydrogen 
gas,  a  single  bubble  of  chlorine  likewise  separates  arsenic,  which  is  then 
deposited  on  the  surface  of  the  containing  vessel.  (A.  Vogel.)  If  the 
arseniuretted  hydrogen  is  mixed  with  a  large  quantity  of  carbonic  acid 
gas,  it  is  decomposed  by  chlerine  without  inflammation,  and  the  sepa- 
rated arsenic  is  likewise  found  to  be  free  from  hydrogen.  (Soubeiran.) 
From  a  mixture  of  arseniuretted  and  sulphuretted  hydrogen,  chlorine 
precipitates  sulphide  of  arsenic.  (Stromeyer.) — Chlorine- water  introduced 
into  arseniuretted  hydrogen  forms  hydrochloric  acid  and  arsenious  or 
arsenic  acid. — 8.  An  aqueous  solution  of  bromine  through  which  the  gas 
Is  passed,  retains  ^11  the  arsenic  in  the  form  of  arsenious  acid,  and  at  the 
same  time  forms  hydrobromic  acid.  (Simon.) — 9.  Iodine  decomposes  the 
gas  slowly  at  ordinary  temperatures,  and  quickly  on  the  application  of 
heat,  the  products  being  hydriodic  acid  and  iodide  of  arsenic;  water 
forms  with  the  mixture  a  colourless  liquid,  containing  the  same  products. 
(Soubeiran.)  On  passing  the  gas  through  an  alcoholic  solution  of  iodine, 
the  liquid  is  decolorized,  and  only  a  part  of  the  arsenic  is  retained  in  the 
form  of  arsenious  acid ;  if  the  stream  of  gas  be  kept  up,  a  small  quantity 
of  black  precipitate  is  likewise  formed.  (Simon.) — 10.  Sulphur  heated 
in  the  gas  forms  hydrosulphurio  acid,  and  giyes  rise  (o  the  sublimation. 
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first  of  areenio  and  then  of  sulphide  of  arsenic.  (Gay-Lnss&o  &  Th^nard, 
Soubeiran.)— -1^.  Phosphorus  heated  in  the  gas  till  it  volatilizes;  pro- 
duces transparent  drops  of  phosphide  of  arsenic  which  solidify  on 
cooling,  and  non-spontaneously  inflammable  phosphuretted  hydrogen  gas. 
— 12.  Heated  potassium  or  tin  (Gay-Lussac  &  Thenard),  or  zinc,  (Dumas), 
withdraws  all  the  arsenic  from  the  gas,  leaving  pure  hydrogen,  the 
volume  of  which  is  {-  of  that  of  the  arseniurettea  hydrogen.  From 
1  volume  of  arseniuretted  hydrogen,  Gay-Lussac  &  Tnenard  obtained 
1 '37.... I '55  vol.  hydrogen,  and  Dumas  1*48.  Since  arseniuretted  hydrogen 
is  decomposed  by  the  application  of  heat  alone,  and  in  the  decomposition 
effected  by  tin>  for  example,  part  of  the  arsenic  is  separated  in  the 
free  state,  it  does  not  appear  that  the  presence  of  the  metal  is  essential 
to  the  decomposition.  (Soubeiran.) — 18.  Heated  potash-  or  soda-hydrate 
quickly  decomposes  the  gas,  forming  arsenite  of  potash,  which,  when 
more  strongly  heated,  is  converted  into  arseniate  of  potash  mixed  with 
arsenide  of  potassium :  in  this  reaction,  not  only  is  the  hydrogen  of  the 
arseniuretted  hydrogen  set  free,  but  likewise  that  of  the  water,  the  oxygen 
pf  which  combines  with  the  arsenic  to  form  arsenious  acid.  (Soubeiran.) 
Tbe  aqueous  solution  of  potash  or  soda  has  no  action  on  the  gas. — 
14.  Anhydrous  barjrta,  heated  in  the  gas,  liberates  the  hydrogen,  and  is 
itself  converted  into  a  brownish-black  mixture  of  arsenite  of  baryta  and 
arsenide  of  barium.  (Soubeiran.)  Heated  lime  produces  no  other  effect 
th&r^  that  of  heat  alone.  (Soubeiran.) — 1^.  The  solutions  of  many  heavy 
metallip  salts  decompose  the  gas,  forming  water  and  a  metallic  arsenide  ^ 
fi,  g.,  sulphate  of  copper.  (Soubeiran.) 

S(CuO,SO»)  +  A8H«  =  Cu»A8  +  3HO  +  8SD». 

The  bine-vitriol  solution  absorbs  ^fi  the  arseniuretted  hydroffen,  t^nd 
leaves  any  pure  hydrogen  that  may  be  mixed  with  it  i^paltered-  (Dumas.) 
The  condensation  is  very  slow.  (Simon.)  Anhydrous  sulphate  of  ooppev 
suffers  the  same  decomposition ;  dry  chloride  of  copper  likewise  yields 
tri-arsenide  of  copper  and  hydrochloric  acid.  (Kane,  Fogg,  4i,  471.)-r7 
'fhQ  salts  of  manganese,  zinc,  and  tin  are  very  slowly  decomposed  by 
arseniuretted  hydro^n;  solution  of  bichloride  of  tin  gives  a  yellowish 
brown  precipitate.  (Soubeiran.) — 16.  Dry  protochloride  or  dichloride  of 
mercury, with  arseniuretted  hydrogen  gas.  forms  solid  arsenide  of  hydroj^en 
and  variable  quantities  of  hydrochloric  acid  gas.  (Dumas.)  [Wnat 
becomes  of  the  mercury  ?]  W  ith  the  aqueous  solution  of  protochloride 
of  mercury,  the  ^  forms  a  brownish  yellow  precipitate,  containing 
1  atom  of  As.^  6  of  Hg.  and  3  of  CI.  (H.  Rose,  Fogg.  51,  423.) 

6HgCl  +  AsH«  =  3Hg3Cl>A8  +  3HCl.  (yid.  Mereuty,) 

17.  From  the  salts  of  silver,  gold,  platinum,  and  rhodium,  arseniuretted 
hydrogen  precipitates  the  metals,  while  arsenious  acid  remains  in  solur 
tion.  (Souoeiran.)  e.  g.^  in  the  case  of  nitrate  of  silver : — 

6(i«0,  NOB)  ^  abH>  «  6Ag  +  AsQS  +  3HO  -I-  6NO. 

Nitrate  of  silver  decomposes  the  gas  completely,  and  with  great  facility. 
(Simon.)  The  precipitated  silver  contains  a  trace  of  arsenic.  When 
arseniuretted  hydrogen  is  passed  through  acetate  of  silver,  the  bubbles 
as  they  rise  form  black  flakes  of  silver  and  yellow  circles  of  arsenite  of 
silver,  which,  if  the  stream  of  gas  be  continued,  is  likewise  decomposed. 
(Lassaigne,  J,  Chim,  Tried.  16,  685.) — Bichloride  of  platinum  withdraws 
all  the  arsenic  from  the  gas,  and  quickly  forms  a  black  precipitate,  con-t 
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fiisting  of  arsenic  and  platinum.  (Simon.) — Arseuiuretted  hydrogen  does 
not  precipate  the  salts  of  the  alksblis,  or  of  the  earths,  or  of  the  oxides  of 
iron  (Soubeiran);  neither  does  it  precipitate  tartar-emetic  or  sugar  of 
lead.  (Simon.) 

ComJnnations, — ^Water  absorbs  one-fifth  of  its  yolume  of  arseniuretted 
hydrogen^  and  thereby  acquires  the  property  of  forming  dark-coloured 
precipitates  with  the  above-mentioned  metallic  salts.  (Soubeiran.) — The 
gas  is  not  perceptibly  absorbed  by  aqueous  alkalis,  or  by  alcohol  or  ether; 
but  it  is  rapidly  absorbed  by  oil  of  turpentine,  and  slightly  by  fixed  oils. 

On  the  formation  and  decomposition  of  arseniuretted  hydrogen  gas, 
is  based  the  excellent  process  for  detecting  arsenic  devised  by  Marsh. 
(iT.  Ed.  PhU.J,  1826,  229;  also  Repert,  59,  220;  Phil.  Mag.  J.  15, 
282;  18,  441.)  For  the  application  of  this  process,  the  arsenic  in  the 
suspected  substance  must  be  in  the  state  of  arsenious  or  arsenic  acid,  or 
if  not,  it  must  be  brought  into  one  of  those  forms ;  it  is  also  necessary  ta 
remove  wholly  or  partially  any  organic  matter  that  may  be  mixed  with 
it,  as  such  matter  might  intenere  with  the  chemical  action  and  produce 
frothing.  This  end  is  best  attained  by  evaporating  to  dryness^  and 
deflagrating  the  dried  mass  with  nitre;  then  heating  the  residue  with  sul- 
phuric acid  and  water,  till  all  the  nitric  and  nitrous  acids  are  driven  ofi*; 
nearly  saturating  with  potash ;  and  decanting  the  solution  from  the  crystals 
of  sulphate  of  potash  thereby  produced ;— or  by  deflagrating  the  dried 
residue  with  a  mixture  of  12  parts  of  chlorate  of  potash  and  1  part  of 
hydrate  of  potash,  then  dissolving  in  water  and  saturating  with  sidphuric 
acid  ;^-or  by  heating  the  mass  of  animal  matter  with  oil  of  vitriol  or 
strong  nitric  acid  till  it  begins  to  char,  and  then  exhausting  with  water ; 
or  by  passing  chlorine  in  excess  through  water  in  which  the  whole  mass 
is  finely  dijQfused,  or  through  the  strained  decoction  obtained  by  boiling 
the  organic  matter  in  water  containing  hydrochloric  or  sulphuric  acid,  in 
case  the  arsenic  should  be  contained  in  the  suspected  matter,  in  the  form 
of  arsenious  or  arsenic  acid ; — or  by  digesting  the  whole  with  chloride  of 
lime  and  hydrochloric  acid,  or  with  chlorate  of  potash  and  hydrochloric 
acid,  and  afterwards  filtering  and  boiling. 

IT  For  the  separation  of  the  last  portions  of  organic  matter,  which, 
if  allowed  to  remain,  are  apt  to  produce  frothing,  Wohler  recommends 
the  foUowing  process.  The  greater  part  of  the  organic  matter  having 
been  removed  by  either  of  the  methods  just  cited,  and  any  excess  of 
chlorine  that  may  be  present  driven  off  by  boiling,  the  arsenic  is  to  be 
precipitated  by  passing  a  stream  of  sulphuretted  hydrogen  through  the 
liquid  for  a  day,  then  closing  the  vessel,  and  leaving  the  whole  to  stand 
for  24  hours.  The  precipitate,  containing  sulphide  of  arsenic  with  a 
little  organic  matter,  is  then  to  be  collected  on  a  small  filter,  and 
tboroughly  washed:  the  filter,  with  the  precipitate,  introduced  into  a 
capacious  porcelain  crucible,  and  digested  with  strong  nitric  acid,  till  the 
whole  is  reduced  to  a  homogeneous  mass  and  dissolved.  The  excess  of 
nitric  acid  is  then  saturated  by  the  gradual  addition  of  carbonate  of 
soda;  the  liquid  carefully  evaporated  to  dryness;  and  the  crucible 
strongly  heated  over  a  lamp  till  the  nitrate  of  soda  is  completely  fused, 
and  the  whole  mass  converted  into  a  clear  colourless  liquid.  When  this 
point  is  attained,  the  whole  of  the  organic  matter  is  destroyed.  The 
crucible  is  then  left  to  cool,  and  the  saline  mass  gently  heated  with  pure 
concentrated  sulphuric  acid  till  the  whole  of  the  nitric  and  nitrous  acid 
is  driven  off.     The  residue  is  then  dissolved  in  the  smallest  possible 
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qnantity  of  water,  and  the  solution  treated  in  the  manner  ahout  to  he 
described.  For  the  complete  destruction  of  the  organic  matter,  a  con- 
siderable excess  of  nitrate  of  soda  is  required,  a  condition  which  may  be 
fulfilled  by  using  a  larse  qnantity  of  strong  nitric  acid  to  dissolve  the 
sulphide  of  arsenic.  The  nitric  acid  and  can>onate  of  soda  must  be  quite 
free  from  chlorine;  otherwise  volatile  chloride  of  arsenic  will  be  formed, 
and  occasion  loss  by  escaping.  (Wohler,  Ann.  Pharm,  G9,  367.)  T 

The  liquid  obtained  by  either  of  these  methods — which  contains  in 
solution  either  arsenious  or  arsenic  acid,  and  must  be  free  from  nitric 
and  nitrous  acid— is  introduced,  together  with  zinc  (free  from  arsenic),  and 
dilute  sulphuric  or  hydrochloric  acid  (likewise  free  from  arsenic),  into 
a  peculiar  apparatus,  for  the  purpose  of  developing  the  arseniuretted 
hydrogen.  The  apparatus  may  oe  formed  of  a  small  two-mouthed 
Woulfe's  bottle,  one  aperture  being  fitted  with  an  S-tube  for  pouring  in 
the  liquids,  the  other  with  a  tube  bent  at  right  angles,  for  the  gas  to 
escape  from.  This  tube  may  have  a  bulb  blown  on  its  horizontal  arm, 
for  the  purpose  of  retaining  any  liquid  that  may  be  carried  over  with  the 
gas,  or  it  may  be  connected  with  a  horizontal  tube  containing  cotton  or 
ajsbestos.  Tne  zinc  and  the  dilute  sulphuric  or  hydrochloric  acid  are 
first  put  into  the  apparatus,  and  after  the  air  has  been  completely  ex- 
pelled, the  operator  satisfies  himself  that  the  evolved  gas  neither  yields 
arsenic  spots  when  burnt  {yid.  inf.),  nor  deposits  a  ring  of  arsenic  when 
passed  through  a  red-hot  tube.  This  point  having  been  satisfactorily 
ascertained,  the  liquid  suspected  to  contain  arsenic  is  poured  through  the 
S-tube,  and  the  gas  which  afterwards  comes  off  is  examined  for  arsenic. 
(Frothing  of  the  liquid  arising  from  organic  matter  not  quite  removed, 
may  be  prevented  by  pouring  in  a  small  quantity  of  oil.) 

The  trial  may  be  made  in  either  of  the  following  ways:  1.  Marshes 
original  process.  The  gas  is  set  on  fire  as  it  issues  into  the  air  through  a  . 
glass  tube  drawn  out  to  a  fine  point :  it  bums  with  a  blue  flame  and  depo- 
sits on  a  piece  of  glass  or  porcelain  held  close  to  the  orifice  of  the  jet,  a 
brown  or  steel-grey  spot,  the  Arsenic-spot.  Mere  traces  of  arsenic  yield 
a  great  number  of  spots.  Similar  spots  may  however  be  produced  in  the 
absence  of  arsenic— either  brown-yellow  spots  arising  from  organic  mat- 
ter, in  case  the  mixture  has  not  been  properly  carbonized  by  treatment 
with  nitric  or  sulphuric  acid,^-or  metallic  spots  arising  from  the  presence 
of  antimony.  Arsenic-spots  dissolve  in  hot  nitric  acid, — and  if  the  result- 
ing solution  be  evaporated  to  dryness  and  the  residue  dissolved  in  water, 
the  liquid  will  give  the  characteristic  brown  red  precipitate  with  nitrate 
of  silver.  According  to  Bischoff,  arsenic  spots  are  soluble  in  chloride  of 
sodium ;  antimony  spots,  insoluble.  The  following  modes  of  distinction 
may  likewise  be  applied : 

H  a.  Arsenic-spots  exposed  for  ten  minutes  at  temperatures  between 
12®  and  15°  to  the  action  of  iodine  vapour,  assume  a  pale  brownish  yellow 
colour,  which  however  changes  to  lemon-yellow  after  a  few  minutes' 
exposure  to  the  air.  If  afterwards  exposed  to  the  air  for  a  longer  time, 
they  disappear,  more  quickly  however  when  gently  heated.  Antimony 
spots,  similarly  treated,  become  dark  brown,  then  orange -coloured  by  expo- 
sure to  the  air,  and  do  not  subsequently  disappear.  If  the  yellow  spots 
have  disappeared  by  exposure  to  moist  air,  they  immediately  reappear  in 
the  same  places  with  a  pale  lemon-yellow  colour  on  pouring  a  saturated 
solution  of  hydrosulphuric  acid  into  the  dish  on  which  they  are  formed, — 
inasmuch  as  the  arsenious  acid  produced  by  the  action  of  the  air  on  the 
iodide  of  arsenic,  is  converted  by  the  hydrosulphuric  acid  into  sulphide  of 
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tLTs&tkie.  On  touehing  the'  yellow  epoia  tirith  amiflotiia,  ttey  iHstanfly 
disappear  again.  The  spote  of  i6dide  of  antimony,  on  the  contrary,  do 
not  disappear  when  exposed  to  the  air;  hydrosulphuric  acid  converts 
them* into  orange-colonred  sulphide  of  antimony,  and  when  thus  converted, 
they  resist  for  a  long  time  the  action  of  dilute  ammonia.  An  alcoholic 
Bolntion  of  iodine  immediately  dissolves  the  arsenic  spots,  and,  when  suh- 
sequently  allowed  to  evaporate  spontaneously,  leaves  a  lemon-yellow  spot. 
Antimony  spots  are  not  altered  by  this  solution ;  but  on  leaving  it  to  eva- 
porate in  the  air,  the  black  spot  of  metallic  antimony  is  converted  into 
<mu)ge-eoloQred  iodide  of  antimony.  This  iodide  withstands  a  heat  of 
00°  or  40^  and  is  but  little  altered  by  exposure  to  the  air  even  for  several 
days.  Hydriodic  aeid  containing  free  iodine  may  be  advantageously  used 
instead  of  the  alcoholic  solution.  (Lassaigne,  Compt  rend.  21,  13214.) 

fi.  If  n  few  small  pieces  of  phosphorus  be  laid  separate  from  one  ano- 
ther ill  a  oapsnle,  and  the  capsule  covered  over  trith  another  on  which 
spots  haye  been  formed  by  Matsh's  appatattis,  these  spots  disappear  in 
four  or  five  hours  if  they  consist  wholly  of  arsenic,  whereas  antimony 
spots  similarly  treated  remain  unaltered  for  a  fortnight ;  ultimately,  how- 
ever, the  antimony  spots  likewise  disappear.  (Cotteran,  Ann.  Fharm.  64, 
420.)  ir 

2.  Berzelins  and  Liebig  pass  the  gas  through  a  long  tube  drawa  out 
to  a  point  and  having  its  middle  part  heated  to  redness  by  a  spirit-lamp 
or  a  charcoal  fire.  The  arsenic,  as  it  separates,  is  deposited  towards  the 
contracted  part  of  the  tube  in  the  form  of  an  arsenical  mirror,  which  may 
afterwards  be  further  examined.  When  the  process  is  ended,  the  narrow 
neck  may  be  sealed,  and,  after  the  tube  has  become  filled  with  air,  the 
deposited  arsenic  may  be  heated  till  it  oxidises  and  forms  a  white  crys- 
talline sublimate  of  arsenious  acid ;  water  may  then  be  introduced  into 
the  tube  and  boiled  till  it  dissolves  the  arsenious  acid,  and  the  resulting 
solution  tested  by  the  usual  reagents. 

If  antimoniuretted  hydrogen  should  be  evolved  together  with  the 
arseniuretted  hydrogen,  the  antimony  is  deposited  nearer  to  the  hot  part 
ol  the  tube — ^generally  indeed  before  the  gas  reaches  the  hot  part — while 
the  arsenic,  being  more  volatile,  is  deposited  farther  off,  towards  the 
point  of  the  tube.  The  antimony  mirror  is  whiter  than  that  formed 
by  arsenic.  If  the  tube  be  sealed  at  one  end  and  heated  after  air  has 
entered,  the  antimony  mirror  yields  antimonic  oxide;  and  this,  when 
boiled  with  water,  forms  a  solution  which  does  not  exhibit  the  character- 
istic reactions  of  arsenious  acid.  On  passing  hydrosulphuric  acid  gas 
through  the  tube  in  which,  when  heated  to  redness,  arsenic  and  antimony 
have  been  deposited  together,  and,  applying  heat,  yellow  sulphide  of 
arsenic  and  red  and  grey  sulphide  of  antimony  are  formed;  the  former  of 
which  is  more  volatile  than  the  latter  (M.  Pettenkofer) ;  and  if  hydro- 
ehloric  acid  gas  be  then  passed  through,  the  sulphide  of  antimony  is  con- 
yerted  into  chloride  of  antimony,  which  volatilizes,  while  the  sulphide  of 
arsenic  remains  unaltered,  and  may  be  distinguished  from  free  sulphur  by 
its  solubility  in  cold  ammonia.  (Presenius.) — IT  If  the  metallic  mirror 
obtained  as  above  be  heated  a  second  time  while  a  stream  of  hydrogen  is 
passed  through  the  tube,  the  gas  which  escapes  \^ill  have  a  strong  garlic 
odour  if  the  mirror  contains  arsenic  :  but  none  whatever  if  it  consists 
'♦rholly  of  antimony.  Moreover,  if  tne  part  of  the  tube  at  which  the 
mirror  is  situated  be  heated  to  redness  by  the  flame  of  a  spirit-lamp,  the 
mirror,  when  subsequently  examined  by  a  lens,  will  be  found  fused  at  the 
edges,  and  even  separated  into  distinct  shining  globules,  if  it  consists  of 
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antimony — ^wberefts  ftn  arsenie  mirtot  will  ptesfetit  n6  encli  appearsnee, 
since  arsenio  rolatilizes  iritbout  ftising.  (W5hler^  Ann*  Pharm*  69/ 
368.)  ir 

3.  Danger  &  Flandin  allow  tlieJ  bnrning  gas  to  isene  from  the  point  of 
the  tube  into  a  long  wide  tube  containing  air,  in  which  the  arsenic  con- 
denses in  the  form  of  arsenions  acid ;  instead  of  the  tube,  a  funnel  may 
also  be  nsed,  or  the  neck  of  a  retort  separated  froin  the  body. 

4.  Lassaigne  passes  the  arseninretted  hydrogen  gas  through  a  solntion 
of  nitrate  of  silrer ;  precipitates  the  excess  of  silver  by  a  small  quantity 
of  hydrochloric  acidj  filters;  eyaporates  to  dryness,  during  which  pro- 
cess the  liberated  nitric  acid  converts  the  arseniouS  into  arsenic  acid  j  and 
tests  the  latter  by  the  usual  reagents. 

5.  Berzelius  passes  the  gas  through  a  weighed  tube  heated  to  redness, 
and  containing  finely-divided  copper  reduced  from  the  oxide  by  hydrogen. 
The  copper  turns  white  at  the  end  near  the  generating  vessel,  and  its 
increase  in  weight  gives  the  quantity  of  arsenic. 


ArsBNIO  and   PHOSFHORtTS. 

A.  PflosFHiDA  OF  Arsbtyio. — A  mixtUTe  of  e^al  pafts  of  arsenic  and 
phosphorus  placed  in  a  flask  and  heated  in  the  sand-bath  to  low  redness 
yields  a  brownish  black  sublimate,  which  exhibits  a  conchoidal  black 
metallic  fracture — is  permanent  in  the  air — and,  when  heated  in  the  air, 
bums  at  first  with  a  slight  phosphorus  flame,  and  then  forms  arsenions 
acid.  (Landgrebe,  Sckw,  60,  184.) — Pelletior,  by  melting  together  phos- 
phorus and  arsenic,  or  by  boiling  phosphorns  under  water  with  metallic 
arsenic  or  arsenions  acid,  obtained  a  black  shining  mass,  which  oxidated 
in  the  air.  Landgrebe  regards  the  substance  thus  formed  as  a  mere 
mixture. 

B.  Phosphatb  of  Arsenious  Acid. — Aqueous  phosphoric  acid  dis^ 
solves  arsenions  acid,  and  unites  with  it,  forming  crystalline  grains. — The 
two  acids  may  be  fused  together  into  a  glass. 


Arsenic  and  Sflphttr. 

A.  One-sixth  Stdpkide  of  Arsenic^ — Deposited  in  the  form  of  a 
brown  powder  when  bisulphide  or  tersulphide  of  arsenic  is  boiled  in  solu- 
tion of  potash;  if  the  potash-ley  is  strong,  the  precipitation  does  not 
take  place  till  water  is  added.  The  powder  contains,  besides  moisture, 
96*46  per  cent,  of  arsenic,  and  3*54  p.  c.  sulphur.  It  takes  fire  below 
100**,  and  bums  without  flame,  yielding  a  yellow  powder  of  sulphide  of 
arsenic  and  a  crystalline  sublimate  of  arsenious  acid.  When  heated  in 
vacuo,  it  forms  two  sublimates ;  the  lower  of  these  is  metallic  arsenic;  the 
upper,  which  amounts  to  about  one-third  of  the  whole,  is  easily  fusible,- 
translucent,  and  when  in  thin  pieces  exhibits  a  yellowish  brown  coIoub 
by  transmitted  light;  black-brown  by  reflected  light.  Contains  89 '5 
(2  At.  ?)  arsenic,  and  10*5  (1  At.  ?)  sulphur.  (Berzelius.) 

B.  Bisulphide  of  Arsenic  ;  Hypo- arsenious  Sulphide  ;  Hyposul- 
PH  ARSENIOUS  AciD. — Red  Sulphide  of  Arsenic,  Realgar ^  Sandarack,  Ruby 
ArseniC'^Foxuii  native.^-Prepared  on  the  large  scale  by  distilling  iron 
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pyrites  with  arsenical  pjrrites.-— According  to  Thenard,  it  may  be  obtained 
by  fusing  arsenic  with  the  yellow  sulphide  of  arsenic.  Crystalline  system 
of  the  native  variety,  the  oblique  prismatic;  Fig,  91  and  99,  together 
with  h^,  mr-,  and  other  faces;  i:  the  edges  between  u  and  u*=S6^; 
u  :  u-=z74i°  30'.  Cleavage  imperfect,  parallel  to  i,  u,  and  t.  Specific 
gravity,  3*5444.  (Karsten.)  Colour,  aurora-red,  inclining  to  hyacinth- 
red  and  brown ;  often  translucent ;  yields  an  orange-yellow  powder,  which 
becomes  red-brown  whenever  it  is  heated.  Easily  fusible,  rather  more 
easily  than  orpiment;  according  to  Magnus,  it  cnrstallizes  on  cooling. 
When  heated  out  of  contact  of  air,  it  volatilizes  onaecomposed  at  a  tem- 
perature much  below  a  red  heat. 

iOaproth.        Langier.        Hi^naid. 
native,  native. 

As    75    ....     70*09      69      ....      69*57      ....      75 

2S    32     ....     29*91       31       ....      30*43       ...       23 

Ab& 107     ....  100-00      100      ....     10000      ....     100 

Burns  in  the  air  with  a  blue  flame,  forming  sulphurous  and  arsenious 
acid.  With  hot  nitric  acid  it  yields  arsenic  acid  and  sulphur,  the  latter, 
by  further  action  of  the  nitric  acid,  being  converted  into  sulphuric  acid, 
with  heated  oil  of  vitriol,  it  forms  sulphurous  and  arsenious  acid. 
Deflagrates  with  nitro,  producing  a  vivid  light.  The  Indian  White-Jlre 
is  produced  by  the  combustion  of  a  mixture  of  24  parts  of  nitre  witb  7 
sulphur  and  2  realgar.  When  passed  together  with  vapour  of  water 
through  a  red-hot  tube,  realgax  yields  a  large  quantity  of  hydrosulphuric 
acid  gas,  and  a  sublimate  of  sulphide  of  arsenic  and  arsenious  acid. 
(Regnault,  Ann.  Chim.  Fhys.  6*2,  384.)  When  boiled  with  aqueous 
solution  of  potash  or  hydrosulphate  of  potash,  it  is  decomposed,  yielding 
•f-sulphide  of  arsenic  and  sulpharseniate  of  potassium  wnich  dissolves. 
(Berzelius.)  If  the  bisulphide  of  arsenic  be  dissolved  in  the  alkaline 
liquid  when  cold,  the  -^sulphide  is  not  precipitated  till  the  solution  is 
boiled.  (Berzelius.) 

Bisulphide  of  arsenic  combines  with  basic  metallic  sulphides  forming 
a  class  of  sulphur-salts,  called  by  Berzelius,  Htposulpharsrnites.  They 
contain  1,  2,  or  3  atoms  of  a  basic  metallic  sulphide  united  with  1  atom 
of  AsS«;  e.g.  KS,  AsS',  2KS,  AsS»,  And  3KS,AbS^.— Preparation.— 1.  Bv 
fusing  realgar  with  another  metallic  sulphide. — 2.  By  fusing  arsenic  with 
a  compound  formed  of  tersulphide  of  arsenic  and  another  metallic  sul- 
phide. When  prepared  by  either  of  these  two  methods,  the  compound 
may  take  up  an  excess  of  sulphide  of  arsenic,  and  thereby  loses  its  solu- 
bility in  water. — 3.  When  orpiment  is  boiled  in  a  moderately  concentrated 
solution  of  carbonate  of  potash  or  soda,  and  the  colourless  liquid  filtered 
hot  and  then  left  to  cool,  a  brown,  flocculent  precipitate  is  obtained,  con- 
sisting of  1  At.  bisulphide  of  arsenic  with  2  At.  monosulphide  of  potas- 
sium or  sodium. — 4.  The  same  flakes  are  obtained  by  the  spontaneous 
evaporation  of  the  compounds  of  tersulphide  of  arsenic  with  sulphides  of 
the  alkali-metals  and  magnesium. — 5.  By  precipitating  the  salts  of  the 
earthy  alkalis,  earths,  and  heavy  metallic  oxides,  with  a  cold  aqueous 
solution  of  the  potassium  compound.  Yttrium,  glucinum,  and  aluminum, 
however,  do  not  appear  to  form  compounds  of  this  kind;  for  the  red 
mixtures  give  ofl*  hydrosulphuric  acid  and  yield  light-coloured  precipitates. 
Many  heavy  metals  also— not  manganese  and  zinc,  however, — likewise  give 
yellow  precipitates,  which  cannot  be  distinguished  from  those  which  are 
formed  by  sulpharsenite  of  potassium.  (Berzelius.) 
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The  hjrpoflulpharseuites  are  either  red  or  dark  brown. 

Hjmosulpharaenite  of  potassium  or  sodiam  prepared  by  (1)  or  (2)  is 
reeolvea  by  [hot?]  water  into  black-brown  -^alphide  of  arsenic  which  is 
precipitated^  and  sulpharseniate  of  potassium  or  sodium  which  dissolves. 
Hence^  these  hyposulpharsenites  of  the  alkali-sulphides  cannot  be  pre- 
pared by  treating  bisulphide  of  arsenic  with  the  aqueous  solution  of  a 
pure  alkali  or  an  alkaline  hydrosulphate,  because  the  same  decomposition 
would  ensue.  Hence  also,  metallic  arsenic  is  not  dissolved  by  aqueous 
solutions  of  the  alkaline  sulpharsenites.  The  compounds  of  bisulphide  of 
arsenic  with  2  atoms  of  potassium-sulphide  or  sodium-sulphide  are  resolved 
in  water  into  a  soluble  compound  containing  excess  of  potassium-  or 
sodium-sulphide,  and  an  insoluble  compound  of  1  At.  bisulphide  of 
arsenic  with  1  At.  sulphide  of  the  alkali-metal.  Most  other  hyposulph- 
arsenites are  insoluble  in  water.  Aqueous  acids  separate  bisulphide  of 
arsenic  from  many  of  them,  and  liberate  hydrosulphuric  acid.  (Berzelius.) 

C.  Tbrsulphide  of  Arsenic;  Arsbnious  Sulphide  (Berzelius); 
SuLPHARSENious  AciD.  (Graham.) — Yellow  Sulphide  of  Arsenic,  Orpi- 
ment,  Awripigmenty  Operment,  Besigaltum,  Bauschgelb,  Found  in  nature. 
Formed  by  the  mutual  action  of  arsenious  acid  and  sulphuretted  hydrogen 
in  a  liquid  containing  a  strong  acid.  (Sch.  43.)  May  be  obtained,  ac- 
cording to  Thenard,  by  fusing  red  sulphide  of  arsenic  with  sulphur.  The 
much  more  poisonous  substance  obtained  on  the  large  scale  by  subliming 
arsenious  acid  with  a  small  quantity  of  sulphur,  is  a  mixture  of  6  per  cent, 
of  sulphide  of  arsenic  with  94  of  arsenious  acid :  the  latter  compound  may 
be  extracted  by  boiling  water.  (Gnibourt.)  The  native  sulphide  forms 
crystals  belongmg  to  the  right  prismatic  system.  Fig.  63;  u  :  u'  = 
117°  5';  easily  split,  parallel  to  t,  into  thin  flexible  laminsB.  Specific 
gravity  =  3459  (Karsten),  3*48  (Mobs).  Of  pearly  lustre;  translucent; 
lemon -yellow  inclining  to  orange-yellow.  The  powder  of  the  native 
sulphide  is  lemon-yellow;  that  of  the  artificial  variety  has  an  orange- 
yellow  colour,  and  turns  brown-red  whenever  it  is  heated.  Fuses  easily, 
and,  if  access  of  air  be  prevented,  volatilizes  undecomposed;  the  boiling 
point,  according  to  Mitscherlich,  is  about  700°. 


Berzeliiui.        Laugier. 
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Exhibits  the  same  decompositions  as  B.  Bed-hot  iron  or  silver  with- 
draws the  sulphur  from  the  vapour  and  sets  the  arsenic  free,  or,  if  present 
in  excess,  immediately  combines  with  it  and  forms  arsenide  of  iron  or  of 
silver.  A  few  drops  of  hot  nitric  acid  placed  upon  melted  orpiment 
produce  deflamtion  (Proust);  oil  of  vitriol  acts  upon  it  more  strongly 
than  upon  realgar.  Tersnlphide  of  arsenic  deliquesces  rapidly  in  chlorine 
gas,  evolving  great  heat  and  forming  chlorosulphide  of  arsenic.  (H.  Rose.) 
When  boiled  with  water,  it  evolves  an  extremely  small  quantity  of 
hydrosulphuric  acid,  while  a  trace  of  arsenious  acid  dissolves  in  the 
water.  At  ordinary  temperatures,  this  action  goes  on  for  several  days,  but 
is  accelerated  by  sulphuric  or  hydrochloric  acid.  (Decourdemanche,  J. 
Chim.  med.  3,  229.)  Even  the  native  sulphide  undergoes  this  decomposi- 
tion in  water,  but  the  change  is  never  more  than  superficial.  (Hiinefeld, 
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J,  pr.  Chem.  7,  285).  When  boiled  with  slfotig  kydfoehlorio  aeid,  it  is 
decomposed,  bat  with  ffreat  difficulty;  the  hydrosalphQric  amd  and 
chloriae  of  arsenio  which  are  evolved,  reproduce  sulphide  of  arsenie  ia 
the  reeeirer.  (Om.)  With  aqueous  alkalis  it  forms  solutions  oontaining 
arsenite  of  the  alkali  and  sulpnarsenite  of  the  metallic  sulphide;  and  on 
boiling  these  solutions,  a  small  quantity  of  sulpharseniate  of  the  metallic 
sulphide  is  formed  and  -^sulphide  of  arsenic  deposited.  The  vapour  of 
arsenious  sulphide  passed  over  red-hot  lime  yields  sublimed  arsenic  and 
sulphide  of  calcium,  mixed  with  a  small  quantity  of  sulphate  of  lime  and  a 
large  quantity  of  arsenite  of  lime,  which,  on  the  application  of  a  stronger 
heat,  18  converted  into  arseniate.  Red-hot  magnesia  shows  little  or  no 
action.  (Simon,  Fogg.  40,  411,  437.)  When  the  vapour  of  arsenious 
sulphide  is  passed  over  an  ignited  mixture  of  charcoal  and  carbonate  of 
potash,  or  charcoal  and  lime,  the  charcoal  withdraws  oxygen  from  the 
alkali — the  alkali-metal  separates  sulphur  from  part  of  tke  arsenioue 
sulphide— and  the  sulphide  of  the  alkali-metal  thereby  produced  combines 
with  the  rest  of  the  arsenious  sulphide.  (Liebig.)  Similar  results  are 
obtained  by  passing  hydrogen  over  a  red-hot  mixture  of  alkaline  carbonate 
and  arsenious  sulphide.  (Berzelius.)  The  mixture  is  heated  in  a  tube 
drawn  out  to  a  fine  point,  while  a  current  of  hydrogen  is  passed  over 
it.  The  arsenic  sublimes  in  the  contracted  part.  (Benelius.)  When 
arsenious  sulphide  is  heated  with  cyanide  of  potassium,  sulphocyanide  oi 
potassium  is  formed  and  the  whole  of  the  arsenic  sublimed.  To  separate 
the  arsenic^  1  part  of  arsenious  sulphide  is  added  to  12  parts  of  a  mixture 
of  1  part  of  cyanide  of  potassium  and  3  jutrts  of  dry  carbonate  of  soda, 
and  the  whole  heated  to  redness  in  a  fflass  tube  drawn  out  to  a  fine  point, 
dried  carbonic  acid  gas  being  passed  through  the  tube  during  the  ignition 
(if  hydrogen  were  substituted  for  the  carbonic  acid,  antimony,  if  present, 
might  sublime  together  with  the  arsenic:  FrMenius  ds  Babo.)  [For  the 
behaviour  of  this  compound  when  heated  with  litharge,  vid.  Berthier] 
(Ann.  Ckim.  Fhyi,  39,  260.)  Pulverized  arsenious  sulphide  thrown  into 
an  aqueous  solution  of  protochloride  of  mercury,  quickly  produces  a  white 
powder  consisting  of  dichloride  of  mercury  [or  a  compound  of  chloride 
and  sulphide  of  mercury]  and  a  solution  m  arsenious  acid  and  hydro- 
chloric acid.  rPa^nstecher,  Repert.  61,  31;  73,  14.)  Arsenious  sulphide 
when  distillea,  first  yields  a  sulphide  of  arsenic  richer  in  sulphur  than 
itself,  and  afterwards  another  sulphide  richer  in  arsenic.  (Berzelius.) 

CombincUions. — a.  With  Water. — Aqueous  Tersulphide  of  Arsenic. 
May  likewise  be  regarded  as  ITydrosulphate  of  Arsenious  Acid  =^  AsO*, 
dHS. — Finely  divided  arsenious  sulphide — ^that  namely  which  is  obtained 
by  precipitating  arsenious  acid  with  sulphuretted  hydrogen — ^after  it  has 
been  washed  with  cold  water,  dissolves  to  a  slight  extent  in  hot  water, 
forming  a  yellow  solution;  water  containing  sulphuretted  hydrogen  does 
not  dissolve  it.  (Berzelius.)^-2.  Dilute  arsenious  acid  into  which  hydro- 
sulphuric  gas  is  passed,  or  to  which  hydrosulphuric  acid  water  is  added, 
forms  a  clear  veilow  mixture,  ^ut  gives  no  precipitate.  It  is  only  when 
hydrosulphune  aeid  gas  is  passed  through  a  saturated  aqueous  solution  of 
arsenious  acid  that  a  precipitate  is  immediately  formed.  (Bischof,  Br.  Arch. 
17,  239.)  The  precipitation  is  almost  complete.  (Gm.)  The  arsenious 
sulphide  separates  from  the  yellow  liquid  m  yellow  flakes:  (1.)  Wheii 
the  liquid  freezes.  (Pfaff.)— 2.  When  it  is  heated  (Boutigny):  in  this 
case  tfid  precipitation  is  not  complete.  (Gm.)— 3.  On  the  addition  of  a 
8B^  quantity  of  ^one  of  the  stronger  acids.    The  greatest  effect  is  i»o- 
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dncod  by  ra}phiiric>  hydrochloric,  or  nitric  acid;  then  follows  oxbUc  aoid^ 
then  acetic,  then  tartaric  acid;  carbonic  acid  likewise  appears  to  produce 
some  effect.  (Boutigny.) — 4.  On  the  addition  of  certain  salts,  e,  g,  sal- 
ammoniac,  nitre,  sulphate  of  soda,  and  sulphate  of  magnesia.  (Boutigny. 
J,  Chim.  med.  8,  449.)  The  aqueous  itiixture  of  arsenious  acid  ana 
hydrosulphnric  acid  when  kept  for  weeks  in  a  stoppered  bottle  deposits 
but  little  arsenious  sulphide.  (Gm.)  IT  According  to  H.  Becker  {Pogg* 
74,  803)  arsenic,  whether  in  the  state  of  arsenious  or  arsenic  acid,  can 
nerer  be  completely  precipitated  from  its  solutions,  either  by  hydrosul- 
phnric acid  or  by  alkaline  hydrosnlphates.  The  quantity  of  arsenic  which 
remains  in  the  liquid  may  however  be  rendered  utterly  insignificant 
(excepting  for  judicial  investigations)  by  adopting  the  precaution :  (1)  of 
placing  the  liquid,  after  saturation  with  hydrosulphurio  acid,  in  a  nearly 
air-tight  vessel,  and  leaving  it  in  a  warm  place  for  6  or  8  days;  (2) 
saturating  it  anew  from  time  to  time  with  hydrosulphurio  acid  (because, 
if  the  saturation  be  not  complete,  the  acid  liquid  redissolves  a  portion  of 
arsenic  from  the  arsenious  sulphide);  and  (3)  filtering  the  li<juid  from  the 
precipitate  before  driving  off  the  excess  of  hydrosulphurio  acid.  IT 

h  With  Basic  Metallic  Sulphides,  forming  a  class  of  sulphur-salts, 
called  Sflphabsenites. — ^Combination  takes  place  in  three  different  pro- 
portions: e.g.^  in  the  case  of  potassium:  3KS,AsS';  2KS,A8S';  KS,AsS^; 
forming  respectively  terbasic  or  tris-acid,  bibasic  or  di-acid,  and  monobasic, 
or  mo^io-acui  sulpharsenites.  [The  first  of  these  must  be  regarded  as  the 
normal  salt.] 

Preparation^ — 1.  By  depriving  sulpharseniates,  (that  is,  sulphurnsalts 
containing  pentasnlphide  of  arsenic)  of  part  of  their  sulphur,  by  igniting 
them  out  of  contact  of  air. — 2.  By  dissolving  tersulphide  of  arsenic  in  a 
warm  aqueous  solution  of  the  protosulphide  of  an  alkali-metal,  or  of  the 
double  sulphide  of  hydrogen  and  the  metal  (alkaline  monohydrosulphate 
or  bihydrosulphate).  The  solution  in  aqueous  sulphide  of  ammonium  is 
atten^d  with  some  rise  of  temperature  (H.  Rose.)  When  an  alkaline 
bihydrosulphate  is  used,  half  of  the  hydrosulphurio  acid  is  expelled. 
When  complete  saturation  is  attained,  one  atom  of  orpiment  dissolves  in 
one  atom  of  ammonium-,  potassium-,  or  sodium-sulphide,  and  in  2  atoms 
of  barium-,  strontium-,  calcium-,  or  magnesium-sulphide. — 3.  By  dissolving 
orpiment  in  a  cold  aqueous  solution  of  an  alkali.  Under  these  circum- 
stances, part  of  the  alkali  is  converted  into  arsenite  of  potash^  which 
remains  mixed  with  the  sulpharsenite:  e.g. 

4Ab&  +  5KO  »  3(KS,  KaSF)  +  2KO«  AsO^. 

Hence,  when  this  solution  is  mixed  with  one  of  the  stronger  acids,  no  sul- 
phuretted hydrogen  is  evolved,  but  the  whole  of  the  arsenic  is  separated 
in  the  form  of  arsenious  sulphide: 

3(KS,  AsSS)  +  2KO, AsO*  +  5S0»  =:  6(K0.S0')  +  4AjS^. 

If  the  solution  first  obtained  were  heated  jrith  excess  of  tersulphide  of 
arsenic,  that  compound  would  be  converted  into  bisulphide,  and  the  sul- 
pharsenite of  potassium  into  sulpharseniate. — 4.  By  dissolving  arsenious 
acid  in  the  aqueous  solution  of  an  alkaline  bihydrosulphate.  If  bihydro- 
sulphate of  ammonia  be  used,  half  of  the  ammonia  remains  in  the  liquid 
in  the  free  state : 

2(NH»,2HS)  +  AftO«  =  ira*S,A8S»  +  NH»  +  3HO. 

T  2 
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J.  pr.  Chem.  7,  285).  When  boiled  with  stfotig  hydtocUorio  aeid,  it  is 
decomposed^  bni  with  great  difficulty;  the  hydrosulphBtie  amd  and 
chloride  of  arsenic  which  are  evolved,  reproduce  sulphide  of  arsenic  in 
the  reeeirer.  (Qm.)  With  aqneous  alkalis  it  forms  solutions  containing 
lursenite  of  the  alkali  aad  sulpbarsenite  of  the  metallic  sulphide;  and  on 
boiling  these  solutions^  a  small  quantity  of  sulpharseniate  of  the  metallic 
sulphide  is  formed  and  ^-sulphide  of  arsenic  deposited.  The  yapour  of 
arsenious  sulphide  passed  over  red-hot  lime  yields  sublimed  arsenic  and 
sulphide  of  calcium^  mixed  with  a  small  quantity  of  sulphate  of  lime  and  a 
large  quantity  of  arsenite  of  lime^  which,  on  the  application  of  a  stronger 
heat,  18  converted  into  arseniate.  Red-hot  magnesia  shows  little  or  no 
action.  (Simon,  Pogg.  40,  411,  437.)  When  the  vapour  of  arsenious 
sulphide  is  passed  over  an  ignited  mixture  of  charcoal  and  carbonate  of 
potash,  or  charcoal  and  lime,  the  charcoal  withdraws  oxygen  from  the 
alkali — the  alkali-metal  separates  sulphur  from  part  of  the  arsenioue 
sulphide— and  the  sulphide  of  the  alkali-metal  thereby  produced  combines 
with  the  rest  of  the  arsenious  sulphide.  (Liebig.)  Similar  results  are 
obtained  by  passing  hydrogen  over  a  red-hot  mixture  of  alkaline  carbonate 
and  arsenious  sulphide.  (Benelius.)  The  mixture  is  heated  in  a  tube 
drawn  out  to  a  fine  point,  while  a  current  of  hydrogen  is  passed  over 
it.  The  arsenic  sublimes  in  the  contracted  part.  (Beraelius.)  When 
arsenious  sulphide  is  heated  with  cyanide  of  potassium,  sulphocyanide  dF 
potassium  is  formed  and  the  whole  of  the  arsenic  sublimed.  To  separate 
the  arsenic^  1  part  of  arsenious  sulphide  is  added  to  12  parts  of  a  mixture 
of  1  part  of  cyanide  of  potassium  and  3  parts  of  dry  carbonate  of  soda» 
and  the  whole  heated  to  redness  in  a  glass  tube  drawn  out  to  a  fine  point, 
dried  carbonic  acid  gas  being  passed  through  the  tube  during  the  ignition 
(if  h3rdroffen  were  substituted  for  the  carbonic  add,  antimony,  if  present, 
might  sublime  together  with  the  arsenic:  Fruenius  A  Babo.)  [For  the 
behaviour  of  this  compound  when  heated  with  litharge,  vid»  Berthier] 
{Ann,  Chim.  PhyB,  39,  260.)  Pulverized  arsenious  sulphide  thrown  into 
an  aqueous  solution  of  protochloride  of  mercury,  quickly  produces  a  white 
powder  consisting  of  dichloride  of  mercury  [or  a  compound  of  chloride 
and  sulphide  of  mercury]  and  a  solution  oT  arsenious  acid  and  hydro* 
chloric  acid.  fPaffenstecher,  Repert,  61,  31;  73,  14.)  Arsenious  sulphide 
when  distillea,  first  yields  a  sulphide  of  arsenic  richer  in  sulphur  than 
itself,  and  afterwards  another  sulphide  richer  in  arsenic.  (Berzelius.) 

ComhinaiioiM, — a.  With  Water. — Aqueous  Tereulphide  of  Arsenic. 
May  likewise  be  regarded  as  Hydrosulphate  of  Arsenious  Acid  =i  AsO', 
dHS. — Finely  divided  arsenious  sulphide — ^that  namely  which  is  obtained 
by  precipitating  arsenious  acid  with  sulphuretted  hydrogen — after  it  has 
been  washed  with  cold  water,  dissolves  to  a  slight  extent  in  hot  water^ 
forming  a  yellow  solution;  water  containing  sulphuretted  hydrogen  does 
not  dissolve  it.  (Berzelius.)-^2.  Dilute  arsenious  acid  into  which  hydro- 
sulphuric  gas  is  passed,  or  to  which  hydrosulphuric  acid  water  is  added, 
forms  a  Clear  reuow  mixture,  ^nt  gives  no  precipitate.  It  is  only  when 
hydrosulphuric  acid  gas  is  passed  through  a  saturated  aqueous  solution  oi 
arsenious  acid  that  a  precipitate  is  immediately  formed.  (Bischof,  Br.  Arch. 
17,  239.)  The  precipitation  is  almost  complete.  (Gm.)  The  arsenious 
sulphide  separates  from  the  yellow  liquid  in  yellow  flakes:  (1.)  When 
the  liquid  freezes.  (PfaflT.)— 2.  When  it  is  heated  (Boutignv) :  in  this 
caee  the  precipitation  is  not  complete.  (Gm.)—3.  On  the  addition  (tf  » 
aaaii  quantity  of  ^one  of  the  stronger  acids.    The  greatest  effect  is  pro- 
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daeed  by  snlphnric^  hydrochloric,  or  nitric  aoid;  then  follows  oxalic  acid^ 
then  acetic,  then  tartaric  acid;  carbonic  acid  likewise  appears  to  prodaos 
some  effect.  (Boutigny.)— 4.  On  the  addition  of  certain  salts,  e.  g.  sal- 
ammoniac,  nitre,  sulphate  of  soda,  and  sulphate  of  magnesia.  (Bontigny. 
J,  Ohim.  med.  8,  449.)  The  aqueous  riiixture  of  arsenious  acid  ana 
hydrosulphuric  acid  when  kept  for  weeks  in  a  stoppered  bottle  deposits 
but  little  arsenious  sulphide.  (Gm.)  IT  According  to  H.  Becker  {Pogg. 
74,  303)  arsenic,  whetner  in  the  state  of  arsenious  or  arsenic  acid,  can 
never  be  completely  precipitated  from  its  solutions,  either  by  hydrosul- 
phuric acid  or  by  alkaline  hydrosulphates.  The  quantity  of  arsenic  which 
remains  in  the  liquid  may  however  be  rendered  utterly  insignificant 
(excepting  for  judicial  investigations)  by  adopting  the  precaution:  (I)  of 
placing  the  liquid,  after  saturation  with  hydrosulphuric  acid,  in  a  nearly 
air-tight  vessel,  and  leaving  it  in  a  warm  place  for  6  or  8  days;  (2) 
saturating  it  anew  from  time  to  time  with  hydrosulphuric  acid  (because, 
if  the  saturation  be  not  complete,  the  acid  liquid  redissolves  a  portion  of 
arsenic  from  the  arsenious  sulphide);  and  (3)  filtering  the  li<juid  from  the 
precipitate  before  driving  off  the  excess  of  hydrosulphuric  acid.  H 

h.  With  Basic  Metallic  Sulphides,  forming  a  class  of  sulphur- salts, 
called  SuLPHARSENiTEs. — Combination  takes  place  in  three  different  pro- 
portions: e.g.y  in  the  case  of  potassium:  3KS,AsS';  2KS,Ab5';  KS,AsS^; 
forming  respectively  terhasic  or  trts-acid,  hiJbasic  or  di-acid,  and  monobcuic, 
or  mono-acid  sulphiursenites*  [The  first  of  these  must  be  regarded  as  the 
normal  salt] 

Preparation. — 1.  By  depriving  sulpharseniates,  (that  is,  sulphurnsalts 
containing  pentasulphide  of  arsenic)  of  part  of  their  sulphur,  by  igniting 
them  out  of  contact  of  air. — 2.  By  dissolving  tersulphide  of  arsenic  in  a 
warm  aqueous  solution  of  the  protosulphide  of  an  alkali-metal,  or  of  the 
double  sulphide  of  hydrogen  and  the  metal  (alkaline  monohydrosulphate 
or  bihydrosulphate).  The  solution  in  aqueous  sulphide  of  ammonium  is 
attended  with  some  rise  of  temperature  (H.  Rose.)  When  an  alkaline 
bihydrosulphate  is  used,  half  of  the  hydrosulphuric  acid  is  expelled. 
When  complete  saturation  is  attained,  one  atom  of  orpiment  dissolves  in 
one  atom  of  ammonium-,  potassium-,  or  sodium-sulphide,  and  in  2  atoms 
of  barium-,  strontium-,  calcium-,  or  magnesium-sulphide. — 3.  By  dissolving 
orpiment  in  a  cold  aqueous  solution  of  an  alkafi.  Under  these  circum- 
stances, part  of  the  alkali  is  converted  into  arsenite  of  potash,  which 
remains  mixed  with  the  sulpharsenite:  e.g^ 

4A8SS  +  5K0  B  3(KS,  AsS*)  +  2KO,  AsO<. 

Hence,  when  this  solution  is  mixed  with  one  of  the  stronger  acids,  no  sul- 
phuretted hydrogen  is  evolved,  but  the  whole  of  the  arsenic  is  separated 
in  the  form  of  arsenious  sulphide : 

3(KS,  AsS')  +  2KO,  AaO*  +  6S0«  =  6(K0.  SO^)  +  4AflS^. 

If  the  solution  first  obtained  were  heated  jprith  excess  of  tersulphide  of 
arsenic,  that  compound  would  be  converted  into  bisulphide,  and  the  sul- 
pharsenite of  potassium  into  sulpharseniate. — 4.  By  dissolving  arsenious 
acid  in  the  aqueous  solution  of  an  alkaline  bihydrosulphate.  If  bihydro- 
sulphate of  ammonia  be  used,  half  of  the  ammonia  remains  in  the  liquid 
in  the  free  state : 

2(NH<,2HS)-(-AsO*  »  NH^AaSS-f  NH>4-3HO. 

t2 
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When  the  potassium  compoand  is  used,  half  of  the  potash  is  conyerted 
into  arsenite : 

2(KS,  HS)  +  2 AsQS  »  KS,  AsS*  +  KO,  AflO*  +  2H0. 

5.  The  compounds  of  sulpharsenious  acid  with  the  sulphides  of  the  earth- 
metals  and  heavy  metals  are  obtained  bj  precipitating  a  solution  of  the 
corresponding  compound  of  an  alkali-metal,  obtained  by  either  of  the 
methods  2, 3, 4,  with  a  salt  of  the  earth-metal  or  heavy  metaL  (Berzelius.) 
The  sulpharsenites  are  either  yellow  or  red.  Most  of  them,  when 
ignited  out  of  contact  of  air,  five  off  all  their  sulphur- acid;  others  give  up 
such  a  quantity  that  the  residue  contains  3  At.  sulphur-base  to  1  At.  sul- 
phur-acid; but  the  sulpharsenites  of  the  alkali- metals,  even  those  which 
contain  equal  numbers  of  atoms  of  base  and  acid,  give  off  nothing  when 
ignited.  The  alkali-metal  compounds  obtained  by  the  first  method,  when 
treated  with  a  small  quantity  of  water — and  the  dilute  solutions  obtained 
by  method  2,  3,  or  4,  when  they  evaporate  in  the  air — are  resolved  into 
brown  hyposulpharsenite  which  is  precipitated,  and  sulpharseniate  which 
remains  in  solution;  but  the  decomposition  is  not  complete,  till  the  solution 
is  concentrated  to  the  crystallizing  point  of  the  latter  salt.  If  the  decom- 
posed mass  be  digested  in  a  large  quantity  of  water  and  boiled,  the  whole 
is  reconverted  into  sulpharsenite  and  redissolved.  The  solutions  of  the 
barium,  strontium,  calcium,  and  magnesium  salts,  containing  I  As.  base  to 
1  At.  acid,  deposit,  on  boiling,  a  portion  of  the  arsenious  sulphide;  the 
ammonium,  potassium,  sodium,  ana  lithium  compounds  remain  undecom- 
posed.  On  adding  alcohol  to  the  aqueous  solution  of  a  compound  of 
1  atom  of  arsenious  sulphide  with  2  atoms  of  the  sulphide  of  an  alkali-metal, 
a  compound  containing  3  atoms  of  sulphur-base  is  precipitated,  while  a 
compound  containing  1  atom  of  sulphur-base  remains  in  solution: 

2(2KS,A8S^  =  3KS,A8SS+KS»AbS'. 

But  the  precipitated  terbasic  salt  soon  turns  black,  being  resolved  into 
hyposulpharsenite  and  sulpharseniate.  The  potassium  and  sodium  com- 
pounds exhibit  this  blackening  on  the  addition  of  alcohol,  even  when  the 
solution  contains  nothing  but  terbasic  salt  (.SKSjAsS');  but  with  the  am- 
monium, barium,  strontium,  and  calcium  salts,  it  does  not  take  place 
unless  the  solution  contains  bibasic  salt  (2BaS,AsS'). — Aqueous  solutions 
of  sulpharsenites  exposed  to  the  air  are  decomposed  by  oxidation  (more 
slowly  in  proportion  to  the  excess  of  sulphur-base),  depositing  orpiment 
and  a  brown  compound  of  bisulphide  of  arsenic  with  the  sulphur-base. 
Hydrated  oxide  of  copper,  added  to  a  solution  containing  a  compound  of 
sulpharsenious  acid  with  the  sulphide  of  an  alkali-metal,  decomposes  that 
compound,  yielding  twelve-basic  sulpharsenite  of  copper,  which  remains 
undissolved,  and  a  nyacinth-red  solution,  containing  an  alkaline  arsenite 
and  terbasic  sulpharsenite  of  copper,  and  deposits  the  latter  on  the  addi- 
tion of  hydrochloric  acid.     Probably  thus; 

9(KS,  AsS')  +  27CuO  =  2(12CuS,AsS«)  +  3CuS,AsS»  +  9KO,6A80». 

If  the  hydrated  oxide  of  copper  is  in  excess,  the  arsenious  acid  contained 
in  the  solution  is  converted  into  arsenic  acid,  and  the  protoxide  of  copper 
reduced  to  di-oxide.  Oxide  of  silver  in  excess  decomposes  the  solution^ 
forming  sulphide  of  silver  and  alkaline  arsenite: 

KS,  AsS»  -¥  4  AgO  =  4  AgS  +  KG,  AaO«. 
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Acids  added  to  these  solations  precipitate  arsenious  sulphide,  and  resolve 
the  sulphide  of  the  alkali-metal  into  an  alkaline  salt^and  hjdrosulphuric 
acid  gas.  (Berzelius.) 

The  only  sulpharsenites  which  are  soluble  in  water  are  those  which 
contain  the  sulphides  of  the  alkali-metals  or  of  magnesium;  and  even 
these  are  decomposed  by  water,  unless  the  water  is  in  considerable  quan- 
tity (p.  276).  Hence  the  solution  cannot  be  evaporated  to  dryness  to 
obtain  the  dry  salt,  without  undergoing  decomposition.  The  solution  is 
colourless — or  yellowish,  if  it  contains  a  large  quantity  of  snlpharsenious 
acid;  its  taste  is  hepatic  at  first,  but  afterwards  most  disgustingly  bitter. 
(Berzelius.)  It  may  be  supposed  to  contain  a  compound  of  an  alkaline 
hydrosulphate  with  hydrosulphate  of  arsenious  acid;  e,  g, 

KS,AsS'  +  4H0  =  KO,HS  +  A80»,3HS. 

D.  Pentasulphidb  op  Arsenic;  Arsenic  Sulphide  (Berzelius); 
SuLPHARSENic  AciD  (Graham). — Formed  in  the  decomposition  of  arsenic 
acid  by  hydrosulphuric  acid — a  reaction  which  takes  place  the  more 
slowly,  as  the  solution  of  arsenic  acid  is  more  dilute.  {^S(3i,  44.) — Prepa- 
ration.— 1.  Hydrosulphuric  acid  gas  is  passed  for  several  days  through  a 
not  very  dilute  solution  of  arsenic  acid,  till  the  liquid,  after  being  kept  in 
a  stoppered  bottle  for  24  hours,  still  smells  of  the  eas. — 2.  Aqueous  arsenic 
acid  or  arseniate  of  potash  is  mixed  with  bihydrosulphate  of  potash,  or 
aqueous  arseniate  of  potash  is  saturated  with  hydrosulphuric  acid  gas, 
and  after  the  solution  has  stood  for  an  hour,  the  pentasulphide  of  arsenic 
is  precipitated  by  hydrochloric  acid.  (Berzelius.) 

Lemon-yellow  powder,  lighter  than  the  tersulphide,  and  without  any 
tinge  of  red.  Fuses  less  easily  than  sulphur,  and  after  fusion  appears 
darker  and  somewhat  reddish.  Sublimes  unchanged  in  the  form  of  a  red- 
brown  viscid  mass,  which,  after  cooling,  appears  transparent  and  pale  yel- 
lowish red.  In  the  state  of  fine  powder,  it  reddens  tincture  of  litmus  at  a 
boiling  heat,  but  not  in  the  cold,  though  the  hot  liquid  remains  slightly 
red  after  cooling;  it  likewise  imparts  a  transient  redness  to  litmus-paper 
on  which  it  is  laid,  provided  the  vapour  of  boiling  water  is  also  brought 
in  contact  with  the  paper.  (Berzelius.)  If  a  solution  of  arsenic  sulphide 
in  ammonia  be  precipitated  by  nitrate  of  silver,  and  nitric  acid  cautiously 
added  to  the  filtered  liquid  till  the  ammonia  is  neutralized,  a  red-brown 
precipitate  of  arseniate  of  silver  is  thrown  down;  arsenious  sulphide  treated 
m  the  same  manner  gives  a  yellow  precipitate  of  arsenite  of  silver.  (H. 
Rose.) 

As    75       48-39 

5S    80      51-61 

AsS*    155       100-00 

In  the  unfnsed  state,  it  yields  a  small  quantity  of  sulphur  to  boiling 
alcohol,  and  becomes  darker  in  colour.  Dissolves  easily,  with  partial 
decomposition  {yid.  inf.)  in  aqueous  solutions  of  the  pure  fixed  alkalis  and 
of  their  hydrosulphates  and  carbonates,  driving  out  the  carbonic  acid  firom 
the  latter  on  the  application  of  heat.  Dissolves  completely  in  concen- 
trated aqueous  ammonia,  but  if  digested  in  more  dilute  ammonia,  leaves  a 
residue  of  sulphur.     Not  soluble  in  boiling  water. 

Towards  basic  metallic  sulphides,  pentasulphide  of  arsenic  plays  the 
part  of  an  acid,  and  forms  with  them  a  class  of  sulphur-salts,  called 
SuLPHARSENiATEs.    In  these  salts,  1  atom  of  arsepic  sulphide  U  combined 
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with  1,  2,  or  3  atoms  of  the  basic  sulphide;  e,  g,,  KS,  AsS*;  8KS,  AsS'; 
dKS,  AsS^j  so  that,  in  this  case  also,  we  have  to  distingaish  between 
monobasic,  bibasic,  and  terba»ic  salts. — Preparation, — 1.  By  dissolving 
pentasulphide  of  arsenic  in  a  warm  solution  of  an  alkaline  monohydrosul- 
phate  or  bihydrosulphate.  In  the  latter  case,  the  second  atom  of  hydro- 
sulphario  acid  is  driven  off,  with  brisk  effervescence.  The  solution  con- 
tains  a  bibasio  salt;  e.  ^.,  2K6,  AaBK  It  is  only  by  longer  digestion  with 
excess  of  the  pentasulphide,  that  a  larger  quantity  of  it  is  dissolved,  and 
in  that  case,  the  quantity  taken  up  increases  with  the  temperature  and 
concentration  of  the  liquid;  part  of  it  is,  however,  precipitated  as  the 
liquid  cools,  so  that  ultimately,  not  more  than  f  At.  sulpharsenio  acid 
remains  dissolved,  in  combination  with  1  At.  sulphur-base. — (Pentasul- 
phide of  arsenic  being  a  stronger  acid  than  the  tersulphide,  its  solution  in 
hydrosulphate  of  ammonia  is  attended  with  greater  rise  of  temperature 
than  that  of  the  tersulphide:  ff.  Rose,) — 2.  By  passing  hydrosulphuric 
acid  gas  through  the  aqueous  solution  of  an  alkaline  arseniate — where- 
upon, the  gas  is  absorbed  slowly  at  first,  but  afterwards  more  quickly — 
till  the  liquid  no  longer  gives  a  precipitate  with  chloride  of  barium  or 
calcium: 

2KO,AsO*  +  7HS  =  2KS,A8S»  +  7HO. 

Or  by  mixing  the  solution  of  an  alkaline  arseniate  with  excess  of  bihydro- 
sulphate of  ammonia,  and  distilling  till  the  free  ammonia  and  excess  of 
hydrosulphate  of  ammonia  are  expelled. — 8.  If  the  arseniate  used  is 
insoluble  in  water,  that  of  copper,  for  example,  it  must  be  dissolved 
in  hydrochloric  acid,  and  the  sulpharseniate  of  copper  precipitated  by 
sulphuretted  hydrogen. — 4.  By  fusing  pentasulphide  of  arsenic  with  a 
pure  caustic  alkali,  or  with. its  hydrate  or  carbonate.  Under  these  cir- 
cumstances, arsenic  sublimes,  and  the  sulphur-salt  produced  is  mixed  with 
arseniate  and  sulphate  of  the  alkali. — 5.  By  dissolving  the  pentasulnhide 
in  caustic  alkali  (or  in  alkaline  carbonate  at  a  boiling  heat,  the  carbonic 
acid  being  then  driven  off.)  In  this  case,  an  alkaline  arseniate  is  always 
formed  %t  the  same  time.     Probably  in  this  manner : 

14KO  +  7A83*  =  5(2KS,AflS»)  +  2(2KO,AEO»). 

Consequently,  this  solution  evolves  no  hydrosulphuric  acid  when  the 
firsenic  sulphide  is  precipitated  by  a  stronger  acid : 

6C2K8,  AbS»)  +  2(2KO«A80<)  +  HSO*  =  14(K0.S0^  +  7AaS». 

6.  By  digesting  orpiment  in  an  aqueous  solution  of  bisulphide,  or  a  higher 
sulphide  of  potassmm;  in  the  latter  case,  the  excess  of  sulphur  is  precipi- 
tated.— 7.  The  compounds  of  sulpharsenio  acid  with  sulphides  of  certain 
of  the  earth-metals  and  heavy  metals,  are  obtained  by  precipitating  a  salt 
of  one  of  theso  metals  with  solution  of  sulpharseniate  of  potassium. 
Magnesium,  yttrium,  glucinum,  and  some  of  the  heavy  metals,  however, 
yield  soluble  compounds.     (Berzelius.) 

The  dry  compounds  of  the  alkali-metals  are  lemon-yellow;  the  others 
red  or  brown.  They  are  permanent  in  the  air;  taste — in  so  &r  as  they  are 
soluble — first  hepatic,  and  afterwards  most  intensely  bitter.  The  terbasic 
salts  have  a  tendency  to  crystallize;  the  bibasic  and  monobasic  salts  have  not. 

The  terbasic  sulpharseniates  of  potassium,  sodium,  lithium,  and  barium 
may,  if  air  be  excluded,  be  heated  almost  to  whiteness  without  decom- 
posing; on  cooling  they  solidify  to  a  yellow  mass,  perfectly  soluble  in 
water.    The  bibasic  ana  monobasic  sulpharseniate^  of  these  metals  give 
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off  snlphor  wben  heated,  and  are  converted  into  sulpharsenites.     The 
silver  and  mercury  salts  (the  latter  of  which  sublimes)  remain  undecom- 
posed  at  a  red  heat.     The  other  bibasic  and  monobasic  sulpharseniates  are 
decomposed  by  ignition,  first  yielding  sulphur  and  a  red  salt  of  sulphar- 
senious  acid;  and  in  many  cases,  the  sulpharsenite  is  resolved  by  con- 
tinued Ignition  into  sulpharsenious  acid  which  sublimes,  and  the  sulphur- 
base  which  remains  behind.      The  calcium  and  magnesium  salts  first 
evolve  sulphur,  and  then  the  greater  part  of  the  sulpharsenious  acid,  and 
leave  a  white  unfused  compound  of  magnesium-  or  calcium-sulphide,  with 
a  very  small  quantity  of  sulpharsenious  acid ;  most  of  the  heavy  metal 
compounds  CTolve  sulphur  at  first,  and  then  all  the  sulphide  of  arsenic,  so 
that  nothing  but  the  sulphur-base  remains  behind.     The  sulpharseniates^ 
when  heated  in  the  air,  give  off  orpiment  and  arsenious  acid,  and  leave  a 
sulphate  when  the  base  contains  an  alkali-metal,  and  pure  oxide  if  it  con- 
tains a  heavy  metal.     The  aqueous  solution  of  the  sulpharseniate  of  an 
alkali-metal  is  decomposed  by  exposure  to  the  air — the  liquid  becoming 
turbid,  and  depositing  sulphur,  sulpharsenio  acid,  and  a  brown  salt  of 
hyposulpharsenious  acid,  while  alkaline  arsenite  and  hyposulphite  are 
formed,  and  the  latter,  by  further  oxidation,  is  converted  into  sulphate ; 
the  cooler  and  more  concentrated  the  solution,  the  more  slowly  does  the 
decomposition  proceed.   Acids,  even  carbonic  acid,  decompose  the  alkaline 
sulpharseniates,  separating  hydrosulphuric  acid  gas  of  a  peculiar  odour, 
and  precipitating  pentasulphide  of  arsenic.     Hydrate  of  cupric  oxide, 
introduced  into  the  solution  of  an  alkaline  sulpnarseniate,  decomposes  a 
portion  of  that  compound,  forming  alkaline  arseniate  and  sulphide  of  cop- 
per; the  latter  combines  with  a  small  portion  of  undecomposed  arsenic 
sulphide,  forming  a  compound  which  is  insoluble  in  water^  but  nevertheless 
dissolves  partially  in  the  liquid,  provided  th^it  this  liquid  still  contains 
undecomposed  alkaline  sulpharseniate — while  sulphide  of  copper,  contain- 
ing little  or  no  sulphuric  acid,  remains  behind.     A  similar  reaction  is 
produced  by  other  heavy  metallic  oxides  which  do  not  retain  tl^eir  oxygen 
with  very  great  force.  (Berzelius.) 

Many  sulpharseniates  are  soluble  in  water,  namely,  those  of  the 
alkali-metals,  magnesium,  yttrium,  and  glueii^um.  The  solutions  are 
either  colourless  or  pale  yellow.  From  the  solutions  of  the  bibasic  saltSi 
alcohol  precipitates  a  terbasic  salt,  leaving  a  monobasic  salt  in  solution. 
When  this  solution  is  placed  in  a  shallow  cUsh,  find  evaporated  ftt  a  gentle 
heat,  there  remains  a  lem<m-yeUow  residue,  from  which  water  extracts  a 
bibasic  salt,  while  arsenic  sulphide  is  left  behind^  and  is  but  partially  dis- 
solved by  continued  digestion.  When  the  above-mentioned  alcoholic  solution 
is  heated  in  a  retort  to  the  boiling  point,  it  deposits  half  the  arsenic  sul- 
phide which  it  contains,  but  at  the  same  time  resolves  it  into  twp  other 
componnds,  vis.,  tersulphide  of  arsenic  in  the  form  of  a  reddish  pow4er, 
and  octodeca-sulphide  of  arsenic  in  the  form  of  pale  yellow  scales, 
(Berzelius.) 

E.  Octodeca-sulphide  op  Arsenic. — 1.  Obtained  by  precipitating 
the  solution  of  bibasic  sulpharseniate  of  potassium  with  alcohol,  distilling 
^  or  f  of  the  alcohol  from  the  filtrate,  and  leaving  the  solution  to  crys- 
tallize by  slow  cooling. — 2.  A  still  larger  quantity  of  this  compound  is 
obtained  by  digesting  orpiment  with  an  alcoholic  solution  of  potash- 
liver  of  sulphur.    Dehcate  pale  yellow  scales  and  fibres.  (Berzdius.) 
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CalcuUitton.  Bcndiiu« 

A« 75     ....    20-66        20-61 

18S 288     ....     79-34        79*39 

AflS>» 363    ....  10000        ~.      10000        ' 

F.  Persulphtde  of  Arsbmic. — ^Arsonions  acid  may  be  fused  with 
any  excess  whatever  of  sulphur;  sulphurous  acid  is  evolved^  and  a  brown- 
ish yellow  sulphide  of  arsenic  formed,  which  on  cooling  after  fusion, 
remains  soft  for  a  long  time :  its  powder  is  yellow,  the  brightness  of  the 
colour  increasing  with  the  quantity  of  arsenia  On  distilling  a  compound 
of  this  nature,  sulphur  passes  over,  accompanied  by  a  continually  increas- 
ing quantity  of  arsenic.  (Berzelius.)  Much  of  tne  ordinary  sulphur  of 
commerce  is  really  a  compound  of  this  nature. 

IT  G.  SuLPHOXTARSBNio  AciD. — AsO'S*. — Whcu  hydrosulphuric 
acid  gas  is  rapidly  passed  through  a  cold  saturated  solution  of  bi-arseniate 
of  potash,  pentasulphide  of  arsenic  is  first  precipitated,  and  afterwards 
a  white  salt  is  deposited.  After  this  deposition  has  gone  on  for  some 
time,  a  small  quantity  of  caustic  potash  is  added,  and  hydrosulphuric 
acid  again  passed  through  till  the  sulphide  of  arsenic  acquires  a  grey 
colour.  If  the  liquid  be  then  filtered  and  evaporated  in  vacuo,  crystals 
are  obtained,  which  mi^  be  freed  from  adhering  sulphide  of  arsenic  by 
washing  with  water.  These  crystals  consist  of  StUphoxiarteniate  of  potasn, 
KO,AsO'S*+2HO  (vid.  p.  294).  When  the  aqueous  solution  of  this 
salt  is  mixed  with  a  lead  salt,  a  white  precipitate  is  obtained,  which, 
however,  soon  turns  black.  On  suspending  this  precipitate  in  water, 
adding  a  few  drops  of  sulphuric  acid,  and  filtering,  an  acid  liquid  is 
obtained,  which  does  not  precipitate  baryta-salts,  but  quickly  decomposes 
and  yields  a  deposit  of  sulphur.  The  acid  thus  formed  may  be  regarded 
as  arsenic  acid,  in  which  2  atoms  of  oxygen  are  replaced  by  sulphur. 
(Bouquet  &  Gloez,  y.  Ann,  Chm,  Fhy$.  13,  44;  «/.  Pkarm,  7,  23; 
abstr.  Ann,  Fharm.  56,  216.)  IT 

H.  Sulphate  of  Arsenious  Acid. — Oil  of  vitriol  heated  with 
arsenic  gives  off  sulphurous  acid,  and  leaves  a  residue  which  forms  a 
milky  precipitate  with  water,  and  contains  arsenious  but  no  arsenic  acid. 
— Three  parts  of  boiling  oil  of  vitriol  dissolve  1  part  of  arsenious  acid ; 
of  this  the  greater  part  crystallizes  out  on  cooling,  and  a  further  portion 
may  be  precipitated  by  alisolute  alcohol ;  a  small  quantity,  however,  still 
remains  dissolved.  When  the  solution  of  arsenious  acid  in  oil  of  vitriol 
is  distilled,  the  sulphuric  acid  passes  over  quite  free  from  arsenic,  and 
the  arsenious  acid  remains  behind,  not  converted  into  arsenic  acid.  (A. 
Vogel.  J.  pr,  Ch^m.  4,  232.)  According  to  Wackenroder,  part  of  the 
arsenious  acid  does  pass  over  with  the  sulphuric  acid  in  distilUtion. 
According  to  Bucholz  {Beitr,  1,  61),  the  residue  contains  a  small 
quantity  of  arsenic  acid. 

Arsenic  and  Selenium. 

Selenide  op  Arsenic. — Selenium  in  the  state  of  fusion  gradually 
dissolves  arsenic,  forming  with  it  a  black,  easily  fusible  mass,  which  boils 
at  a  red  heat,  and  appears  to  give  off  a  perselenide  of  arsenic;  after- 
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wards  the  boiling  ceases,  and  no  farther  change  takes  place  till  the  heat 
is  raised  nearly  to  whiteness,  at  which  temperature  the  entire  compound 
distils  oyer  in  drops,  which  solidify  in  a  brown-black  shining  mass, 
haying  a  conohoidal  fracture.  (Berzelius.) 

Arbbnio  and  Iodine. 

A.  Teriodidb  of  ARSENic.^Arsenic  powder  yeiy  gently  heated 
with  iodine  powder  combines  with  it,  producing  great  rise  of  tempera- 
ture.— Preparation, — 1.  By  heating  a  finely  diyid^  mixture  of  16  parts 
of  arsenic  and  100  parts  of  iodine  till  it  fuses.  The  compound  thus 
formed  contains  excess  of  iodine.  (Plisson.) — Thomson  gently  heats 
75'2  parts  (1  At.)  of  arsenic  with  630  parts  (5  At.)  of  iodine,  and 
obtains  the  same  compound ;  for  this  reason,  he  regards  it  as  penta-iodide 
of  arsenic.  [Was  part  of  the  iodine  driven  off  by  the  heat?] — By 
heating  a  mixture  of  arsenic  and  excess  of  iodine  in  a  retort,  till  subli- 
mation or  distillation  takes  place.  (Plisson.)  Serullas  &  Hottot  distil 
1  part  of  arsenic  in  a  retort  with  3  parts  of  iodine.  Bette  sublimes 
1  part  of  arsenic  with  3  parts  of  iodine  in  a  glass  flask,  and  as  the 
sublimate  often  falls  down  affain,  allows  the  flask  to  cool  from  time 
to  time  in  order  to  remove  the  sublimate ;  when  the  sublimation  takes 
place  in  vessels  containing  air,  a  snuUl  quantity  of  arsenious  acid 
oecomes  mixed  (according  to  Bette),  with  the  sublimed  iodide. — 3.  Three 
parts  of  pulverized  arsenic  are  heated  with  10  parts  of  iodine  and  with 
water,  till  the  liquid  no  longer  smells  of  iodine,  and  retains  merely  a 
pale  yellow  colour ;  it  is  then  filtered  from  undissolved  arsenic,  and  left 
to  evaporate  in  the  sunshine  till  the  iodide  of  arsenic  crystallizes  out.  As 
soon  as  the  crystals  have  become  tolerably  dry,  they  are  melted  in  a 
flask  to  drive  off  the  water  which  adheres  to  them.  (Plisson.)  On 
dissolving  the  fused  mixture  of  1  part  of  arsenic  and  3  parts  of  iodine 
in  water,  and  evaporating  the  yellowish  red  filtrate  to  dryness  over  a 
water-bath,  white  and  violet  vapours  are  given  off,  and  there  remains  a 
brick-red  powder  consisting  of  iodide  of  arsenic,  which,  however,  is 
mixed  with  arsenious  acid,  and,  when  exposed  to  the  air,  evolves  iodine, 
and  turns  brown-red.  (Bette.) — 4.  The  mixture  obtained  by  fusing  the 
arsenic  and  iodine  together,  is  dissolved  in  hot  alcohol,  and  filtered  from 
the  arsenious  acid  which  separates  from  it ;  the  yellowish  red  filtrate  is 
then  cooled  down  the  crystallizing  point,  and  the  red  laminss  which 
crystallize  out,  are  dried  between  folds  of  bibulous  paper  frequently 
changed,  till  they  no"!  longer  smell  of  iodine.  By  this  process,  the  com- 
pound is  obtained  pure,  but  in  small  quantity :  the  blacK-brown  mother- 
liquid,  which  contains  free  hydriodic  acid,  deposits  nothing  when  left  to 
itself.  (Bette.)  H  5.  Meurer  passes  pure  arseniuretted  bydrogen  gas 
(prepared  from  arsenide  of  zinc  and  hydrochloric  acid)  through  a  freshly 
prepared  alcoholic  solution  of  iodine,  but  only  till  the  liquid  is  decolorized. 
On  evaporating  the  solution,  iodide  of  arsenic  separates  in  crystals. 
(Arch,  Pharm.  2nd  series,  52,  1.)  IT 

Properties, — By  method  (1):  brick-red  mass,  with  crystalline  fracture 
(Plisson);  red-brown,  with  viotet  fracture  (Bette);  by  (3):  small  red 
crystals,  which  assume  a  darker  colour  on  diying  (Plisson) ;  by  (2)  and 
(4^:  light  brick-red,  shining  laminae.  Fuses  when  heated,  and  afterwards 
sublimes,  with  slight  decomposition,  in  yellow  vapours  which  condense 
in  scales.  Inodorous.  (Plisson.)    Tastes  somewhat  metallic.  (Thomson,) 
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(i,-)  (2,6)  (3)  (4) 

As 75      .,«,      16*56      MM      15*9      ....      15      ....      16*4      ....      17*40 

31 378      ....      83-44      ....      841      ....      85      .«.      83*6      ....      8234 

AaP  453      ....     10000      ....     100-6       ....     100      ....     1000      Z       99-74 

The  numbers  refer  to  the  modes  of  preparation ;  2,  a  is  iodide  of 
arsenic  obtained  by  sublimation;  8j  5  is  the  same  sublimed  a  second 
time.  The  specimen  4  was  half  a  year  old,  and  had  given  off  some 
of  iU  iodine. 

Decampimtians, — During  sublimation,  a  very  small  portion  of  the 
Gompouna  is  resolved  into  tree  Iodine  and  arsenic,  and  the  latter,  if  the 
air  has  access  to  it,  is  converted  into  arsenious  acid.  (Plisson.)  If  the 
heat  be  suddenly  raised  to  1 38°,  more  complete  decomposition  ensues. 
(Thomson.) — ^When  kept  in  glass-vessels  wnich  are  frequently  opened, 
it  loses  a  portion  of  its  iodine  in  the  course  of  a  few  months,  without, 
however,  changing  colour.  (Bette.) — 8.  When  evaporated  with  nitric  acid, 
it  leaves  all  the  arsenic  in  the  form  of  arsenic  acid.  (Plisson.)— 4.  Iodide 
of  arsenic  treated  with  a  small  quantity  of  cold  water,  is  resolved  into 
the  acid  compound  C  which  dissolves,  and  the  basic  compound  B  which 
separates  in  scales.  A  small  quantity  of  hot  water  dissoiyes  it,  but  on 
cooling,  it  is  decomposed  in  the  same  manner.  (Plisson.) 

Aqueoui  Teriodide  of  Arsenic,  or  Aqtieotu  HydiiodaU  of  Arsenioui 
Acid. — Iodide  of  arsenic  dissolves  perfectly  in  considerable  quantities  of 
cold  water,  either  without  change  of  composition,  or  as  a  compound  of 
hydriodic  acid  with  arsenious  acid:  AsP  +  3HO=AsO'  +  dHl.  The 
yellow  solution  reddens  litmus  strongly.  It  does  not  (like  free  hydriodic 
acid)  turn  brown  in  the  air,  neither  does  it  evolve  iodine ;  hence  it  does 
not  impart  a  blue  colour  to  starch-paper  suspended  over  it,  except  on  the 
addition  of  hydrochloric  acid«  Hence  it  appears,  that  the  hydriodic  acid, 
if  it  exists  in  the  solution,  is  in  combination  with  the  arsenious  acid. 
When  the  liquid  is  boiled  in  a  retort,  iodide  of  arsenic  remains  behind, 
and  the  aqueous  vapour  oarries  with  it  a  small  quantity  of  that  oon^ 
pound,  but  no  free  iodine  or  free  hydriodic  acid.  By  free  evaporation  in 
an  open  vessel,  on  the  contrary,  the  solution  is  resolved  into  scaiea  of  the 
basic  compound  B,  and  a  mother-liquid  containing  the  acid  compound  G. 
Sulphuric  and  nitric  acid  added  to  tne  solution  precipitate  iodine ;  hydro- 
sulphuric  acid  precipitates  tersulphide  of  arsenic.  The  solution  gives  a 
brown  precipitate  with  nitrate  of  bismuth,  yellow  with  acetate  of  lead, 
green  with  ammonio-sulphate  of  copper;  none  with  sulphate  of  lime. 
(Plisson,  Ann.  Chim.  Phys.  88,  265;  also  Fogg,  14,  608.) 

B.  Arsenitr  of  Teriodide  of  Arsenic. — Produced  in  the  decom- 
position of  teriodide  of  arsenic  with  a  small  quantity  of  water.  With 
cold  water,  the  separation  takes  place  immediately;  with  hot  water,  not 
till  the  solution  cools.  The  compound  is  prepared  by  saturating  hot 
water  with  iodide  of  arsenic,  and  leaving  the  solution  to  cool  slowly. 
(Plisson.^  To  free  the  crystalline  scales  from  adhering  acid  mother- 
liquid,  they  must  be  washea  with  a  small  quantity  of  water,  or  better 
with  alcohol,  in  which  they  are  much  less  soluble.  (Serullas  &  Hottot.) 
When  the  white  scales  thus  obtained  are  gently  heated,  they  give  on 
their  water,  and  are  converted  into  a  yellow  powder,  which,  if  the  heat 
be  increased,  yields  a  snbliinate  of  teriodide  of  arsenic  with  a  small 
quantity  of  arsenious  acid,  while  the  greater  part  of  the  arsenious  acid 
remains  behind.    The  residue  has  a  greyish  tinge,  probably  from  admix- 
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tnre  of  metallio  anenio.  (Pliason.)  The  scales^  if  well  washed  with 
alcohol,  and  afterwards  strongly  heated,  give  off  a  considerable  quantity 
of  metallic  arsenic,  together  with  teriodide  of  arsenic,  but  without  any 
violet  yapoar  or  arsenions  acid.  (Serullas  &  Hottot.)  [The  separation  of 
metallic  arsenic  is  probably  due  to  the  alcohol.]  This  compound  retains 
a  portion  of  water,  even  when  heated  till  decomposition  commences. 
(Serullas.) — The  scales  are  large,  white,  shining,  and  permanent  in  the 
air.  (Plisson.)  It  is  only  when  some  of  the  acid  mother-liquid  still 
adheres  to  them,  that  they  turn  red  in  the  air.  (Serullas  &  Hottot.)  They 
contain  water  of  crystallixation,  which  they  do  not  give  off,  even  in  vacuo 
over  chloride  of  calcium.  Hence  they  may  likewise  be  regarded  as  a 
compound  of  8  atoms  of  hydriodic  acid  with  more  than  1  atom  of  arsenious 
acid. — The  scales  dissolve  more  readily  in  hot  water  than  in  oold,  and 
crystallixe  from  the  hot  solution  as  it  cools;  but  on  each  successive  crystal- 
lixation, the  proportion  of  hydriodic  acid  diminishes  and  that  of  arsenious 
acid  increases,  so  that  no  definite  combining  proportion  can  be  made  out. 
After  very  long  washing  with  alcohol,  the  scales  leave  only  1  *25  per 
cent,  iodine  and  98*75  per  cent,  arsenious  acid.  (Plisson.) — The  aqueous 
solution  of  the  scales  behaves  with  sulphuric  acid,  nitric  acid,  hydro- 
sulphuric  acid,  and  heavy  metallic  salts,  just  like  the  solution  of  teriodide 
of  arsenic.  (Plisson.)  The  .scales  are  but  slightly  soluble  in  cold  water, 
and  still  less  soluble  in  alcohol.  (Serullas  &  Hottot.) 

C.  Hydriodate  of  Teriodide  of  Arsenic,  or  Acid  Hydriodaie  of  Arsenioiu 
Acid. — Contained  in  the  aaueous  solution  which  remains  after  the  sepa- 
ration of  the  scales  B,  in  tne  decomposition  of  teriodide  of  arsenic  by  a 
small  quantity  of  water.  (Plisson.)  The  reddish,  highly  acid  liauid  may 
be  decomposed  by  repeated  distillation  into  free  hydriodic  acia  and  the 
scales  B.  (Serullas  &  Hottot.) 

D.  Aqueous  Fenta-iodide  of  Arsenic,  or  Acrueous  Hydriodite  of  Arse^ 
nious  Acid  f — The  aqueous  solution  of  teriodide  of  arsenic  dissolves  a 
large  quantity  of  iodine.  The  solution,  when  evaporated  in  vacuo  over 
oil  of  vitriol,  first  deposits  acute  octohedrons  of  iodine,  and  afterwards  the 
scales  B.  (Plisson.) 

On  the  relations  between  iodine  and  arsenic  compare  Plisson  (J. 
Fharm.  14,  46;  Ann.  Okim.  Fhys.  89,  265;  also  Schw.  55,  835;  J.  Pharm. 
14,  592).  Serullas  &  Hottot  {J.  Fkarm.  14,  49,  163,  165,  and  598). 
Serullas  {Ann.  Chim.  Fhys.  38,  819;  also  Sohw.  55,  345).  Todd  Thomson 
(Bepert.  67,  860).     Bette  {Ann.  Pharm.  83,  849.) 


Absbkio  ahd  Brohinb. 

A.  Tebbromide  of  Absenio. — Arsenic  takes  fire  as  soon  as  it  comes 
in  contact  with  bromine,  burning  with  great  brilliancy,  and  giving  off 
dense  fumes.  To  prepare  the  bromide,  bromine  is  put  into  a  retort  and 
dry  arsenic  powder  introduced  through  the  tubulure  in  successive  small 
portions,  agitating  each  time,  till  the  combustion  ceases;  the  bromide  of 
arsenic  is  afterwards  distilled  from  the  excess  of  arsenic.  The  distillate 
crystallizes  on  cooling,  and  forms  a  white  fibrous  mass,  which,  between 
20**  and  23^  fuses  to  a  translucent  pale-yellow  liquid,  boils  at  220"^,  and 
in  the  fused  state,  fumes  but  slightly  in  the  air.  it  absorbs  moisture  from 
the  air,  and,  in  contact  with  water,  is  instantly  resolyed  into  a  solution  of 
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a  small  qaantity  of  arsenioos  in  a  large  quantity  of  hydrobromio  acid,  and 
the  compound  B  which  is  precipitated,  (Serullas^  Ann.  Chim.  Fhys,  38, 
319;  also  Sdvw.  55,  345.) 

Calculatioii,  according  to  Serollas. 

A« 750        24-18 

3Br 235-2        75*82 


AsBr*  310-2        10000 

B.  AB8BNITB  OF  Bbomidb  OF  Arsbnic. — Precipitated  in  the  decom- 
position of  bromide  of  arsenic  bj  water.  Retains  water  eyen  when 
heated  to  incipient  decomposition,  and  consequently,  when  more  strongly 
heated,  gives  off  water,  as  well  bromide  of  arsenic  and  arsenious  acid. 
Hence  it  may  likewise  be  regarded  as  a  compound  of  3  atoms  of  hydro- 
bromio acid  with  more  than  one  atom  of  arsenious  acid.  When  repeatedly 
washed  with  water  (or  better  with  alcohol),  which  dissolves  less  of  the 
arsenious  acid,  it  gives  off  all  its  bromine  in  the  form  of  hydrobromio 
acid,  so  that  nothing  but  arsenious  acid  remains  behind.  (Seruflas.) 


Arsenic  and  Chlorine. 

A.  Terchlobidb  of  Arsenic. — Arsenic-huUer,  CauHic  Oil  of  Arsenic, 
— •!.  Arsenic  powder  thrown  into  chlorine  gas  at  ordinary  temperatures, 
bums  with  a  reddish  white  light,  forming  white  vapours  of  chloride  of 
arsenic. — 2.  It  decomposes  chloride  of  mercury  at  high  temperatures^ 
abstracting  the  chlorine. 

Preparation. — Dry  chlorine  gas  is  passed  into  a  tube-funnel  containing 
pounded  arsenic,  and  having  its  beak  turned  down  and  inserted  into  a 
receiver  containing  ice.  The  distillate  is  freed  by  rectification  over 
arsenic  from  any  excess  of  chlorine  that  it  may  contam.  (Dumas.)— 2.  By 
distilling  a  saturated  solution  of  arsenious  acid  in  concentrated  hydro- 
chloric acid  with  oil  of  vitriol.  (J.  Davy.) — 3.  By  distilling  arsenious 
acid  with  common  salt  and  oil  of  vitriol.  (Gm.)  Dumas  heats  in  a  retort 
40  grammes  of  arsenious  acid  with  400  grammes  of  oil  of  vitriol,  at  a 
temperature  between  80^  and  100°,  and  introduces  pieces  of  fused  common 
salt  from  time  to  time  through  the  tubulure  of  the  retort.  Little  or  no 
hydrochloric  acid  is  evolved;  dry  chloride  of  arsenic  passes  over  first, 
and  afterwards  the  hydrated  compound,  which  forms  a  separate  stratum 
in  the  receiver  above  the  dry  chloride;  the  hydrated  chloride  may  be 
rendered  anhydrous  by  repeated  distillation  with  a  large  quantity  of  oil 
of  vitriol. — 4.  By  distilling  one  part  of  arsenic,  at  a  gentle  heat,  wiUi 
6  parts  of  protochloride  of  niercury. 

Transparent,  colourless,  oily,  and  very  heavy  liquid;  does  not  solidify 
even  at  —29°.  (J.  Davy.^  Boils  at  132°.  Specific  gravity  of  the 
vapour  =  6*3006.  (Dumas.)  Evaporates  in  the  air  at  ordinary  tempe- 
ratures, producing  white  fumes.  (J.  Davy.)     Highly  poisonous. 

Calculation.  J.  Davy. 

Ai  75-0        ....        41-39        ....        39-52 

3C1 106-2        ....         58-61         ....        6048 


AsCH 181-2        ....      10000        ....      100-00 


CHLORIDE  0?  ARSENIC.  285 

Vol.  8p.gr.  Vol.  Sp.gr. 

Arsenic  TBponr l     10*3995     «     J    2*5999 

Chlorine  gas 6     14*7258     =     |     3*6814 


Chlor.  arsen.  vapour 4     25*1253     =     1     6*2813 

Antimony,  bismuth,  zino,  oadmiam,  tin,  lead,  iron,  and  copper,  im- 
mersed in  chloride  of  arsenic,  become  covered  with  a  crust  of  metallic 
arsenic,  which  prevents  further  decomposition.  (Fischer,  Fogg.  9,  261.) 
Mercury  likewise,  at  ordinary  temperatures,  decomposes  chloride  of  arsenic 
verj  slowly,  forming  a  greyish  brown  powder.  (Dumas,  Ann.  Chim.  Pkys. 
38,  337;  also  Pogg.  9,  313.) 

Chloride  of  arsenic  dissolves  phosphorus  at  a  gentle  heat,  without 
becoming  luminous,  and  deposits  it  again  almost  completely  on  cooling. 
When  heated,  it  dissolves  sulphur  in  almost  all  proportions,  but  the 
sulphur  is  almost  wholly  precipitated  on  cooling.  It  absorbs  10  times 
its  volume  of  phosgene  gas,  which  is  again  evolved  on  mixing  the  liquid 
with  water.  Dissolves  oil  of  turpentine,  olive  oil,  and  colophony.  (J. 
Davy,  Schw.  10,  332.) 

Hydrated  Terckloride  of  Arsenic  or  Terhydrochlorate  of  Arsenious  Aeid. 
—1 .  Formed  by  mixing  chloride  of  arsenic  with  a  small  quantity  of  water : 
AsCP  +  3H0= AsO'  +  3HC1.— 2.  In  the  distillation  of  chloride  of  arsenic 
as  in  (3)  p.  284. — 3.  By  dissolving  arsenious  acid  in  strong  hydro- 
chloric acid. — Transparent,  colourless,  heavy  liquid,  lighter  but  more 
viscid  (according  to  Dumas)  than  chloride  of  arsenic.  On  the  addition 
of  a  larger  quantity  of  water,  it  is  resolved,  like  the  anhydrous  chloride, 
into  arsenious  acid,  which  is  precipitated,  and  dilute  hydrochloric  acid, 
containing  a  small  quantity  of  either  chloride  of  arsenic  or  arsenious  acid 
in  solution.  The  same  liquid  is  obtained  on  dissolving  arsenious  acid  in 
dilute  hydrochloric  acid.  A  solution  of  this  nature,  if  it  contains  a  large 
excess  of  hydrochloric  acid,  evaporates  completely,  without  leaving  arse- 
nious acid  behind.  (Dnpasqnier.)  If  therefore  hydrochloric  acid  con- 
taining arsenious  acid  in  solution  be  distilled,  the  distillate  contains 
arsenic.  Similarly,  when  common  salt  is  distilled  with  sulphuric  acid 
which  contains  arsenious  acid,  the  hydrochloric  acid  obtained  is  likewise 
contaminated  with  arsenic.  (Dupasquier,  J.  Pkarm.  27,  717.) 

When  dry  chlorine  gas  in  large  excess  is  brought  in  contact  with 
pulverized  arsenic,  terchloride  of  arsenic  is  formed  at  first,  but  at  last 
there  is  produced  a  small  quantity  of  a  white  crystalline  substance,  which 
may  perhaps  be  Pentachloinde  of  Anenic.  (Dumas.)  According  to 
Capitaine  {J.  Pharm,  5,  524),  the  small  crystals  thus  formed  consist  of 
arsenious  acid,  proceeding  from  a  small  quantity  of  moisture  in  the 
chlorine,  and  are  produced  in  but  very  small  quantity  if  the  chloride  of 
calcium  tube  used  to  dry  the  chlorine  is  very  long.  When  common  salt 
is  distilled  with  arseuiate  of  potash  and  a  large  excess  of  oil  of  vitriol,  a 
considerable  quantity  of  chlorine  is  evolved  and  terchloride  of  arsenic  is 
the  only  product.  (Liebig  &  Wohler,  Pogg,  11,  49.)  Similarly,  if  arsenic 
acid  be  used  instead  of  arseuiate  of  potash.  (H.  Rose,  Pogg,  52,  64; 
Capitaine.)  Rose  likewise  obtained  nothing  but  terchloride  of  arsenic  on 
treating  metallic  arsenic  with  excess  of  chlorine. 

B.  Chloride  op  Sulphur  and  Arsenic. — Entire  lumps  of  ter- 
8u]phide  of  arsenic  exposed  to  dry  chlorine  gas,  deliquesce,  with  con- 
siderable development  of  heat,  and  are  converted  into  a  brown 
liquid,  which  refuses  to  take  up  more  chlorine.     This  liquid  dissolves 
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completely  in  dilatd  nitrio  acid,  giving  off  nitrons  acid  yaponrs^  and 
forming  a  solution  of  sulphnric,  hydrochloric,  and  arsenions  acid.  With 
water,  it  forms  a  solution  containing  hydrochloric,  sulphuric,  hypo- 
sulphurous,  and  arsenions  acid,  the  hyposulphurous  acid  being  however 
quickly  resolved  into  sulphurous  acid  and  precipitated  sulphur.  The 
solution  of  this  compound  in  aqueons  ammonia  Is  rendered  milky  by 
sulphuric  acid :  it  likewise  contains  hjrposulphurous  acid.  (H.  Rose,  Pogg, 

42,  5m.) 

H.  Rom. 

As 75*0      ...»      22-36 

3S 480      ....      1431        13-68 

^ 6C1    212-4      ....      63-33        6310 

AiCl»  +  3SCI 335-4      ....     10000 

Bisulphide  of  arsenic  behaves  in  a  similar  manner,  forming  a  yellowish 
liquid  with  a  small  quantity  of  chlorine,  and  a  brown  liquid  with  a 
larger  quantity.  (H.  Rose.) 

ArbBKIO  and   FLTrORINB. 

Tbrfluoridb  ov  Arsbnic. — Formed  by  mixing  1  part  of  ignited 
fluorspar  with  1  part  of  arsenions  acid  and  8  parts  of  oil  of  vitriol  in  a 
leaden  retort,  ana  heating  the  mixture  till  it  boils.  Transparent,  colour- 
less, thin  liquid,  of  specific  gravity  2*78.  Boils  at  ^2^°;  fumes  very 
strongly  in  the  air  even  at  ordinary  temperatures;  smells  like  fluoride  of 
silicium,  without  any  garlic  odour;  reddens  litmus  paper,  if  moisture  has 
access  to  it,  bilt  not  oUierwise.  (Unverdorben.)  Fluoride  of  arsenic  is 
very  volatile.  The  specific  gravity  of  the  vapour  is  at  least  four  times 
as  great  as  that  of  ai^  A  drop  coming  in  contact  with  the  skin — 
although  it  evaporates  almost  instantly,  and  in  so  doing  produces  a 
sensation  of  cold,  like  ether — ^nevertheless  excites  infiammation  and  pro- 
tracted suppuration  of  the  part,  just  like  a  bum ;  the  vapour  also  produces 
a  painful  sensation  under  the  nails,  just  as  hjrdroflaoric  acid  does.  (Dumas, 
Ann.  Chim.  Phys.  81>  484.) 

Calculation.  Unverdorben. 

Aa  75-0        57-21        59*28 

3P  56-1        42-79        40*72 

AsF« 1311        ZZ       10000        ZZ      100-00 

Zinc,  tin,  and  carbonate  of  lime  are  scarcely  attacked  by  fluoride  of 
arsenic;  flass,  for  the  most  part,  only  when  moisture  is  also  present.  The 
compound  may  therefore  be  kept  for  some  time  in  glass  vessels,  in  which 
it  developes  fluoride  of  silicium  but  slowly.  It  may  be  evaporated 
without  decomposition  in  a  glass  vessel,  to  which  the  air  has  not  excess ; 
but  if  evaporated  on  glass  in  the  open  air,  it  is  decomposed,  the  moisture 
of  the  air  acting  upon  it  in  such  a  manner,  that  arsenions  acid  is  left 
behind.  It  may  be  mixed — with  more  or  less  decomposition — with 
alcohol  and  ether,  and  somewhat  less  easily  with  oils,  both  fixed  and 
volatile.  It  combines  with  ammonia.  Mixes  with  water,  formiu?  a 
clear  liquid  which  scarcely  attacks  sine  or  tin,  but  when  kept  in  ffaaa 
vessels  is  decomposed,  silica  being  dissolved  and  arsenions  aoid  preci- 
jtttated.  (Unverdorbe%  IT.  !Fr,  9, 1,  28;  Foffg.  7,  316.) 
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Ab8enic  and  Nitrogen. 


A.  ARSBKitB  OP  Ammonia. — Volatile  Liver  qf  Arsenic,  Arsenical 
Sal-ammoniac. — Palverized,  transparent  ftrdenious  acid  becomes  heated  in 
contact  with  aqneous  ammooia.  (Gfnibourt.)  When  aqueous  ammonia  is 
poured  upon  pulrerized  arsenious  acid^  an  acid  compound  6  is  produced^  in 
the  form  of  a  viscid  crystalline  deposit,  and  abore  it  a  liquid  containing  a 
basic  compound  a.  (Fischer.) 

a.  Basic  Salt. — The  aboye-mentioned  solution,  when  exposed  to  the 
air,  giyes  off  ammonia  and  deposits  arsenious  acid.  (Fischer.)  Arsenious 
acid  dissolTOS  abundantly  in  heated  ammonia,  but  on  cooling,  is  almost 
wholly  deposited  in  octohedrons  which  do  not  contain  ammonia.  (Bene- 
lius.)  On  evaporating  the  solution,  Lassonne  (Crell.  Ckem.  J.  5,  80) 
likewise  obtained  a  great  number  of  small  crystals  [probably  consisting 
merely  of  arsenious  acid]. 

h.  Acid  Salt. — The  viscid  mass  which  settles  at  the  bottom  of  the 
liquid.  On  warming  the  liquid  and  agitating  it  with  the  viscid  mass  till 
the  latter  is  dissolved,  the  salt  h  crystallizes  out  in  rhombic  prisms.  The 
salt  6,  when  exposed  to  the  air,  is  likewise  converted  into  arsenious  acid. 
It  dissolves  in  water,  and  also,  though  less  easily,  in  a  large  excess  of 
alnmonia.  The  aqueous  solution  gives  very  delicate  reactions  with 
copper  and  silver  salts;  a  small  quantity  of  alcohol  precipitates  arsenious 
acid  from  it;  a  large  quantity  leaves  it  transparent.  (Fischer,  Kastn,  Arch. 
11,  236.) 

Y  According  to  Pasteur,  the  crystalline  mass  obtained  by  pouring 
strong  ammonia  on  arsenious  acid  consists  of  NU^O,AsO';  the  crystals  are 
oblique  rectangular  prisms,  having  two  of  their  lateral  edges  replaced  by 
planes,  so  that  they  look  like  hexagonal  tables.  This  salt  remains 
permanent  only  when  in  contact  with  the  ammoniacal  solution;  when 
taken  out  or  dissolved  in  w^ter,  it  soon  loses  its  ammonia;  the  aqueous 
solution  gives  with  nitrate  of  silver  a  yellow  precipitate  of  2AgO,A80^, 
and  the  supernatant  liquid  exhibits  an  acid  reaction.  1 

B.  Arseniatb  of  Ammonia.— a.  Trisarseniate. — The  concentrated 
solution  of  h  mixed  with  ammonia,  solidifies  to  a  magma  of  the  salt  a 
which  is  less  soluble;  when  exposed  to  the  air,  however,  it  quickly  evolves 
ammonia^  and  is  reconverted  into  h.  (Mitscherlich.) 

h.  Diarseniate. — Formed  by  adding  ammonia  to  a  concentrated  aqueous 
BoUtion  of  arsenious  acid,  till  a  precipitate  is  produced,  and  warming  the 
solution  till  the  precipitate  redissolves;  the  liquid,  if  left  to  itself  for  a 
while,  yields  beautiful  crystals.  Any  crystals  that  may  form  imme- 
diately on  cooling,  consist  of  the  salt  a :  these  however  are  soon  converted 
into  0  by  exposure  to  the  air.  (Mitscherlich.)  The  crystalline  system 
and  form  of  diarseniate  of  ammonia  agree  precisely  with  those  of  diphos- 
phate of  ammonia.  Therefore,  Fig.  91,  93,  94,  and  95;  only  with  the 
following  small  angular  differences;  «'  :  the  axis  =  118^  30^^;  $  :  u  = 
105**  46';  %  :/=  70^  54';  «  :  «'  =  85°  54';  f:  the  axis  ^ISl""  23^',  Ac. 
(Mitscherlich.)  Coioor,  green  like  that  of  violet-juice.  Gives  off,  when 
heated,  ammonia^  water,  sublimed  arsenic,  and  nitrogen  gas.  (Scheele.) 
Effloresces  in  the  air,  giving  off  half  its  amm<mia  (no  water)  and  being 
converted  into  c.  (Mii^heriich.) 
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CryttaUized.  Mitscherlidi. 

2NH»  34       ....       19-32  +Aq.     34-7 

AsO»    115      ....      65-34  ....        65*3 

3HO    27      ....      15-34 

2NH»,HO,AsO«  +  2Aq 176      ....     100-00        ....       1000 

c.  2iono-ar8&niate. — Formed  by  supersatnraiiiie  ammoDia  with  solu- 
tion of  arsenious  acid  and  evaporating.  The  salt  which  Macquer  obtained 
by  gently  heating  arsenious  acid  with  nitrate  of  ammonia,  is  probably 
also  a  mono-arseniate.  Large  crystals,  identical  in  form  with  monophos- 
phate of  ammonia.  Fig.  23  and  30,  with  the  same  angles.  (Mitscher- 
lich.)  Strongly  acid  reaction.  When  heated,  it  gives  off  water,  arsenious 
acid^  and  nitrogen  gas,  but  no  ammonia.  (Berzelius.)  Deliquescent  and 
very  easily  soluble  in  water. 

CryttaUized,  Mitscherlich. 

NH> 17      ....       10-69  +Aq.     27*78 

AbO»    115      ....       72-33  ....        72-22 

3HO    27      ....       16-98 

NH»,2H0,AB0«  +  Aq 159       ....     10000        ....       10000 

C.  Hyposulpharsenitb  op  Ammonium. — ZweifachrSckwefelarien' 
ammonium^  Zweif<ich9chtorfdarsen'nydroikionamm<miah — A  compound 
of  bisulphide  of  arsenic  with  sulphide  of  ammonium.  A  concentrated 
solution  of  bibasic  sulpharsenite  of  ammonium,  kept  for  a  long  time  in  a 
stoppered  bottle,  deposits  the  hyposulpharsenite  on  the  sides  of  the  vessel 
in  small,  dark  brown  grains  united  into  a  crust.  When  distilled,  it  evolves 
[hydrosulphate  offl  ammonia  and  leaves  realgar.  Absorbs  ammoniacal 
gas  and  becomes  lighter-coloured  in  consequence^  but  gives  it  off  again 
when  exposed  to  the  air.  (Berzelius.) 

D.  Ammonio-Tersctlphidb  of  Arsenic. — Finely  divided  tersulphide 
of  arsenic  slowly  absorbs  ammoniacal  gas  without  alteration  of  external 
appearance  (Berzelius),  the  absorption  going  on  for  three  weeks  before 
saturation  is  attained.  (Bineau,  Ann,  Chim*  Pkys.  70,  264.)  The 
compound  quickly  gives  off  its  ammonia  in  the  air.  Water  extracts 
from  it  a  small  quantity  of  arsenite  of  ammonia^  together  with  sulph- 
arsenite of  ammonium.  (Berzelius.) 

E.  Sulpharsenite  of  Ammonium. -» Z)rei/ac^^c/»tM/V2ar«ffnaini9io- 
mum,  I)reifa4:ihMkwefelar9en-Hydroihionam^  — a,  Terbcuic  Salt. — 
3NH^,AsS^ — Prepared  by  mixing  a  solution  of  orpiment  in  excess  of 
hydrosulphate  of  ammonia  with  alcohol,  and  washing  the  deposited 
crystals  with  alcohol.  White,  light,  feathery  crystals,  which,  on  expo- 
sure to  the  air,  turn  yellow,  give  off  hydrosulphate  of  ammonia,  and  leave 
a  residue  of  orpiment  with  a  trace  of  hydrosulphate  of  ammonia.  (Ber- 
zelius.) 

h,  BUxmcSaU, — ^2NH%,AsS'. — 1.  Formed  by  dissolving  orpiment  in 
hydrosulphate  of  ammonia.  The  same  solution,  but  containing  free 
ammonia  is  obtained :  (2)  by  dissolving  orpiment  in  pure  ammonia  or  in 
heated  carbonate  of  ammonia;  or  (3)  by  dissolving  arsenious  acid  in 
bihydrosulphate  of  ammonia.  The  solution*  obtained  by  the  first  method 
leaves  when  spontaneously  evaporated,  a  brown  pulverulent  mixture  of 
pentasulphide  and  a  lower  sulphide  of  arsenic;  that  obtained  by  (2) 
leaves  a  reddish-yellow  residue.     Alcohol  precipitates  from  the  solution 
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a  white  crystalline  subfitance,  which  tarns  brown  after  a  few  seconds; 
if^  howerer,  it  is  mixed  with  bihjdrosulphate  of  ammonia,  a  milky 
tarbidity  is  first  produced,  and  afterwards  the  compound  a  separates. 
(Berzelius.) 

F.  Ammonio-pentasulphidb  of  Arsenic. — Pentasulphide  of  arsenic 
absorbs  ammoniacal  gas,  and  is  thereby  conyerted  into  a  pale  yellow 
substance,  which  gives  np  all  its  ammonia  when  exposed  to  the  air 
for  a  few  hours,  but  is  previously  soluble  in  water  :  the  solution 
gradually  deposits  a  reddish-yellow  powder. 

G.  SuLPHARSENiATB  OP  Ammonium. — Terhcuic  SaU. — 3NH*S,AsS*. — 
A  solution  of  pentasulphide  of  arsenic  in  excess  of  bihydrosulphate  of 
ammonia  is  gently  heated  and  then  mixed  with  hot  alcohol  and  agitated. 
On  cooling,  the  salt  a  separates  in  colourless  prisms,  which,  after  being 
washed  with  alcohol  ancf  dried  by  pressure,  are  tolerably  permanent  in 
the  air,  but  generally  turn  yellow  on  the  surface :  when  distilled,  they 
melt,  give  off  a  small  quantity  of  water,  and  afterwards  a  yellow  liquid, 
containing  sulphide  of  ammonium  with  excess  of  sulphur,  and  leave  a 
residue  of  tersulphide  of  arsenic. 

3NH«S>  AbS^  =  3NH<S  +  2S  +  AsS*. 

b.  Bibasic  SaU, — 2NH*S,AsS^. — Formed  by  dissolving  pentasulphide 
of  arsenic  in  ammonia.  The  solution,  when  left  to  evaporate  spon- 
taneously, dries  up  to  a  thick,  glutinous,  reddish-yellow  mass,  which 
cannot  be  perfectly  dried  without  decomposing.  Behaves  like  a  when 
distilled,  the  liquid  which  passes  over  containing  bisulphide  of  am- 
monium : 

2NH<S,A8S*  =  2(NH<S»)  +  AsS». 

c.  Monobasic  Salt. — NH^S,  AsS^ — ^Remains  in  the  alcoholic  solution 
obtained  in  the  preparation  of  a, 

d.  With  12  atoms  0/  acid. — NH%,  12AsS^ — The  aqueous  solution 
a  or  6,  when  boiled  in  a  retort,  evolves  bihydrosulphate  of  ammonia, 
assumes  a  deep  reddish  yellow  tint,  and  on  coohng  deposits  this  compound 
in  the  form  of  a  yellow  powder.  (Berzelius.) 

H.  Ahmonio-chloride  of  Absenic. — Chloride  of  arsenic  absorbs 
ammoniacal  gas  at  ordinary  temperatures,  evolving  heat  and  forming 
a  white  powder.  (Persoz,  Ann.  Chim.  44,  320;  H.  Rose,  Pogg.  52,  62.)—- 
The  powder  dissolves  gradually  in  water,  and  may  possibly  be  thereby 
converted  into  hydrochlorate  and  mono-arseniate  of  ammonia. 

4NH»,A8Cl»  +  3HO  =  3(NH»,  HCl)  +  NH»,  AflO». 

But  the  ammonia  contained  in  the  solution  is  in  a  peculiar  state  of  com- 
bination, for  it  is  but  partially  precipitated  by  bichloride  of  platinum. 
(H.  Rose.) — The  solution,  saturated  while  hot,  yields,  on  evaporation, 
white  saline  crusts,  which,  after  careful  washing,  are  found  to  contain 
ammonia,  chlorine,  and  arsenic.  If  the  whole  powder  be  boiled  with 
alcohol,  the  resulting  solution  deposits  transparent  cubes,  which  have  the 
same  composition  as  the  powder,  but  are  more  readily  soluble  in  water. 
Oil  of  vitriol  withdraws  the  ammonia  from  the  powder,  and  evolves  the 
chloride  of  arsenic.  (Liebig  &  Wohler,  Ann.  Pkarm.  11,  149.) 

VOL.  ly.  u 
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4NH5  

Ai   

5Cl      

680 

750 

106-2  ■ 

•  *•• 

•  ••• 

■  ••• 

27-29 
3009 
42-62 

H.  Rose. 

•  •■■•              ^4*i)a           •••• 

3116) 
4402J        • 

Peraos. 
15-98 

84-08 

4NH»,AflCl» 

249-2 

•  ••• 

100-00 

10000       .... 

10000 

IT  According  to  Pasteur  {J.  Pharm,  Chim,  13,  395),  the  white  sub- 
stance produced  by  the  action  of  ammonia  on  terchloride  of  arsenic,  is 
composed  of  chlorimide  of  arsenic,  chloride  of  ammonium,  and  ammonia : 
2  (ClA8NH)  +  4  (NH*C1)  +  NH\  When  heated  it  first  erolves  ammonia, 
then  sublimes  undecomposed,  and  lastly  yields  a  sublimate  consisting 
chiefly  of  sal-ammoniac.  Boiling  water  converts  it  into  ammonia, 
arsenious  acid,  and  sal-ammoniac.  When  treated  with  cold  water,  it 
becomes  heated,  aud  evolves  ammonia;  and  the  liquid,  when  evaporated, 
yields  a  precipitate  consisting  of  small  six-sided  tables,  containing  13*4 
per  cent,  of  chlorine,  58*1  arsenic,  5*3  nitrogen,  and  2*3  hydrogen, 
corresponding  to  the  formula:  ClAs^NH^O''.  The  formation  of  this 
oompound  is  expressed  by  the  following  equation  :-^ 

2(CIA«NH)  +  7HO  =  CIAfl»NH»Oy  +  NH<C1. 

When  treated  with  strong  ammonia,  it  is  converted  into  neutral  arsenite 
of  ammonia  NH^O,AsO^  IT 

I.  Ammoi^io-flttoiiidb  of  ABSENic-^Flnoride  of  arsenic  rapidly 
condenses  amnoniacal  gas,  producing  white  fumes,  and  rapidly  separates 
carbonic  acid  from  carbonate  of  ammonia.  In  both  cases,  a  white 
friable  mass  is  formed,  which  sublimes  without  decomposition.  It 
dissolves  without  decomposition  in  a  small  quantity  of  boiling  water, 
and  partially  crystallizes  out  again  as  the  liquid  cools.  When  a  solu- 
tion of  this  compound  in  a  large  quantity  of  water  is  evaporated  in  a 
glass  vessel,  the  glass  is  attacked,  and  part  of  the  compound  decomposes, 
irhilethe  rest  volatilizes  unaltered.  (Unverdorben,  If.  Fr.  9,  1,  24.) 

3NH*   51-0      .... 

A8F« 131-1       .... 


Unverdorben. 

2801 

27-54 

71-99 

72-46 

3NH»,A8F» 182-1      ....     100-00        10000 

AftSBlfIC  ANi>  t^OTABSItJM. 

A.  Arsbnidb  of  PoTA8sit7M.^l.  Three  volumes  of  arsenic  powder 
easily  unite  iHth  one  volume  of  potassium,  the  combination  being  at- 
tended with  vivid  combustion.  (Gay-Lussac  Si  Thenard;  H.  Davy.) — 
Potassium  heated' in  arseniuretted  hydrogen  gas,  takes  the  arsenic  to 
itself,  and  sets  free  twice  as  much  hydrogen  gas  as  it  would  have  evolved 
jfrom  water.  (Gay-Lussac  &  Th6nard.)  Hence  the  compound  formed  is 
K'As. — 3.  When  arsenic  conveys  the  negative  electricity  of  a  voltaic 
circuit  into  hydrate  of  potash,  it  forms  a  dark  ffrey  metallic  alloy,  which, 
when  immersed  in  water,  evolves  arseniuretted  hydrogen  gas,  and  deposits 
brown,  pulverulent  arsenide  of  hydrogen.  (H.  Davy,  vid.  p.  264.) — 
Chestnut-brown  without  metallic  lustre. — With  water  it  evolves  a  quantity 
of  arseniuretted  hydrogen  gas,  the  volume  of  which  is  equal  to  half  the 
volume  of  hydrogen  which  the  potassium  contained  in  it  would  have 
evolved ;  solid  arsenide  of  hydrogen  is  formed  at  the  same  time.  (Gay- 
Lussac  &  Thenard.)— If  100  parts  (3  At.)  of  potassium  are  fused  by  con- 
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tititaed  igiUti6ft  i^ith  64  pflrts  (1  At.)  of  aneoio  in  a  glass  inbe,  drawh  btt 
to  a  narrow  neck,  and  the  mass  treated  with  water*,  a  quantity  of  hyctro^en^ 
^qlial  to  I  of  that  which  the  pnre  potissidm  would  have  separated  from 
#atet,  id  eVolred  in  the  free  state  [probabij  because  some  of  the  potaa- 
sitliii  has  not  cotnbiiied  with  the  arsenic];  f  goes  off  in  the  form  of 
arseikiuretted  hydrogen  gas,  and  ^  remains  combined  with  the  arsenic  in 
the  form  of  solid  arsenide  of  hydrogen.  (Soubeiran,  J.  Pharm.  16,  353.) 
-—On  heating  1  part  of  arsenic  with  3  ^rts  of  potash  in  solution,  then 
evaporatiiig  to  dryness,  and  heating  the  residue  to  commencing  redness, 
hydrogen  gas  is  evolved,  and  there  remains  a  dark  brown,  tumefied  mass 

(containing  arsenide  of  potassium],  which,  when  put  into  water,  becomes 
leiltdci,  and  gives  off  arseniuretted  hydrogen.  (Gehlen.) 

B.  AnsfiKtTE  OP  Potash. — Fixed  Liver  of  Araenic. — ^Arsonious  add 
drssblveis  easily  in  i&queons  solution  of  potash ;  froih  a  solution  Of  0arb6- 
hatd  of  potash  it  does  not  expel  the  carbonic  acid  until  heat  is  applied, 
and  even  then  but  slowly. — Potash-ley  saturated  while  hot  with  arsenions 
acid,  deposits  a  small  quantity  of  that  substance  on  cooling ;  the  yellowish, 
strongl^  alkaline  mother-liquid  leaves  a  gummy  residue  on  eyaporation. 
This  residue,  when  morie  strongly  heated,  swells  up  considerably,  gives 
off  a  small  quantity  of  water,  fuses  tranquilly,  and,  if  mo)%  strongly 
ignited,  evolves  a  small  quantity  of  arsenious  acid.  The  cOoled  mass 
has  the  appearance  of  enamel,  and  dissolves  very  slowly  in  water;  even 
when  hot,  a  small  portion  of  the  arsenite  of  potash  is  found  to  be  con- 
yerted  into  arseniate.  (Simon,  Fogg.  40,  442.) 

?  a.  Di-arsenite. — 2KO,A80'.  Formed  by  digesting  the  acid  salt  c 
with  excess  of  potash,  and  precipitating  with  alcohol.  Gives  with  iiitrate 
of  silver  a  yellow  precipitate,  consisting  of  2AgO,AsO*;  the  super- 
natant liquid  becomes  neutral.  ^Pasteur.) 

h.  Mono- arsenite. — KOjAsO'. — Formed  by  boiling  c  for  several  hours 
with  carbonate  of  potash,  whereupon  carbonic  acid  is  evulved,  and  there 
remains  a  salt  which  is  but  slightly  soluble  in  alcohol,  and  after  repeated 
washing  with  alcohol,  is  obtained  m  the  form  of  a  syrupy  mass :  this  iS 
the  mono-arsenite.  (Pasteur.)  Filhol  dici  not  succeed  in  obtaining  this 
salt  in  a  state  of  purity. 

c.  Bi-arseniU. — KO,HO,2A80'4-Aq. — ^When  arsenious  acid  in  ei- 
cess  is  digested  in  cold  solution  of  potash,  an  oily  alkaline  liquid  & 
obtained,  which  does  not  crystallize,  but,  when  mixed  with  the  solution 
of  a  silver-salt,  gives  a  yellow  precipitate  of  neutral  arsenite  of  silver, 
mixed  with  free  arsenious  acid,  while  the  supernatant  liquid  acquires  an 
acid  reaction ;  hence  it  follows,  that  the  solution  must  contain  an  acid 
salt.  This  compound  is  obtained  by  mixing  the  oily  solution  with 
alcohol,  whereupon  it  becomes  thick  and  turbid,  and  after  a  few  days 
deposits  on  the  sides  of  the  vessel,  beautiful  crystals,  having  the  form  qf 
right  rectangular  prisms  and  the  composition  above  stated.  At  100^; 
they  give  off  one  atom  of  water.  (Pasteur.)  IT 

C.  Arseniate  op  Potash. — a,  Tris-arseniaU. — 3K0,AsCP. — One 
atom  of  diarseniate  of  potash  ignited  with  excess  of  carbonate,  liberated 
one  atom  of  carbonic  acid.  (Mitscherlich.)  Aqueous  arsenic  acid  Super- 
saturated with  potash,  crystallizes  almost  Wholly,  on  evaporation,  in 
small,  yery  deliquescent^needles.  (Graham,  Pogg.  32,  47.^ 

h,  Di-arsmiate, — 2KO,AsO*. — Formed  by  adding  caroonate  of  potash 
to  aqueous  arsenic  acid,  as  long  as  effervescenee  continues.    Colonis 
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violet-juice  green;   does  not  crystallize;   fuses  to  a  white  glass  idien 
heated ;  deliquesces  in  the  air.  (Schecle.) 

c.  ifano-arsenuUe, — KO^  AbO\ — Maequei^s  artenikaliBches  MitteUah, 
— 1.  Formed  bj  deflagrating  equal  parts  of  arson ious  acid  and  nitre, 
dissolving  the  mass  in  \7ater^  and  leaving  the  solution  to  crystallize. 
(Macquer,  Glaser,  Mag.  Pharm.  15,  132.) — 2.  By  mixing  aqueous  carbo- 
nate of  potash  with  such  a  quantity  of  arsenic  acid,  that  the  solution  may 
redden  litmus  paper,  but  the  redness  may  disappear  as  the  paper  dries— 
and  then  evaporating.  (Mitscherlich.)  On  evaporating  a  mixture  of 
potash-ley  and  arsenic  acid,  neutral  to  vegetable  colours,  the  simple  salt 
crystallizes  out,  while  an  alkaline  bibasic  salt  remains  in  solution.  Monor 
arseniate  of  potash  crystallizes  in  the  same  forms  and  with  exactly  the 
same  angles  as  the  monophosphates  of  potash  and  ammonia,  and  mono- 
arseniate  of  ammonia.  Fig.  23  and  30.  (Mitscherlich.)  More  solid  than 
the  corresponding  soda-salt:  of  specific  gravity  2*63*8;  tastes  like  nitre. 
(Thomson,  Ann.  PhU.  15,  85.)  The  redness  imparted  to  litmus-paper  by 
the  solution  of  this  salt  disappears  on  drying.  (Mitscherlich.) 
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1150        ....        70-9 
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The  crystals  are  permanent  in  the  air,  and  give  off  but  little  water 
even  at  288®.  At  a  red  heat,  they  fuse,  give  off  water,  and  are  converted 
into  a  pale  yellow,  very  thin  liquid,  which,  on  solidifying,  becomes  white 
and  opaque  and  splits  in  all  directions.  (Thomson.)  The  crystals  dis- 
solve in  5*3  parts  of  water  at  6°,  forming  a  solution  of  specific  gravity 
1*1134;  they  dissolve  in  a  much  smaller  quantity  of  hot  water,  but  not 
in  alcohol.  (Thomson.)  The  aqueous  solution  does  not  precipitate  the 
salts  of  the  earthy  alkalis  or  of  the  earths.  (Mitscherlich.) 

D.  Htposulpharsenite  op  Potassium. — Terhasic  Salt. — 3KS,AsS'. 
Orpiment  is  boiled  in  a  moderately  concentrated  solution  of  carbonate  of 
potash;  the  liquid  filtered  boiling  hot;  and  the  brownish  red  flakes  of  5, 
which  separate  from  the  colourless  filtrate,  are  first  washed  on  a  filter, 
with  a  small  quantity  of  cold  water,  till  they  swell  up  like  a  jelly  and 
begin  to  dissolve — then  treated  with  a  larger  quantity  of  water — and  the 
dark-red  filtrate  thus  obtained,  is  evaporated  to  dryness.  (That  which 
remains  on  the  filter  is  the  compound  c.) — Red  translucent  mass.  Forms 
with  water  a  yellowish-red  solution — deep  red  in  large  quantity — which, 
inrhen  evaporated,  becomes  gelatinous  before  it  dries  up.  This  effect  is 
probably  due  to  the  presence  of  sulpharseniate  of  potassium,  which  dis- 
places the  hyposulpharsenite  in  the  water. 

h.  Bibasic  Salt. — 2KS,  AsS^ — The  brown-red  flakes  which  separate 
during  the  preparation  of  a. 

c.  Monobasic  Salt. — KS,  AsS^. — The  substance  left  on  the  filter  in  the 
preparation  of  a, — Dark  brown  powder,  insoluble  in  water,  which  easily 
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fuses  when  heated^  without  giving  anything  off,  and  afterwards  on  cool- 
ing, solidifies  to  a  dark  red,  translucent  mass.  It  dissolves  in  potash  with 
the  same  appearances  as  realgar.  (Berzelius.) 


E.  SuLPHARSENiTE  OP  PoTASsiUM. — a,  Terhotic  Salt. — SKSjAsS*. — ? 
Precipitated  on  mixing  the  aqueous  solution  of  b  with  alcohol,  in  the  form 
of  a  syrup,  which  is  colourless  at  first,  hut  soon  hecomes  dark  hrown  and 
deposits  -^sulphide  of  arsenic. 

b.  Bibdsic  ScUt.  2KS,  As*. — Formed  hy  heating  sulpharseniate  of 
potassium  in  a  retort  till  the  excess  of  sulphur  is  evolved.  Dark  coloured 
while  fused,  yellow  after  cooling.  When  treated  with  a  small  quantity 
of  water,  it  is  resolved  into  hyposulpharsenite  of  potassium  which  is  pre- 
cipitated, and  sulpharseniate  which  remains  in  solution. 

c.  Monobasic  Salt — KS,  AsS*. — Formed  hy  saturating  mono-  or  hihy- 
drosulphate  of  potash  in  the  cold  with  orpiment. — Likewise  ohtained, 
mixed  with  arsenite  of  potash,  when  orpiment  is  dissolved  in  caustic 
potash  or  its  carbonate,  or  when  arsenic  us  acid  is  dissolved  in  bihydro- 
sulphate  of  potash  (p.  275). — The  solution,  even  when  evaporated  at 
ordinary  temperatures,  becomes  turbid,  and  deposits  a  brown  powder, 
consisting  of  hyposulpharsenite  of  potassium.  When  a  solution  satu- 
rated with  orpiment  at  ordinary  temperatures,  is  heated  with  a  larger 
quantity  of  orpiment  prepared  in  the  moist  way,  the  orpiment  is  converted 
into  realgar,  and  sulpharseniate  of  potassium  is  produced. 

d.  With  excess  of  acid. — Formed  when  carbonate  of  potash  is  heated 
in  a  retort  with  excess  of  orpiment  till  the  portion  of  the  latter  which  is 
least  strongly  retained,  is  driven  off.  From  this  compound,  water 
extracts  the  compound  c,  and  leaves  a  red  compound,  containing  a  still 
larger  excess  of  orpiment  and  soluble  in  ammonia,  together  with  hypo- 
sulpharsenite of  potassium  which  is  insoluble  in  ammonia.  (Berzelius.) 

F.  Sulpharseniate  OF  Potassium. — a.  Terbasic, — 3KS,AsS*. — The 
aqueous  solution  of  6,  when  mixed  with  alcohol,  becomes  milky,  and  depo- 
sits a  concentrated  solution  of  a,  in  the  form  of  ah  oily  liquid,  which, 
when  dried  at  a  gentle  heat,  leaves  a  fibrous,  deliquescent  mass. 

6.  Bibasic  /bVi^.— 2KS,  AsS'. — Formed  by  saturating  aqueous  diarse- 
niate  of  potash  with  hydrosulphuric  acid,  and  evaporating  the  liquid  in 
vacuo. — ^The  residue  is  a  viscid,  yellowijsh,  somewhat  crystalline  mass, 
which  does  not  dry  up  completely,  but,  when  exposed  to  the  air,  first 
liquefies,  and  then  solidifies  in  a  crystalline  mass  containing  rhombic 
tables. 

c.  Monobasic  SaU, — KS,  AsS^ — On  mixing  the  solution  of  b  with  alco- 
hol, a  is  precipitated  and  c  remains  in  solution.  The  solution  is  decom- 
posed on  evaporation,  and  deposits  crystals  of  octodecasulphide  of  arsenic. 
— 2.  Aqueous  hydrosulphate  of  potash  dissolves,  at  ordinary  temperatures, 
more  than  \  At.  but  less  than  1  At.  of  pentasnlphide  of  arsenic.  The 
solution,  when  evaporated  in  the  air,  first  becomes  covered  with  a  film 
of  sulphur,  then  deposits  a  red  crust,  and  by  this  loss  of  sulphide  of 
arsenic,  is  converted  into  the  bibasic  compound  o,  which  dries  up  first  to  a 
stiff  syrup  and  then  to  a  lemon-yellow  mass.  (Berzelius.) 

d.  With  12  atoms  of  acid. — KS,12A8S*. — Precipitated  when  the  solu- 
tion of  b  is  decomposed  by  carbonic  acid ;  similarly  on  passing  hydrosul- 
phuric acid  gas  through  mono-arseniate  of  potash. — Yellow  powder,  con- 
taining 2*9  sulphide  of  potassium  to  97*1  pentasnlphide  pf  arsenic 
(Berzelius.) 
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V  Q.  SvLPQOXiABfiENiATB  OF  Potash.  KQ,AbO'S*+HO.  Foi  t^o 
preparatioa  of  ibis  salt,  aee  pa^e  280.  Crystallises  in  small^  white,  eloag- 
ated  prisms,  sometimes  1  or  2  ceQtimetre^  in  length;  slightly  soluble  in 
water.  The  dry  salt  is  permanent  in  the  air;  gives  up  all  its  water  at 
170*',  withant  melting.  Fuses  over  the  spirit-hunp,  giring  off  first  aisenic 
sulphide  an4  then  metallic  ii^rsenic. 

Oyitallized,  Bouquet  &  Cloez. 

{As 750      ....      38-26  3802 

2S    320      ....       16-37  1610 

30  24-0      ....       12-21  12-43 

KO 47-2      ....      24-01  23*69 

2HO    18-0      ....        915  9-50 

KO,  AsO^SS  +  2Aq 1962      ....     100-00        ZZ        99-74 

The  aqueous  solution  decomposes  rapidly  at  a  boiling  heat,  giving  off 
hydrosulphuric  acid  and  depositing  sulpbur.  If  hydrochloric  acid  be  then 
added,  a  precipitate  of  sulphide  of  arsenic  is  obtained.  From  the  salt 
itself,  hydrochloric  acid  precipitates  nothing  ^ot  sulphur,  and  the  preci- 
pitation is  complete ;  the  filtrate  then  contains  arsenious  aci4<  Leaa-salt<( 
added  to  the  solution  give  a  white  precipitate,  which  soon  turns  blaclc. 
(Bouquet  &  Cloez,  iiT.  Ann.  Ckim,  Phys,  13,  44;  abstr.  Ann,  Pharm,  5$^ 

2ia.)    \. 

H.  Abs^nite  of  Iodide  of  Potassium. — Precipitated  on  mixing  the 
aanoQUS  solutions  of  iodide  of  potassium  and  arsenious  acid,  or  of  iodide 
of  potassium  ^nd  arsenite  of  potash.  In  the  former  case,  the  arsenious 
acid  is  completely  precipitated;  in  the  Latter,  part  of  it  remains  dissolved 
in  combination  with  excess  of  potash.  If  arsenite  of  potash  (obtained  by 
boilinff  arsenious  acid  witb  aqueous  solution  of  caustic  potash  and  leaving 
the  solution  to  cool)  be  mixed  with  such  a  quantity  of  acetic  acid,  that 
the  solution  shall  no  lon^r  redden  turmeric  paper — and  iodide  of  potassium 
be  then  added — a  quantity  of  arsenious  acid  is  precipitated  sufficient  to 
res^iiro  the  alkaline  reaction.  After  washing  with  cold  water  and  drying, 
the  compoi^nd  is  obt^ned  in  the  form  oi  a  white  powder : 

Cslcnlatioii.  Emmet. 

KI 165-2      ....      35-77  36-7 

MKy  297-9      -  -      ^^'^^  ^^'^ 

KI^SAsO* 462-2      ....     100-00  100-0 

The  compound  is  decomposed  at  315^,  eyolviog  large  quantities  of 
assenic  vapoirr,  and  afiberwaras  at  a  higher  temperature,  giving  off  iodine : 
the  loss  amounts  to  31  per  cent.  The  residue,  when  treated  with  oil  of 
vitriol*  acquires  a  deep  brown  tint,  from  separation  of  iodine  and  iodide 
of  arsenic*  The  unignited  compound  acquires  a  black-brown  tint  by  con* 
taet  with  strong  nitric  acid  and  heated  oil  of  vitriol,  and  bright  yellow 
with  Qold  oil  of  yitriol.  It  dissolves  in  1  d  parts  of  boilinir  water,  (^met, 
«tf.-i«Kr.J.  18,58.) 

Absbnic  and  Sodium. 

A.  Arsenide  of  Sodium. — a.  Three  volumes  of  arsenio  powder 
unite  below  a  red  heat  with  one  volume  of  sodium,  emitting  a  faint  light 
and  forming  a  brittle,  fine-grained  mass,  which  oxidates  quickly  in  the  air, 
and  when  thrown  into  water  produces  arseniuretted  hydrogeii  gas  and 
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solid  arsenide  of  hydrogen. — h.  One  yolnme  of  arsenic  produces  with 
2  vol ames  of  sodium  an  earthy  chestnut-brown  compound,  without  metallic 
lustre,  which  exhibits  the  same  reactions.  The  same  brown  compQund  is 
likewise  formed  by  heating  sodium  in  arseuiuretted  hydrogen  gas.  (6ay- 
tiusaao  k  Th^nard.) 

B.  Arsbnite  op  Soda. — Viscid,  yellow,  foul-smelling  liquid,  from 
which,  whep  concentrated  to  the  consistence  of  a  syrup,  provided  it 
contains  excess  of  soda,  small  g^ins  are  deposited.  %  According  to 
Pasteur,  arsenious  acid  forms  witn  soda  thr^Q  salts,  exactly  cprresponding 
in  composition  to  the  arsenites  of  potash  (p.  291);  but  the  acid  salt, 
NaO,2AsO^  refuses  to  crystallize.  IT 

C.  Arseniate  of  Soda. — TrU-arseniate, — One  atom  of  di-arseniate 
of  soda  ignited  with  excess  of  carbonate  of  soda,  drives  ou^  one  atom  of 
carbonic  acid.  (Mitscherlich.) — If  to  a  concentrated  solution  of  the  bibasic 
salt  (,  there  be  added  at  least  half  as  much  ci^bonate  a^  H  ^Irea^y  con- 
tains (the  Uquid  should  feel  soapy),  and  the  solution  be  tl^ei^  evaporated 
to  dryness,  the  hydrated  salt  separates  alntqst  coiQpletely,  whil^  th^ 
mother-liquid  retains  scarcely  anything  but  the  excess  of  soda.  The 
crystals  are  purified  by  rapid  drying  between  blotting-paper,  solution  in 
twice  their  weight  of  hot  water,  and  crystallization. — Right  rhomt>ie 
prisms,  truncated  at  the  acute  lateral  edges  (fig.  70°).  Taste  strongly 
alkaline.  In  the  dry  ^tate,  they  are  permanent  in  the  air;  they  fuse  at 
85-5°.  (Graham.) 

At.  Anhydrous.  At.         Crystallized.  Graham, 

NaO 3     ....       93-6     ....     44*87       ....       3       ft3-6     ....     2204     ....     22'85 

AsO* 1     ....     115-0     ....     55-13       ....       1     U5-0     ....     2Z09     ....     27-76 

HO  ....  ....     24     2160     ....     50-87     ....     60-22 

3NaO,A»0*     1     ....     208-6     ....  IQOOO       +24Aq.  4246     ....  10000     ....  10083 

The  crystals,  when  ignited  alone  in  a  plating  flask,  lose  49*75  per  ceni. 
of  water ;  and  if  afterwards  ignited  with  arsenious  acid,  monp-arseniata 
of  soda,  or  bichromate  of  potash,  they  eiye  off  Q-47  per  cent,  more* 
Also,  when  the  ignited  salt  is  finely  pounded,  and  then  again  ignited,  ii 
gives  off  nearly  all  its  water.  The  ignited  residue  does  not  fuse,  even  at 
a  white  heat;  it  attacks  glass  like  caustip  soda.  When  it  is  ignited  in 
the  air,  the  residue  greedily  absorbs  carbonic  acid^  whereby  the  0/47  per 
cent,  of  residual  water  is  expelled.  In  a  similar  manner,  this  residual 
water  is  expelled  by  ignition  with  carbonate  of  ammonia,  the  0*47  per 
cent,  of  water  being  replaced  by  1-055  per  cent,  of  carbonic  acid,  and 
the  hydrate  of  soda,  which  may  be  supposed  to  exist  in  the  ignited 
residue,  being  thereby  converted  into  carbonate.  The  carbonic  acid  thus 
absorbed  is  not  expelled,  even  at  a  white  heat.  [This  retention  of 
0-47  per  cent,  of  water  might  be  easily  explained,  by  supposing  that  the 
salt  contained  more  than  3  atoms  of  soda  to  1  atom  of  acta,  and  that  the 
excess  of  soda  was  present  in  the  form  of  hydrate;  Graham,  however, 
maintains  that  the  salt  which  he  used  was  so  pure,  as  to  render  such  a 
mode  of  explanation  inadmissible.] — The  aqueous  solution  of  the  salt 
attracts  carbonic  acid  from  the  air,  and  is  thereby  converted  into 
diarseniate  of  soda.  A  similar  action  is  produced  by  other  weak  acids, 
also  by  chlorine  and  iodine,  and  by  nitrate  of  ammonia,  from  which 
ammonia  is  given  off. — The  salt  dissolves  in  3*57  parts  of  water  at  15^*5 
(Graham,  Fogg.  32,  33.) 
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h,  IH-arsenuUe. — Formed  by  adding  carbonate  of  soda  to  aqueouB 
arsenio  acid,  till  the  liquid  acquires  a  strong  alkaline  reaction,  then 
evaporating,  and  leaving  the  eolation  to  crystallize.  The  crystals  when 
ignited  leave  the  anhydrous  salt,  which  is  a  white  mass,  having  an 
alkaline  reaction,  and  easily  fusing  to  a  transparent  and  colourless  liquid. 
The  salt  remains  liquid  for  a  long  time  i^ter  fusion,  but  ultimately 
solidifies  in  a  fibrous  mass,  having  a  silky  lustre.  (Marx.)  When  i^ited 
in  a  current  of  hydrogen  gas,  it  evolves  arsenic  and  is  converted  into 
hydrate  of  soda.  (Souoeiran.)  No  modification  analogous  to  pyrophos- 
phate of  soda  can  be  obtained  by  ignition.  (Clark.) 


Ignited. 
62-4 
1150 

35-18 
64-82 

MitBcherlich. 
34-16 

A»0»   

65-84 

2NaO,ABO*    .... 

177-4 

10000 

....       100-00 

On  crystallizing  from  the  aqueous  solution,  the  salt  takes  up  15  atoms 
of  water  into  its  crystals,  if  the  solution  be  warm  and  concentrated,  and 
25  atoms  if  it  be  cold  and  dilute. 

«.  With  15  aUmii  of  wwrftfr.— 2 NaO, HO, AsO»+14Aq.— Crystalline 
system  the  oblique  prismatic.  Fiff.  108,  with  the  /-face;  «  :  ^=97^; 
%  :  a=123»  22':  i  :  f,  beh%nd=:l2S°  27';  *  :  tt=94^  26';  i  :  h,  behind 
=  116**  42';  u  :  tt'=78°  46';  z  :2=117*'  16';  <:/=134*»  33'.— 
Cleavage  parallel  to  if,  (Haidinger,  EdivJb,  J.  of  Sc.  7,  314;  compare 
Marx,  EaOn,  Arch.  2,  18;  Bemhardi,  iV.  Tr.  11,  1,  10;  L.  Gmelin, 
Pogg.  4,  157.) — The  crystals  do  not  effloresce  even  in  warm  air.  At  a 
heat  below  redness  they  give  off  41*18  per  cent.  (14  At.)  of  water;  after- 
wards, at  a  red  heat,  2*96  per  cent  (1  At.),  and  leave  55*86  per  cent,  of 
anhydrous  salt.  (Clark,  Edinb.  J.  of  Sc,  7,  309 ;  also  Schw.  57,  437,  and 
440;  abstr.  Fogg.  16,  609.) 

^.  With  25  atoms  o/  wa<tfr.—2NaO,HO, AsCH- 24 Aq.— .Crystalline 
form  exactly  like  that  of  diphosphate  of  soda  with  25  At.  water,  described 
at  page  92,  Vol.  III.  (Mitscherlich);  Fig.  96,  97,  98,  99, 100.  The  crystals 
efiloresce  very  quickly  in  the  air,  even  at  9°,  and  are  converted  into  the 
salt  a.  (Clark.)— They  dissolve  very  readily  in  water. 


At.                     Salt  a,                                 Clark.  Gmelin. 

NtO 2  ....      62-4      ....  19-981                      ...^^  .- 

AfiO*    ....     1  ....  115-0      ....  36-8l|  ^^^^   .    ^® 

HO 15  ....  135-0      ....  43-21  4414       44 


312*4       ....     10000        100*00 100 


At.  Salt  p.  MitscherUch. 

NaO 2  ....      62-4      ....  15-51)  ...<. 

AsO»    1  ....  115-0      ....  28-58)  **  *^ 

HO  25  ....  2250      ....  5591  55-81 


402*4      ....     10000        100-00 


€.^  Jfono^rseniate. — Formed  by  adding  arsenic  acid  to  an  aqueous 
solution  of  carbonate  of  soda,  till  the  liquid  no  longer  precipitates  chlo- 
ride of  barium,  then  evaporating,  and  leaving  the  concentrated  solution 
for  some  time  in  a  cold  place. — Large  crystals,  precisely  similar  in  form 
and  in  the  magnitude  of  their  angles,  to  those  of  phosphate  of  soda 
when  that  salt  is  crystallized  by  method  2,  page  93,  Vol.  III.  (Fig,  94). 
More  soluble  in  water  than  b,  (Mitscherlich.) — From  a  solution  of  soda 
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and  arsenic  acid^  mixed  in  sach  proportions  as  to  be  neutral  to  vegetable 
colours,  di-arseuiate  of  soda  crystallizes  first,  and  then  the  liquid  shows 
an  acid  reaction.  If  to  an  aqueous  solution  of  3  atoms  of  di-arseniate  of 
soda,  there  be  added  2  atoms  of  sulphuric  acid,  the  liquid  immediately 
begins  to  redden  litmus,  but  still  colours  turmeric  brown.  (Mitscherlich.) 
The  result  is  a  mixture  of  4  atoms  of  soda  and  3  atoms  arsenic  acid. 

3(2NaO,A80«)  +  2SO»  =  2(NaO,  S0»)  +  4NaO,  SAsO*. 

This  salt  is  not  converted  by  ignition  into  a  modification  analogous  to 
metaphosphate  of  soda.  (Graham.) 

Ignited.  Mitscherlich.  Cryttallized.      Mitscherlich. 

NaO  31-2  ....     21-34    ....  21-68  NaO...    31*2  ....     1712  ....     17-36 

AsO* 115-0  ....     78-66  ....     78'32  AsO*      115*0  ....     63-12  ....     62-70 

4HO        36-0  ....     19-76  ....     19*94 

NaO, AsO*  146*2  ....  100-00  ....  100*00  +4Aq.  1822  ....  100*00  ....  10000 

D.  Hyposulpharsenitb  of  Sodium. — The  terbasic,  bibasic,  and 
monobasic  salts  are  precisely  similar  to  the  corresponding  potassium 
compounds.  (Berzelius.) 

E.  SuLPHARSENiTE  OF  SoDiUM. — Aualogous"  to  the  potassium  com- 
pound. (Berzelius.) 


F.  SuLPHARSENiATE  OF  SoDiUM. — flf.  Terhasic  Salt, — 3NaS,AsS*. — 
a.  Anhydrous. — The  compound  )3  heated  without  access  of  air,  fuses 
quietly  after  having  parted  with  its  water,  and  forms,  without  decompo- 
sition, an  oily  liquid,  which  on  cooling  yields  a  solid  j^ellow  mass.  This 
substance,  when  immersed  in  water,  is  first  converted  into  the  crystalline 
compound  /3,  and  then  dissolves. 

/9.  HydraUd,  crystallized, — 1.  Prepared  by  precipitating  a  solution  of 
h  with  alcohol. — 2.  By  leaving  a  mixture  of  h  and  bi-hvdrosulphate  of 
soda  to  spontaneous  evaporation. — 8.  By  digesting  the  alcoholic  solution 
of  pentasulphide  of  sodium  with  orpiment,  pouring  the  liquid  ofi*, 
washing  the  residue  with  alcohol,  then  dissolving  out  the  terbasic  salt 
with  water,  and  leaving  the  solution  to  crystallize. — 4.  By  dissolving 
pentasulphide  of  arsenic  in  aqueous  solution  of  soda,  and  leaving  the  liquid 
to  crystallize.  The  crystals  obtained  by  either  of  these  methods  are 
washed  on  a  filter  with  alcohol,  then  pressed  out  and  dried.  (Berzelius.) 
—5.  By  boiling  1  part  of  sulphur,  1^  of  orpiment,  and  8  of  crystallized 
carbonate  of  soda  with  water,  and  purifying  the  crystals  obtained  from 
the  filtrate  by  recrystallization.  (Rammelsberg,  togg,  52,  238.) — By 
method  (1):  snow-white  crystals;  by  (4):  ill-defined  rhomboidal  tables. 
Crystallizes  by  slow  cooling  from  a  hot  aqueous  solution  in  irregular  six- 
sided  prisms,  with  two  of  their  lateral  edges  more  acute  than  the  rest. 
By  spontaneous  evaporation  or  very  slow  cooling,  it  crystallizes  in  trans- 
parent rhombic  prisms  with  dihedral  summits  resting  on  the  acuter 
lateral  edges;  and  by  still  slower  cooling,  till  the  temperature  falls  below 
0°,  in  white,  opaque,  rhombic  octohedrons.  (Berzelius.) — Oblique  rhombic 
prisms,  fig,  85,  together  with  m-faces;  u'  :tt=113°  40';  i:m  (or  :  the 
axis)=120°;  /:  m=103°  20'.  (Rammelsberg.) — The  opaque  crystals  are 
milk-white;  the  transparent  crystals  are  yellowish,  and  have  spme^rhat 
of  a  diamond  lustre.  (Berzelius.) 
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QryitalHzed,      -  Or:  BeneliiiB.  Bammelsb^ig* 

'8Na....     69-6    ....     17-08  3NaS....  117-6    ....     28-85     ....     2847    ....     28-52 

As  ....     75-0    ....     18-40  AbS*  ....  155*0     ....     3803     ....     38-03     ....    37-32 

8S  ....  128-0     ....     31*40  15HO     135'0    ....     33'12    ....    33*50    ....     34-16 

15HQ  1350    ....    33-12 

.^  407-6     ....  10000  407-6    ....  10000     ....  IQOOO    ....  10000 

In  the  dry  state,  it  ifl  permanent  in  tt^e  air ;  even  in  yacuo  over  oil  of 
vitriol,  it  does  not  give  up  its  water  till  gently  lieated;  it  then  becomes 
milk-white;  when  more  strongly  heated,  it  gives  off  a  small  quantity  of 
hydrosulphuric  acid,  and  turns  yello^.  Heated  in  a  retort,  it  fuses  in 
its  water  of  crystallization,  forming  a  very  pale  yellow  liquid, — then 
gives  off  water,*  and  is  converted  into  a  white  saftj  which,  when  more 
strongly  heated,  decrepitates  slightly,  evolves  the  remaining  "^ater  and  a 
small  quantity  of  hydrosulphuric  acid,  and  fuses  to  a  dark  red  liquid ; 
on  cooling,  this  liquid  solidifies  and  forms  the  yellow  anhydrous  com- 
pound a,  (Berzeliua.) — Decomposed  completely  by  boiling  with  snlphate 
of  copper,  yielding  a  precipitate  of  sulphide  of  copper,  while  soda, 
sulphuric  acid,  and  arsenic  acid  remain  in  solution. 

3NaS,  AbS»  +  8(CuO,  SO»)  =  8CnS  +  3NaO  +  AaO*  +  880'. 

A  similar  decomposition  take^  place  with  acetate  of  lead ;  Jbut  the 
precipitated  sulphide  of  lead  [if  the  acetate  is  in  excess],  is  mixed  with 
arseniate  of  lead,  because  that  salt  is  insoluble  in  acetic  acid.  (Rammels- 
berg.) — The  salt  dissolves  easily  and  abundantly  in  water.  (Berzelius.) 

b.  Di-add  Salt. — 2NaS,  AsS*. — The  aqueous  solotion  of  di-arseniate 
of  soda,  saturated  with  hydrosulphuric  acid  gas,  and  then  left  to  evapo- 
rate spontaneously,  yields  a  viscid  liquid,  and  afterwards,  if  gently 
heated,  a  dry  lemon-yellow  mass.  This  substance  fuses  at  a  moderate 
heat,  forming  a  very  pale  yellow  liquid  (losing  water  at  the  same  time  if 
Farmed  in  an  open  vessel),  and  on  cooling,  solidifies  in  a  yellow  mass, 
which  softens  when  exposed  to  the  air.  (Berzelius.) 

(?.  Monobasic  iS'oZif.— NaS,AsS*. — When  the  hydrated  compound  a, 
fif  is  prepared  with  alcohol  according  to  method  (1),  the  supernatant 
alcoholic  solution  contains  the  monobasic  salt.  On  distilling  off  the 
alcohol,  the  liquid  often  deposits  octodeca-sulphide  of  arsenic  in  beautiful 
crystals. 

d.  With  12  aioms  of  aai.^NaS,12AsS'. — Obtained  like  the  potas- 
sium compound.     Yellow  powder.  (Berzelius.) 

G*.  Arseniate  of  Soda  and  Ammonia. — An  aqueous  solution  of 
equal  parts  of  di-arseniate  of  soda  and  di-arseniate  of  ammonia  yields 
crystals,  whose  form  exactly  agrees  with  that  of  phosphate  of  soda  and 
ammonia  (UL,  118.  ^t^.  101,  102);  these  crystals,  when  heated  to 
redness,  yield  mo'no-arseniate  of  soda. 

CryMtaUized.  Mitsclierlic^. 

NH« 170  ....  6-71  +HQ       4304 

NaO 31-2  ....  12*321  -- ^ 

AbO* 1150  ....  45*42/      ^^  ^ 

lOHO   90*0  ....  35-55 

NH*O,NaO,H0,ABO»  +  8Aq.     253*2      ....     100*00        10000 

H.  SuLPHAiusENiATE  OF  SoDiuM  AND  Ammonivm. — Terbtme,-^ 
(3NH*S, AsS*)  +  (3NaS,AsS*).— 1 .  Formed  by  adding  warm  alcohol  to 
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a  Viixtnre  of  the  aqneons  soktioDS  of  disalphar^eniate  of  ammonium  and 
disulpharseniate  of  sodium,  and  agitating  the  mixture.  As  the  liquid 
cools,  small  four-sided  tables  crystallize  out. — 2.  When  a  solution  of 
trisulpharseniate  of  sodium  in  a  small  quantity  of  cold  water  is  mixed 
with  sal-ammoniac,  and  the  liquid  i^handone4  to  spontaneous  eyaporation, 
the  double  salt  crystallize  out  in  six-sided  prisms,  perpendicularly  trun- 
d^ted^  and  haying  t^o  of  their  lateral  faces  broader  than  the  rest. — 
The  crystals  are  transparent,  and  either  colourl^  or  pale-yellow :  they 
are  pernianent  in  the  air.  When  distilled,  they  giye  off  hydrosulphate 
of  n^n^moni^^  Tfith  a  9^1  quantity  of  water,  and  ieaye  snlpharseniate 
of  80;4ium.  The^  douhje  ?a]t  dissolyes  in  water  9iaoh  more  readily  than 
the  sodiuQi  oialt  alon^.  (Berzelins.)  The  aqueous  mixture  of  disulphar« 
seniate  of  ammonium  i^nd  disulpharseniate  of  sodium,  wh^n  eyaporate4 
without  \he  f^dition  of  alcohol,  leayes  a  dry  yellow  mass,  having  none 
of  the  qhari^ct^  of  a  double  se^t.  (Berzelias.) 

I.  Abseniate  of  Soda  and  PpTASf^. — Formed  by  neutralizing  the 
aaueouc^  solution  of  mono-arseniate  of  potash  with  carbonate  of  8oda» 
The  crystals  exactly  resemble  those  of  the  phosphate  of  soda  and  potash. 
(Mitscherlich,  III.  119.)  Fi^.  107,  108.  [Since  these  crystals  appear 
to  be  isomorphous  with  those  of  diarseniate  of  soda  with  1 5  atoms  of 
water  (p.  296),  a  qu^stioi^  arises  as  to  whether  the  crystals  of  the  double 
phosphate  and  double  arseniate  of  soda  and  potash  do  not  also  contain 
mer^  15  atoms  of  water  instead  of  17.  The  formula  is  then  the  same; 
viz.  ErO,NaO.HO,AsO'+14Aq,  excepting  that  lAt.  NaO  is  replaced  by 
lAt.^0.] 

Anhjfdrovs.  Cfrjfttallixed,  l£it8cberUoh« 

mo 47-2     ....     24-41  KO 472    ....     13-631 

NaO  ....     31-2     ....     16-13  NaO    ....  31-2     ....      9-01  >      5612 

AsO*  ....  1150     ....     59-46  AsO*  ....  1150     ....     33-20| 

17Aq 1530     ....     44-16         43*88 

193-4     ....  100-00  346-4     ....  10000        ~.       10000 

K.   SULPHARSBNIATE  OP  SODIUM    AND    POTASSIITM. — IMxuic  Solt.-^ 

Formed  by  mixing  the  aqneous  solutions  of  the  sulpharseniates  of  sodium 
and  potassium,  and  crystallizing.  Transparent  and  eolonrless,  or  pale 
yellow,  four-sided  tables.  (Berzelins.) 

Arsenic  and  Lithium. 

A.  SuLPHAR8¥Nm  OF  Lithium,  behaves  like  the  coi^esponding 
compounds  of  potassium  and  sodiuiQ.  (Berzelius.) 

B.  SuLPHARSENiATE  OP  LiTHiUM. — a.  Terhosic  Salt, —  Precipitated 
from  the  aqueons  solution  6,  by  the  addition  of  alcohol,  in  large,  colourless, 
shining,  crystalline  scales.  When  this  precipitate  is  dissolved  in  hot 
water  and  the  solution  quickly  cooled,  the  salt  separates  in  six-sided 
prisms;  by  spontaneous  evaporation,  on  the  contrary,  rhombic  prisms  are 
formed.  These  crystals  are  easily  soluble  in  water;  they  behave  like  the 
corresponding  sodium  compound  both  during  and  after  ignition,  and  must 
therefore  contain  water. 

6.  Bibasie. — The  aqneous  solution  yields  by  eyaporation  a  nop-* 
crystalline,  lemon-yellow  mass,  which  does  not  become  moist  in  the  air, 
and  redissolyes  perfootly  in  water. 


J 
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c.  Monobasic. — d.    With  12  atwns  of  add, — Both  these  salts  behave 
like  the  corresponding  sodium  compounds; 


Arsenic  and  Barium. 

A.  Arsenite  of  Baryta. — ^Aqueous  areenious  acid  when  largely 
diluted,  does  not  precipitate  baryta- water  in  any  proportion;  when  the 
liquid  is  somewhat  more  concentrated  and  the  baryta  more  in  excess,  a 
{precipitate  is  formed  after  a  while;  and  when  the  strength  of  the  solution 
and  the  excess  of  baryta  are  still  greater,  precipitation  takes  place  imme- 
diately. (Gm.)  Arsenite  of  ammonia  gives  a  precipitate  with  chloride 
of  barium,  but  not  till  after  some  time.  (H.  Rose.) 

IT  a.  Di-arsenUe, — 2BaO,AsO'. — Formed  by  precipitating  chloride  of 
barium  with  di-arsenite  of  potash.  Resembles  b  in  external  characters. 
Slightly  soluble  in  water.  (Filhol.) 

6.  Mono^rseniU, — BaOjAsO*. — Precipitated,  on  mixing  chloride  of 
barium  with  mono-arsenite  of  potash  or  soda,  in  the  form  of  a  gelatinous 
magma,  or  intdendritic  ramifications,  which  however  show  no  sign  of 
regular  crystallization.  The  gelatinous  mass  is  easily  soluble  in  water, 
but  after  (trying  forms  a  white  insoluble  powder.  On  filtering  the  liquid 
from  the  gelatinous  precipitate  and  boiling  it,  a  heavy  white  powder 
having  the  same  composition  is  precipitated.  (Filhol.)  H 

B.  Arseniate  op  Bartta. — Tris-arseniate, — By  digesting  b  with 
aqueous  ammonia.  (Berzelius.) — 2.  By  precipitating  arsenious  acid  with 
excess  of  baryta- water.  (Laugier). — 3.  By  gradually  dropping  tris-arseniate 
of  soda  into  chloride  of  barium — whereby  a  heavy  powder  is  quickly 
formed — and  rapidly  washing  the  precipitate,  so  that  it  may  not  absorb 
moisture  from  the  air.  If,  on  the  other  hand,  chloride  of  barium  in 
solution  be  gradually  added  to  an  excess  of  tris-arseniate  of  soda,  a  gela- 
tinous precipitate  is  obtained,  which  becomes  finely  flocculent  on  boiling : 
but  the  liquid  is  strongly  alkaline,  a  proof  that  di-arseniate  of  baryta  has 
been  thrown  down  te^etber  with  the  tris-arseniate.  The  precipitate  likewise 
carries  with  it  a  small  quantity  of  tris-arseniate  of  soda,  which  cannot  be 
completely  extracted  by  washing.  (Graham,  Fogg,  32,  48.)  Tris-arseniate 
of  baryta  is  a  white  powder  which  attracts  a  small  quantity  of  carbonic' 
acid  from  the  air.  Aoout  0*8  per  cent,  of  carbonate  of  barvta  may  be 
formed  by  igniting  the  tris-arseniate  in  the  air.  (Graham.)  Dissolves 
readily  in  cold  hydrochloric,  nitric,  tartaric,  and  acetic  acid  (Anthon); 
very  slightly  soluble  in  water,  somewhat  more  soluble  in  aqueous  ammo- 
nia (Berzelius);  its  solubility  in  water  does  not  seem  te  be  increased  by 
the  presence  of  ammonia,  potash,  or  soda  salts.  (Laugier.) 

Ignited.  Laugier.  Benelius.  Graham. 

3BaO 229*8     ....    66*65        ....        65*7        ....        66*56        ....        67*94 

AaO» 115*0     ....     33*35         ....        34*3        ....         33*44         ....        32*06 

3BaO,AsO»      344*8     ....  10000        Z.       1000        Z.       100*00        Z       100*00 

6.  Di-arseniate. — When  di-arseniate  of  soda  is  mixed  with  excess  of 
chloride  of  barium,  this  salt  is  precipitated,  after  a  few  seconds,  in  small, 
white,  crystalline  scales.  (Berzelius.)  The  quantity  of  arseniate'  of  soda 
must  be  less  than  sufiicient  to  decompose  the  whole  of  the  chloride  of 
barium,  and  it  must  be  added  drop  by  drop;  the  first  portions  of  preci- 
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pitate  disappear  again  [is  then  arseniate  of  baryta  soluble  to  a  certain 
extent  in  chloride  of  barinml]  If,  on  the  contrary,  chloride  of  barium  be 
gradually  added  to  di-arseniate  of  soda,  a  precipitate  is  formed  consisting 
of  di-arseniate  and  tria-arseniate  of  baryta  together,  while  mono-arseniate 
of  baryta  remains  in  solution.  (Berzelins,  Mitscberlich.)  According  to 
Scheele,  free  arsenic  acid  does  not  precipitate  hydrochlorate,  nitrate,  or 
acetate  of  baryta.  According  to  the  author*s  experiments,  it  precipitates 
the  acetate  if  not  the  other  salts;  according  to  Maretti,  it  gives  a  precipi- 
tate even  with  acid  sulphate  of  baryta  [due  to  the  presence  of  water], 
and  arseniate  of  baryta  is  not  decomposed  by  sulphuric  acid;  the  author, 
however,  found  that  it  is  decomposed  by  digestion  with  dilute  sulphuric 
acid.  When  ignited,  it  merely  gives  up  its  water  of  crystallization.  By 
contact  with  water,  it  is  resolved  into  the  salt  c  which  dissolves,  and 
the  salt  a  which  remains  behind.  (Berzelins.) 


2BaO    

AsO* 

Ignited. 

153-2        ....        57-12 
115-0        ....         42-88 

BerzelinB. 
57-06 
42-94 

2BaO,AsO' 

268-2         ....       100-00 

CryetaUixed, 
153-2        ....        50-36 
115-0        ....         37-80 
36-0        ....         11-84 

100-00 

2BaO    

AaO* 

4HO 

Berzelias. 
50-32 
37-86 
11-82 

+  4Aa 

304-2        ....       10000 

10000 

c.  M<mo-ar9enicUe, — 1.  Formed  by  adding  baryta-water  to  aqueous 
arsenic  acid,  as  long  as  a  precipitate  continues  to  form. — 2.  By  dissolving 
h  in  aqueous  arsenic  acid  and  leaving  the  solution  to  crystallize.  Monor 
arseniate  of  soda  does  not  precipitate  chloride  of  barium,  but  on  adding 
the  smallest  quantity  of  ammonia,  a  precipitate  is  formed.  The  crystals 
contain  water  of  ciystallization,  and  are  soluble  in  water. 


BaO    

A«0»   

Ignited. 
76-6 
115-0 

39-98 
6002 

Mitscberlich. 
40-13 
59-87 

BaO.AsO' 191-6        ....       10000        10000 

C.  Htposulpharsenitb  of  Barium. — Precipitated  when  an  aqueous 
solution  of  the  terbasic  potassium-salt  D  (p.  292)  is  mixed  with  chloride 
of  barium.     Red-brown  powder,  insoluble  in  water.  (Berzelins.) 


D.  SuLPHARSENiTE  OF  Barium. — a.  Terbosic  Salt. — 1.  Formed  by 
precipitating  the  aqueous  solution  of  b  with  alcohol. — 2.  By  digesting 
orpiment  with  excess  of  sulphide  of  barium  and  water.  When  prepared 
by  the  first  method,  it  separates  in  scales.  Dissolves  with  difficulty  in 
water,  and,  when  the  solution  is  left  to  evaporate  spontaneously,  it  is 
again  deposited  in  delicate  white  scales,  with  which  very  small  trans- 
parent crystals  of  sulphate  of  baryta  are  mixed. 

b.  BiJbasic  Salt. — The  nearlv  colourless  aqueous  solution  dries  up  to  a 
gummy  mass,  which  when  perfoctly  dry,  exhibits  a  fine  red-brown  colour 
and  redissolves  completely  in  water.   (Berzelins.) 


E.  SuLPHARSEMiATE  OP   Barium. — a.    Terbotic  Salt, — 1.    Formed 
when  the  salt  b  is  heated  to  redness  in  a  retort;  sulphur  and  orpiment 
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tli'en  sablimd,  and  there  remains  a  fiued  mate  ^hibh  affinmes  a  brbwn 
ooioar  on  cooling.  This  snbstance  dissolyes  in  wftter,  with  the  exception 
of  a  small  quantity  of  brown  matter,  and  the  solution  dries  up  to  a 
crystalline,  lemon-yellow  mass. — 2.  By  miling  6  irith  sulphide  of  barium 
dissolved  in  ^ater.  This  mixture,  if  cooled  down  to  the  treezinff  point  in 
TacQo  oyer  oil  of  ritriol,  and  then  left  in  the  racnum  till  tne  ice  is 
erapoi^ted,  leaves  the  salt  a  in  loose,  transparent,  non-cr^stallihe  scales. 
—.3.  On  mixing  the  aqueous  solution  of  5  with  alcohol,  a  white  curdy 
substance  is  precipitated,  easily  soluble  in  water,  and  probably  consisting 
of  the  same  compound,  but  in  the  hydrated  state. 

h.  Bibasie  Salt. — The  aqueous  solution  dries  up  to  d  fissured,  lemon- 
yellow  mass,  which,  if  exposed  to  the  air  after  all  its  water  has  beeil 
driven  off,  absorbs  water  again,  swelling  up  and  falling  to  pieces  lit  the 
same  time ;  it  is  soluble  in  water  in  all  proportions.  Sulphate  of  potasii 
added  to  the  solution  throws  down  sulphate  of  baryta,  while  the  corre- 
sponding potassium  compound  remains  in  solution. 

c.  Monobasic  Salt. — Left  in  solution  when  ( is  precipitated  by  alcohol. 
The  solution  when  evaporated  deposits  a  and  is  thereby  converted  into  b. 

d.  With  12  atoms  of  acid, — Yellow  powder,  which  is  decomposed  by 
acids  with  evolution  of  sulphuretted  hydrogen,  and  is  not  soluble  in  water. 

Arsenic  and  Stuontiuh. 

A.  Arsenite  of  Strpntia. — Saturated  strontia-water  is  not  precipi- 
tate by  aqueous  arsenious  ftcid  in  any  proportion,  not  Cvet  on  boiling. 
(Ginelin.)  Arsenite  of  pnotftsh  precipitates  chloride  of  Strontium,  but  not 
till  after  some  days,  ftnd  more  slowly  th&n  chloride  of  barium.  (H.  Rose.) 

B.  Arseniate  o?  STRoiJTiA. — a,  Dt-arsmiaie. — Formed  by  mixing 
strontia-water  with  A  slight  elcess  of  arsenic  acid,  or  chloride  of  strontium 
with  di-arseniate  of  soda.  Chloride  of  strontium  is  not  precipitated  by 
arsenic  acid.     White  powder,  insoluble  in  water. 

6.  Mono^rseniatef — The  salt  a  is  easily  soluble  in  aqueous  arsenic 
acid. 

C.  Htposulpharsbnite  of  Strontittm.— Analogous  to  the  barium 
compound;  (Berzelius.) 


D.  SuLpfeARSENiAtB  OF  SfRONTttTM. — «.  Terhoiic  SaU, — Formed  by 
precipitating  6  with  alcohol.  The  precipitate  sometimes  forms  a  syrup, 
sometimes  a  white  powder,  accordingly  as  it  is  more  or  less  purified  from 
5;  it  dissolves  easily  in  water. 

5.  Di^cid  Salt — Analogous  to  the  barium  compound.  (Berzelius.) 


Arsenic  and  GALcitTM. 


A.  Arsenite  op  Lime. — a.  IH-arsenite. — Precipitated  in  flakes  on 
mixing  aqueous  arsenious  acid  with  Excess  of  lime-water,  or  arsenite  of 
ammonia  with  hydrochlorate  or  sulphate  of  lime.  To  obtain  it  pure,  a 
bottle  is  completely  filled  with  the  mixture  of  arsenious  acid  and  excess 
of  lime-water,  and  then  closed;  afterwards  the  liquid  decanted— the  bottle 
Hied  up  with  water— the  liquid  decanted  again^  and  so  on,  seteral  times; 
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the  precipitate  is  then  collected  on  li  filter — washed  with  a  small  quantity 
of  water — and  afterwards  perfectly  dried  and  preserved  in  a  well-stopped 
bottle  to  prevent  it  from  absorbing  carbonic  acid  from  the  air.  (Fr. 
Simon;  Fogg.  40,  11 7.)    White,  heavy,  coherent,  powder. 

Dehydrated, 

2CaD   56        ....        3613        37-7 

AsO"    99        ....        63-87        623 

2GaO,AiO'     155        ....       100-00        1000 

Dried  in  the  air.  Simon. 

2CaO  56-0        34-14  34-8 

AbO»    990        60-37  67-5 

HO      90        5-49  7-7 

2CaO,HO,ABO«     ....      l640        10000        1000 

Simon's  analysis  git es  ^  At.  water  more;  it  is  possible,  howevei*,  that 
the  salt,  after  drying  in  the  air^  may  have  had  hygroscopic  water  adhering 
to  it. 

The  salt,  when  heated  to  redness,  gives  off  Arsenic  Und  is  cbnverted  into 
ftrseniate  of  lime.  For  the  complete  decomposition  of  the  arsenite  bf 
lime,  long  continued  ignition  is  necessary;  and  the  process  sncceeds  better 
in  the  open  Air  than  in  closed  vessels.  (Simoii.^  The  salt  Attracts  carbonic 
acid  fVom  the  air.  When  it  is  mixed  with  sblntion  of  carbonate  or  phos- 
phate of  ammonitl,  potash,  or  soda,  doable  decomposition  takes  place,  the 
products  being  carbonate  or  phosphate  of  lime  and  soluble  arsenite  of 
ammonia,  potash,  or  soda.  In  carbonate  of  ammonia  it  dissolves  at  firsi;, 
but  the  solution  soon  becomes  turbid.  (Wittstein.)  It  dissolves  readily 
in  sulphate,  hydrochlorate,  nitrate,  and  acetate  of  ammonia  (Gieseke  & 
Schweigger,  Schw.  43,  359);  also  in  succinate  of  ammonia  (Wittstein); 
also  in  arsenite  of  ammonia,  if  the  latter  does  not  contain  too  great  an 
excess  of  alkali.  (Schweigger.^  The  act  of  solution  in  heated  ammoniacal 
salts  is  attended  with  evolution  of  ammonia.  (Wach.)  If  freshly  preci- 
pitated arsenite  of  lime  in  excess  be  digested  in  a  concentrated  solution  of 
sal-ammoniac,  a  filtrate  is  obtained  which  yields  no  crystals  even  on  the 
addition  of  alcohol,  but  when  evaporated  m  the  air,  leaves  a  deliquescent 
residue  of  chloride  of  calcium  and  arsenite  of  lime  with  excess  of  arseniods 
acid.  Similarly,  arsenite  of  lime,  when  digested  in  arsenite  of  ammonia, 
forms  a  solution  which  is  not  precipitated  by  alcohol,  but  on  evaporation 
yields  acid  arsenite  of  lime  which  is  soluble  in  water.  (Wach,  Schto.  59, 
272.)  After  drying,  the  arsenite  of  lime  is  less  easily  soluble  in  ammo- 
niacal salts,  but  regains  its  original  solubility  on  boiling.  (Gieseke.)  Di- 
arsenite  of  lime  is  very  spariugly  soluble  in  pure  water;  about  3000  or 
4000  parts  of  chloride  of  potassium  or  sodium  dissolved  in  the  water 
slightly  increase  the  solubility.  It  dissolves  readily  in  acids,  even  when 
weak  and  dilute. 

h.  MonO'arsenite. — A  solntion  of  chloride  of  calcium  is  mixed  with 
aqueous  ammonia  saturated  as  much  as  possible  with  arsenious  acid  while 
bot;  more  ammonia  is  then  added,  whereby  the  precipitate  is  increased ; 
and  the  precipitate  is  finally  washed  upon  a  filter.  A  considerable 
quantity  dissolves  during  the  washing.  The  precipitate  when  dry  is 
lighter  than  a.  When  strongly  ignited  in  the  air,  it  gives  off  more  than 
22  per  cent,  of  arsenic.  It  is  somewhat  soluble  in  water.  (Simon,  Fogg. 
40,  417.) 
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DehydraUd  by  heai,  Simon. 

CaO 28       ....       2205  ....         21-47 

AsO' 99      ....       77-95  ....        78-53 


CaO,AflOS   .... 

127      ....     100-00 

100-00 

Simon. 

2CaO    

56      ....      21-29 

20-74 

2A80»  

198      ....       75-29 

75-86 

HO   

7           .•••               O  4*               .... 

3-40 

+  iAq. 263       ....     10000        ....       10000 

c.  Acid  Salt. — Formed  by  dlssoliring  a  or  6  in  arsenions  acid.  Lime- 
water  gives  no  precipitate  with  excess  of  arsenious  acid. 

B.  Arseniate  of  Lime. — a.  Tru-^neniate. — 1.  Precipitated  on 
mixing  chloride  of  calcium  with  di-arseniate  of  ammonia,  potash,  or  soda» 
the  sapematant  Hqaid  acquiring  an  acid  redaction.  TMitscherlich.)  The 
supernatant  liquid  becomes  slightly  turbid  on  the  aadition  of  ammonia. 
(Wach.) — 2.  rrecipitated  on  mixing  chloride  of  calcium  with  tnsr 
arseniate  of  soda,  if  the  quantity  of  sodansalt  added  be  insufficient  to 
precipitate  the  whole  of  the  lime-salt,  the  precipitate  obtained  is  compa- 
ratively purer  and  less  gelatinous :  if,  on  the  contrary,  the  lime-salt  be 
added  to  an  excess  of  arseniate  of  soda,  the  precipitate  has  a  more  gelatinous 
consistence,  because  it  carries  down  with  it  a  portion  of  the  arseniate  of 
soda.  (GraJbam,  Fogg.  32,  49.)  The  salt  is  decomposed  when  ignited 
alone :  when  i^ited  with  sulphuric  acid,  it  does  not  give  up  the  whole  of 
its  arsenic  acid.  (Simon.) 

h,  Di-arseniate. — Found  native  in  the  hydrated  state,  as  Pharmaeoliie 
and  Haidingerite,  Precipitated  on  mixing  arsenic  acid  with  lime-water 
in  such  proportion  that  the  liquid  may  still  contain  a  quantity  of  acid 
salt.  Haidingerite  is  found  in  crystals  belonging  to  the  right  prismatic 
system,  and  of  specific  gravity  2*848.  (Haidinger,  Pogg.  5,  181.)  Phar- 
macolite  occurs  in  capillary  crystals — ^rarely  in  large  crystals — ^belonging 
to  the  right  prismatic  system,  and  of  specific  gravity  2*73.  Artificially 
prepared  di-arseniate  of  lime  is  a  white  powder.  The  salt  is  not  decom- 
posed by  heat,  however  intense.  When  digested  in  oxalate  of  ammonia, 
it  is  converted  into  oxalate  of  lime.  (Lauffier.)  Insoluble  in  water; 
dissolves  in  hydrochloric  and  nitric  acid,  and  likewise  in  aqueous  sulphate, 
hydrochlorate,  nitrate,  and  acetate  of  ammonia.  (Pfaff,  Schw.  45,  100.) 
The  quantity  dissolved  by  ammoniacal  salts  at  ordinary  temperatures  is 
but  slight,  and  the  solution,  after  a  while,  deposits  crystals  of  arseniate  of 
lime  and  ammonia;  but  on  boiling,  the  arseniate  of  lime  is  permanently 
dissolved,  with  evolution  of  ammonia.  (Wach.)  Vid.  Formation  of 
Arseniate  of  Lime  and  Ammonia  (p.  306). 

Ignited.  Artificial.  Laugier. 

2CaO    56        ....        32-75        32-5 

AiO»     115        ....        67-25         67-5 


2CaO,A80'    171         ....       100-00        lOO'O 

At.  Haidingerite.  Turner. 

CaO 2     ....       56       ....       28-28)  o^ -« 

AsO» 1     ....  115       ....       5808f  ^^^^ 

HO 3     ....      27      ....       13-64  14-32 

1     ....  198      ....     10000  ZZ       10000 
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At.               Pharmacolite.                  Rammelsberg.  Klaproth. 

CaO 2     ....         56       ....       24-89         ....         2359         ....  2500 

AaO*   1     ....       115       ....       5M1         ....         51*58         ....  5054 

HO 6     ....         54       ....       2400         ....         2340         ....  24*46 

CuOandFeSQ'  ....  ....  ....  143 


....  ••«.     •  -»»#    .... 


1  ....   225   ....  10000    ....   10000    ....   10000 

The  Pharmacolite  of  Glucksbrunn  analyzed  by  Rammelsberg  is  mixed 
with  cobalt-bloom. 

c.  Mono-arseniate, — a  and  h  are  soluble  in  aqueous  arsenic  acid;  the 
solution  yields  small  crystals  on  evaporation. 

C.  Hyposulpuarsenite  op  Calcium. — Red-brown  powder,  insoluble 
in  water.  (Berzelius.) 

1).  SuLPHARSENiTE  OP  Calcium. — a.  Terhosic  Salt. — When  a  solution 
of  sulphide  of  calcium  in  the  aqueous  solution  of  b  is  mixed  with  alcohol, 
this  salt  is  precipitated  in  the  form  of  a  white  crystalline  substance,  while 
the  compound  b  remains  dissolved  in  the  liquid.  (Berzelius.)  Voigt  and 
Gottling  (Tcuchenb.  1781,  49),  by  boiling  1  part  of  lime  and  2  parts  of 
orpiment  with  water,  and  setting  the  filtrate  aside,  obtained  long  needles 
which  had  a  caustic  taste.  These  crystals,  when  ignited,  diminished  in 
weight  by  25  per  cent.,  and  became  white  and  opaque  without  fusing; 
when  treated  with  acids,  they  evolved  sulphuretted  hydrogen  and  yielded 
a  precipitate  of  orpiment;  they  were  soluble  in  water,  but  not  in  alcohol. 

Crytiallized.  Or:  Berzelius. 

3Ca 60     ....     16-40  3CaS 108     ....     29-51     ....     29*80 

As  75     ....     20-49  AsS' 123     ....     33*61     ....     33-55 

6S  96     ....     26-23  15HO  ....  135     ....     3688     ....     3665 

15HO 135     ....     36-88 

3CaS,A8S3+15Aq....     366     ....  100*00  366     ....  100*00     ....  lOO'OO 

b.  Bibasic. — Formed  by  digesting  orpiment  with  hydrate  of  lime  and 
water,  and  filtering  the  solution  from  the  arsenite  of  lime  which  is  pre- 
cipitated at  the  same  time.  The  colourless  filtrate,  when  left  to  evaporate 
in  the  air,  deposits  feathery  crystals  of  the  salt  a,  and  between  these  the 
solution  of  6  dries  up  to  a  brown  amorphous  mass.  When  the  solution  is 
macerated  with  excess  of  orpiment,  it  takes  up  rather  a  larger  quantity 
of  that  compound,  turning  yellow  and  depositing  a  brown  powder;  if  it 
be  then  left  to  evaporate  freely,  it  acquires  a  light  red-brown  colour,  and 
leaves  a  mass  from  which  water  extracts  sulpharseniate  of  calcium,  while 
hyposulpharsenite  of  calcium  remains  behind :  the  above-mentioned  yellow 
solution,  when  mixed  with  alcohol  before  evaporation,  gives  a  precipitate 
which  soon  turns  brown. 

E.  SuLPUARSENTATB  OP  Calcium.— a.  Terbasic, — 3CaS,ABS*.— 
Formed  by  digesting  the  aqueous  solution  of  b  with  sulphide  of  calcium, 
and  either  evaporating  the  liquid  or  precipitating  by  alcohol.  Not 
crystallizable :  when  precipitated  by  alcohol,  it  forms  sometimes  a 
powder,  sometimes  a  syrup,  according  to  the  quantity  of  water  which  it 
contains.     Easily  soluble  in  water,  but  insoluble  in  alcohol. 

b.  £ibaific. — 2CaS,  AsS^. — Precisely  analogous  to  the  barium  compound. 
Dries  up  to  a  clear,  faiutly-coloured  syrup,  which,  when  further  evapo- 
rated in  the  air,  turns  yellow  at  the  edges,  and  finally  solidifies  to  a  yellow 
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opaque  maBs.  This  substance  loses  its  water  at  60°,  bat  recorers  it  again 
when  exposed  to  the  air,  swelling  np  and  cracking  at  the  same  time,  and 
detaching  itself  from  the  glass  vessel  which  contains  it.  Dissolves  easily 
and  without  decomposition  both  in  water  and  in  alcohol.  The  syrupy 
aqueous  solution  does  not  crystallize  or  solidify  even  at  — 10°.  When  b  is 
distilled  at  a  red  heat,  there  remains  a  colourless  residue  which  appears  to 
consist  of  4CaS,AsS^  and,  when  roasted,  in  the  air,  is  converted  into  an 
almost  equal  weight  of  gypsum.  The  aqueous  solution  of  b,  when  boiled 
with  pentasulphide  of  arsenic,  takes  up  scarcely  any  of  that  compound. 
(Berzelius.) 

F.  Arseniatb  of  Limb  and  AMMOifiA. — Formation. — ^When  lime- 
water  is  mixed  with  a  dilate  solution  of  arseniate  of  ammonia,  potash,  or 
soda,  and  hydrochlorate,  nitrate  or  acetate  of  ammonia,  no  precipitate  is 
formed  at  first,  but  after  a  while,  the  double  salt  separates  in  needles.  If 
the  solution  is  more  concentrated,  lime-water  immediately  produces  a 
copious  precipitate,  which,  when  digested  in  excess  of  the  ammoniacal 
salt,  does  not  dissolve^  but  becomes  crystalline.  If  to  a  solution  of  20 
grains  of  sal-ammoniao  in  2  ounces  of  lime-water,  there  be  added  a  drop 
of  arseniate  of  ammonia  or  potash,  a  precipitate  is  produced  which  soon 
disappears,  and,  in  its  place,  crystals  of  the  double  salt  make  their 
appearance  after  a  while;  if  several  drops  of  the  alkaline  arseniate  are 
added,  a  permanent  crystalline  precipitate  is  formed.  On  adding  arse- 
nious  acid  to  lime-water  till  a  strong  turbidity  is  produced  and  then 
adding  an  ammoniacal  salt,  the  liquid  first  becomes  clear  and  afterwards 
deposits  crystals  of  the  double  salt.  Di-arseniate  of  lime  immersed  in 
solution  01  sal-ammoniac  takes  up  one  atom  of  ammonia,  thereby  ren- 
dering the  liquid  acid,  and  is  converted  into  the  same  salt. 

Freparation, — One  part  of  arseniate  of  ammonia  and  1  part  of  sal- 
ammoniao  are  dissolved  in  4  parts  of  water,  and  lime-water  added  in 
successive  portions,  ajs  long  as  crystals  oontinue  to  form;  the  crystals, 
which  increase  in  quantity  when  the  liquid  is  set  aside  for  24  hours  in  a 
cool  place,  are  alberwards  washed  on  a  filter  with  water,  and  dried 
between  bibulous  paper. 

The  salt  crystallizes  either  in  needles  united  together  in  stellated  massee, 
or  else  in  rhombic  tables  laid  one  upon  another  like  stepe.  The  onrstalB 
when  exposed  to  the  air,  eflloresce  and  lose  their  transparency.  When 
heated,  they  evolve  water,  ammonia  [nitrogen  gas],  and  arsenious  acid, 
while  arseniate  of  lime  remains  behind.  With  moist  lime  they  give  off 
ammonia.  They  are  slightly  soluble  in  water  and  in  solution  of  sal- 
ammoniac,  easily  in  nitric  or  hydrochloric  acid ;  ammonia  added  to  the 
solution  throws  down  the  salt  in  the  orystalline  form,  but  not  till  aflter 
some  time,  if  the  liquid  is  dilute.  (Wach,  Sehw.  59,  285.) 

Wach. 

NH*     17      ....        5-41        ....  5-35 

2CaO  56   ....   17-84    ....    17-52 

AiO» 115   ....   36-62    ....    36-83 

14HO  216      ....      40-13        ....        4115 

NH^0,2CaO,AsO*  +  lSAq.....    314      ....     10000        ....        99-85 

The  resemblance  of  this  compound  to  the  phosphate  of  magnesia  and 
ammonia,  leads  to  the  supposition  that  the  quantity  of  water  which  it 
contains  does  not  exceed  18  atoms. 


ARSENIC  AND  UA6NBSIUM.  307 


AltflBNIO  AND  MAGNEfillUM. 


A.  Arsbnitb  of  Maqnesia. — Magnesia  heated  to  redness  in  a  e^Iass 
tube,  absorbs  the  yapours  of  arsenious  acid  passed  oyer  it>  wiuout 
liberating  arsenic.  The  compoand  only  eyolyes  arsenic  when  it  is  yery 
strongly  ignited,  and  is  thereby  partly  conyerted  into  arseniate  of  mag- 
nesia. (Simon,  Pogg,  40,  436.) 

B.  AssENiATE  OF  MAONESiA.^a.  Dv-onmiaU, — Formed  by  preci- 
pitating hydrochlorate  or  sulphate  of  magnesia  with  di-arseniate  of  soda. 
— White  powder,  insoluble  in  water,  but  soluble  iu  nitric  acid. — The 
precipitate  obtained  by  mixing  dilute  solutions  of  3  parts  sulphate  of 
magnesia  and  5  parts  di-arseniate  of  soda,  contains,  on  the  whole, 
15  atoms  of  water;  of  these,  12  atoms  escape  at  100^;  the  precipltatei 
therefore,  consists  of  2MgO,  HO,  AsO*+2Aa.  +  12Aq.  By  exposure  to 
a  bright  red  heat,  it  becomes  insoluble  in  acios.  (GrahanL  Ann,  Pharm* 
29,  24.J) 

h.  Moruhaneniate^f'^Gnmmj,  soluble  in  water. 

0.  HyposuLPHARSEifrns  or  MAONEsinif. — Brown  powder^  like  the 
corresponding  barium  compound.  (Berzelius.) 

D.  SuLPHARSBMiTB  OF  Maonssiuk. — The  aqueous  solution  becomes 
light  brown  on  eyaporation,  and  dries  up  to  a  clammy  syrup,  and  after- 
wards to  a  hard  mass,  which  is  permanent  in  the  air,  and,  with  the  excep- 
tion of  a  small  quantity  of  the  compound  C  that  may  be  mixed  with  it, 
redissolyes  in  water  without  further  decomposition ;  it  is  likewise  solnble 
in  alcohol.  The  compound  C  is  deposited,  not  only  when  the  aqueous 
solution  of  the  salt  is  eyaporated,  but  likewise  when  a  concentrated  solo- 
tion  is  cooled  down  to  —5^,  crystals  of  the  compound  E  being  deposited  at 
the  same  time.  (Berzelius.) 

E.  SuLPHARSENiATE  OF  Magnbsium. — a.  Terhosic. — 3MgS,  AsS*.— • 
Bihydrosulphate  of  ma^esia  is  added  to  a  solution  of  6  as  long  as 
hydrosulphuric  acid  continues  to  be  eyolyed,  and  the  solution  afterwards 
eyaporated,  or,  if  it  be  not  too  dilute,  cooled  quickly  down. — Colour- 
less, radiating  crystals,  which  become  moist  on  exposure  to  the  air. 
Alcohol  extracts  from  them  the  compound  b,  and  leayes  a  compound 
of  1  At.  AsS^,  with  more  than  3  At.  MgS,  which  is  nearly  insoluble 
in  water;  the  same  compound  remains  behind,  in  the  form  of  a  white, 
porous,  unfused  mass,  when  6  is  heated  to  redness  in  a  retort.  Potash 
added  to  the  aqueous  solution  of  a  precipitates  magnesia,  and  converts 
the  salt  into  a  solution  of  the  corresponding  potassium  compound. 

h,  Bibasie. — Non-crystalline,  lemon-yellow  mass,  which  is  permanent 
in  the  air,  does  not  absorb  water  from  the  air,  diesolyes  in  water  in 
all  proportions,  and  is  not  precipitated  from  the  solution  by  alcohol. 
(Berzelius.) 

F.  Arseniate  of  Magnesia  and  Ammonia.— Formed  by  adding  a 
solution  of  tris-arseniate  of  ammonia  to  sulphate,  nitrate,  or  hydro- 
chlorate  of  magnesia,  as  long  as  a  translucent  crystalline  precipitate 
continues  to  form,  and  afterwards  washing  and  drying  the  precipitate. 
It  effloresces  slowly  in  the  air,  dissolves  with  great  difficulty  in  water, 
but  easily  in  acids.  (Wa«b,  Sch/w.  59,  288.) 
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Wach. 

NH» 

17       .... 

5-88 

•••t 

5-88 

2MgO  

40      .... 

13-84 

•••• 

13-93 

A80« 

115       .... 

39-79 

•  ■■• 

39-45 

13HO  

117       .... 

40-49 

•  ■  ■• 

40-74 

NH*O,2MgO,As05  +  12Aq.       289       ....     lOO'OO        ....       lOO'OO 

H  Levol  {Ann.  Chim.  Phys.  17,  501)  ha^  obtained  the  same  salt,  with 
10  atoms  of  water,  by  mixing  a  solution  of  magnesia  containing  sal- 
ammoniac,  with  an  ammoniacal  solution  of  arseniate  of  ammonia.  It 
separates  in  small  crystals.  Loses  44 '2 6  per  cent,  by  ignition,  the 
residue  consisting  of  2MgO,  AsO*.  IT 

G.     SULPHARSENIATB     OF      MaQNBSIUM      AND     AhMONIDM. — NH% 

2MgS,  AsS'  % — Obtained  by  adding  alcohol  to  an  aqueous  solution  of  the 
mixed  sulpharseniates  of  ammonium  and  magnesium.  After  a  few 
seconds,  the  terbasic  compound  is  precipitated  in  delicate  white  needles. 
By  exposure  to  the  air,  it  is  slowly  converted  into  the  bibasic  salt  (by 
loss  of  hydrosulpburic  acid),  and  turns  yellow.  It  is  easily  soluble  in 
water.  The  aqueous  solution,  when  left  to  spontaneous  evaporation, 
gives  off  hydros ulphate  of  ammonia,  and  dries  up  to  a  yellow,  non- 
crystalline mass,  from  the  aqueous  solution  of  which  the  terbasic  com- 
pound may  be  again  precipitated  by  alcohol.  (Berzelius.) 

H.  Arseniatb  of  Lime  and  Magnesia. — BenelHte. — Specific  gra- 
vity 2*52;  white;  of  waxy  lustre;  easily  pulverized.  Before  the  blow- 
pipe, it  turns  grey  without  melting  or  losing  water.  With  borax  and 
microcosmic  salt  it  froths  up,  gives  off  an  odour  of  arsenic,  and  forms  a 
clear  glass.  With  soda  it  effervesces,  and  forms  a  mass  slightly  coloured 
green  by  manganese.  Perfectly  soluble  in  nitric  acid.  (Kiihn,  Ann. 
Fharm.  34,  211.) 

At.                         BerzeHite.  Kahn. 

CaO 15         ....        420      ....       22-27  2322 

MgO 14        ....        280      ....       14-84  15-68 

MnO 1         ....          36       ....         1-91  213 

A«0» 10        ....      11-50      ....      60*98  58*51 

C0»  (and  a  trace  of  Fe«0»)  ....  0*30 


1886      ....     10000        99*84 


(3CaO,  AsO»)  +  (3MgO,  AsO*) ;  part  of  the  magnesia  is  replaced  by 
manganoos  oxide. 

Ficropharmacolite  is  hydrated  arseniate  of  lime  and  magnesia,  but 
contains  a  large  excess  of  magnesia,  and  cannot  be  reduced  to  any  simple 
6toichiometri<»l  formula. 


Arsenic  and  Cerium. 


^  A.    Cerous   Arseniate. — a.   J^t^onc.— -Formed  by  digesting  oerous 
oxide  in  aqueous  arsenic  acid. — ^White  powder  insoluble  in  water. 

5.  Monobasic?  —  By  dissolving  a  in  excess  of  arsenic  acid,  a  liquid  is 
obtained,  which  does  not  crystallize  on  evaporation,  but  yields  a  trans- 
parent and  colourless  jelly.  (Hisinger  &  Berzelius.) 


/> 
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B.  Cerous  HrposuLPHARgBNiTE.— -A  compound  of  bisulphide  of 
arsenic  with  protosulphide  of  cerium.  Preparation,  similar  to  that  of  the 
corresponding  barium  compound.    Red.  (Berzelius.) 

C.  Cerous  Sulpharsbnite.— j?iiawc.— 2CeS,  AsS'.— The  solution  of 
disulpharsenite  of  sodium  forms  an  oraDge-yellow  precipitate  with  cerous 
salts.  This  precipitate  acquires  a  finer  colour  on  drying.  When  heated 
to  commencing  redness,  it  fuses  to  a  transparent  substance,  which  loses 
part  of  its  sulphur-acid,  but  remains  liquid  and  transparent  as  lonff  as 
the  heat  is  continued.  Bj  roasting  in  the  air^  it  is  readily  converted  into 
sulphate.  Veiy  slightly  soluble  in  water,  to  which  it  imparts  a  yellow 
colour.  (Berzelius.) 

D.  Cerous  Sulpharseniate. — Terbasic  and  Bibcuie  Salts, — Formed 
by  precipitating  a  cerous  salt  with  terbasic  or  bibasic  sulpharseniate  of 
sodium. — In  both  cases^  a  pale  yellow  precipitate  is  formed^  which  acquires 
a  brighter  colour  when  dry.  (Berzelius.) 

E.  Ceric  Sulpharseniate. — 2Ce*S'-H3AsS'. — By  precipitating  a 
eerie  salt.  Yellowish  white  precipitate,  slightly  soluble  in  water,  and 
therefore  not  appearing  if  the  solutions  are  very  dilute. 


Arsenic  and  Yttrium. 


A.  Arseniatb  of  Yttria.— a.  Terbasic? — By  treating  h  with 
ammonia.  (Berzelius.)— The  same  salt  is  obtained  by  precipitatmg  a  salt 
of  3rttria  with  di-arseniate  of  soda;  the  white  precipitate  dries  up  to 
yellowish  brown,  homy  lumps,  which,  when  treated  with  nitric  acid^  first 
become  gelatinous  and  then  dissolve. 

b.  Bibcuic? — By  adding  a  salt  of  yttria  to  di-arseniate  of  soda  in 
excess. — White  heavy  precipitate,  which  becomes  somewhat  dark  on 
drying,  is  easily  soluble  m  nitric  acid,  and  is  left  behind  as  a  crystalline 
crust  when  the  acid  evaporates.  (Berlin.) 

c.  Monobasic  f — Aqueous  arsenic  acid  dissolves  yttria;  on  heating  the 
solution,  arsenic  acid  is  precipitated  in  the  form  of  a  white  powder. 
(Ekeberg.) 

B.  SuLPHARSENiTE  OP  Yttrium. — The  Saturated  solution  of  orpi- 
ment  in  hydrosulphate  of  soda  gives  with  salts  of  yttria  a  light  yellow 
precipitate,  part  of  which  remains  in  solution  and  colours  the  liquid 
yellow;  no  sulphuretted  hydrogen  is  evolved.  The  precipitate  is  yellow 
even  after  drying;  it  gives  off  but  a  small  quantity  of  sulphuretted 
hydrogen  when  treated  with  acids.  Ammonia  decomposes  it  with  sepa- 
ration of  yttria.  (Berzelius.) 

C.  Sulpharseniate  op  Yttrium. — ^When  hydrate  of  yttria  is 
digested  with  water  and  pentasulphide  of  arsenic,  small  quantities  of 
the  two  substances  are  dissolved,  tne  liquid  acquiring  a  yellow  colour, 
and  yielding  a  precipitate  when  treated  with  acids.  A  solution  of  ter- 
basic or  bibasic  sulpharseniate  of  sodium  produces  no  turbidity  in  solutions 
of  yttria-salts.  (Berzelius.) 
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AiunsNid  AND  GLircmutf. 

A.  Arsenide  op  Glucinum.— -These  two  metals,  when  heated 
together,  unite  without  visible  combustion,  and  fonn  a  fused,  grey,  pul- 
verulent alloy,  which,  when  treated  with  water,  evolves  arseniuretted 
hydrogen.  (Wohler.) 

B.  ArsEniate  of  Glucina.— The  bibasic  salt  is  insoluble  in  water, 
but  dissolves  in  excess  of  arsenic  acid,  forming  an  nncrystallizable  acid 
salt.  (Bcrzeliafi.) 

G.  and  D.-— Sulpharsenitb  and  Sulpharseniate  of  Glucinum. — 
Analogous  to  the  yttrium  compounds.  (Berzelins.) 

Arsenic  and  Aluminuic. 

A.  AiksSKttB  OF  Aluminum. — When  a  pulverulent  mixture  of  the 
two  metals  is  heated  to  redness,  combination  takes  place  with  slight 
incandescence,  and  a  dark  grey  powder  is  formed,  which  assumes  the 
metallic  lustre  when  rubbed,  smells  slightly  of  arseniuretted  hydrogen, 
and  evolves  that  gas  slowly  in  cold,  but  rapidly  in  warm  water.  (Wohler, 
Fogg.  11,  161.) 

B.  ARABNiAtB  OF  AlumIna. — a.  The  more  neutral  ta^f,*-^  Formed 
by  double  decomposition*—- >White  powder,  soluble  in  acids  but  not  in 
pun  water.— ^From  the  solution  of  this  salt  in  hydrochloric  acid,  sulphite 
of  ammonia  precipitates  hydrate  of  alumina  on  boiling,  the  whole  of  the 
arsenic  remaining  dissolved  in  the  form  of  arsenious  acid.  (Berthier,  iT. 
Ann.  Chim.  Fhpe.  7,  76.^ 

b.  Add  &i^*-^oluble  in  water,  but  not  orystallizable. 

(Tht  combinatioiis  of  sulphide  of  alattiiiam  with  lulphide  of  anenio  are  not  satis- 
fiMstorily  made  out.  (BeneUua.)  ] 

Arsenic  and  Tborinum. 

Arseniaxb  of  Tborina. — By  double  affinity. — White,  flocculent 
preoipitaioi  Insolable  in  water  and  in  aqueous  arsenic  acid.  (BerzeUus.) 

Arsenic  and  Zirconium. 

A.  Arseniatb  of  Zirconia. — By  double  affinity. — Precipitate  inso- 
luble in  water.  (Berjselius.) 

B.  Htposulpharsenitb  oF  Zirconium.  —  2ZrSA8S'.  —  Hyposul- 
pharsenite  of  potassium  dissolved  in  water  fives  with  salts  of  zircon ia,  a 
dark  brown,  translucent  precipitate,  which  slowly  settles  to  the  bottom  of 
the  lit|uid.  (Berselius.) 

C.  Sulpharsenite  of  Zirconium. — The  saturated  solution  of  orpi- 
ment  in  hydrosulphate  of  soda  gives  with  zirconia-salts,  an  orange-yellow 
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precipitatOy  wbich  beoomea  darker  on  dryings  and  ia  not  decomposed  by 
aoids;  the  saperaatant  liquid  is  yeUow,  beoauge  it  holds  a  little  of  this 
compound  in  solution.  (Berzelius.) 

D.  SuLPHARfiENiATB  OF  ZiRCONnTM.-- The  aqueouB  solution,  either 
of  the  terbasio  or  bibasic  sodium  compound,  gives  with  xirconia-salts 
(after  a  few  minutes),  a  lemon-yellow  precipitate,  which  becomes 
orange-yellow  on  drying,  and,  like  sulphide  of  liroonium,  is  not  decom- 
posed  by  acids.  (Ber^elius.) 

Arsenic  and  Silicium. 

A.  ArBeniate  of  Silica? — Arsenic  acid,  fused  in  an  earthen  cru- 
cible, combines  with  the  silica  and  forms  a  glass,  which  is  soluble  or 
insoluble  in  water,  according  to  the  amount  of  silica  which  it  contains. 
According  to  Scheele,  this  glass  contains  arseniate  of  alumina.  Accord- 
ing to  the  same  authority,  also,  aqueous  arsenic  acid  has  no  action  on 
hydrate  of  silica. 

B.  Glass  contaming  Arsenums  AdcL-^A.  large  proportion  of  arsenious 
acid  gives  a  milky  appearance  to  glass. 

Arsbnic  and  Titanium. 

Arsbniatb  of  Titanic  Oxidb.-^ Arsenic  acid  precipitates  from  salts 
of  titanic  oxide,  white  flakee  resembling  precipitated  alumina^  which 
dry  up  to  a  shining  vitreous  mass,  and  dissolve  both  in  excess  of  the 
titanium  solution  and  in  excess  of  arsenic  acid.  If  the  titanium  solution 
contains  ferric  oxide,  that  substance  is  precipitated  at  the  same  time. 
(H.  Rose.) 

Arsenic  and  Molybdenum. 

A.  Arseniate  of  Moltbdous  Oxidb.«— Behares  exactly  like  the 
corresponding  phosphate.  (Berzelius.) 

B.  Arsbniatb  of  Moltbdio  Oxidb. — a.  M<mobasicf  Formed  by 
precipitating  hydrochlorate  of  molybdic  oxide  with  di-arseniate  of  soda. 

b.  Add  SaU,^^'ThB  solution  of  hydrated  molybdic  oxide  in  excess  of 
arsenic  acid  has  a  great  inclination  to  turn  blue,  even  when  left  to  spon- 
taneous evaporation.  It  forms  with  ammonia  a  deep  red  solution,  which, 
when  exposed  to  the  air,  deposits  nothing,  but  becomes  gradually 
decolorized.  (Berzelius,  Fogg,  6,  846.) 

C.  Arsbniatb  op  Holtbdic  Acid. — Molybdic  acid,  treated  with 
arsenic  acid,  yields  (a)  a  basic  yellow  compouna,  insoluble  in  water,  and 
(6)  a  solution  containing  excess  of  arsenic  acid.  The  latter,  when  evapo- 
rated to  the  consistence  of  a  syrup,  3rields  crystals.  Alcohol  decomposes 
these  crystals,  separating  white  flakes,  which,  however,  are  subsequently 
redissolved.  The  resulting  alcoholic  solution  turns  blue  on  evaporation, 
and  yields  no  more  ciyrtals.  (Benelius,  Fogg,  6, 383.) 
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D.  MoLTBDic  SuLPHARSENiTE. — A  coTOpound  of  tersolphide  of 
arsenic  with  tersulphide  of  molybdenum.  When  hydrosulphate  of  soda 
saturated  with  orpiment,  is  added  to  a  solution  of  molybdic  acid  in 
hydrochloric  acid,  a  dark  brown  powder  is  precipitated/ which  turns  black 
on  drying,  and  when  distilled  readily  gives  off  orpiment  [and  sulphur?] 
and  leaves  bisulphate  of  molybdenum.  (Berzelius.) 

Aqueous  sulpharseniate  of  sodium,  mixed  with  solution  of  molybdic 
acid,  u>rms  a  yellowish  brown  liquid,  which  gradually  deepens  in  colour^ 
but  without  forming  a  precipitate.  (Berzelius.) 


Arsenic  and  Vanadium. 


A.  Arseniatb  op  Vanadio  Oxide.— a.  j?cwuj.— Aqueous  arsenic 
saturated  with  hydrate  of  vanadic  oxide,  yields,  on  evaporation,  a  gummy 
mass  easily  soluble  in  water,  besides  crystalline  grains  of  6. 

h.  Add  Salt. — The  solution  of  hydrated  vanadic  oxide  in  excess  of 
arsenic  acid,  deposits,  on  evaporation,  a  crust  of  small,  light-blue,  crystal- 
line grains,  which  may  be  freed  from  the  acid  mother-liquid  b^  washing 
with  water.  The  salt  dissolves  but  very  slowly,  even  in  boiling  water, 
or  in  water  containing  arsenic  acid,  but  when  once  dissolved,  no  longer 
separates  again  on  cooling;  the  addition  of  alcohol,  however^  precipi- 
tates it.     Hydrochloric  acid  dissolves  it  quickly.  (Berzelius.) 

B.  Arseniate  op  Vanadic  Acid.— Formed  by  evaporating  the 
sola ti on  of  arseniate  of  vanadic  oxide  till  it  turns  red  and  evolves  nitric 
acid  vapours.  On  cooling,  a  lemon-yellow  compound  separates,  analogous 
to  phosphate  of  vanadic  acid.  (Berzelius,  Fogg,  22,  31,  and  42.) 

When  sulphate  of  vanadic  oxide  is  added  to  aqueous  sulpharseniate  of 
sodium,  no  precipitate  is  formed,  but  the  blue  solution  becomes  colourless. 
(Berzelius.) 

Arsenic  and  Chromium. 

■ 

Hydrochlorate  of  chromic  oxide  mixed  with  arsenite  of  ammonia  gives 
no  precipitate  with  free  ammonia.  (Bonnet,  Pogg.  S7,  308.) 

A.  Arseniate  of  Chromic  OxiDE.-^Arseniate  of  potash  gives  an 
apple-green  precipitate  with  salts  of  chromic  oxide.  (Moser.) 

1"  When  aqueous  arsenious  acid  is  added  to  a  solution  of  mono- 
chromate  of  potash,  the  liquid  acquires  a  fine  green  colour,  and  in  a  few 
minutes  coagulates  into  a  tremulous  jelly,  which,  when  dried  at  100%  yields 
a  substance  whose  empirical  formula  is  3AsO^  +  4KOH-3Cr^O'-hlOAq. 
If  the  liquids  be  mixed  in  the  reverse  order,  the  green  colour  is  produced, 
but  no  precipitate.  (Schweitzer,  J.  pr.  Chtm,  39,  267.)  IT 

B.  Chromic  Sulpharsenitb. — ^2Cr*S',3AsS'. — The  saturated  solution 
of  orpiment  in  hydrosulphate  of  soda  gives  with  salts  of  chromic  oxide  a 
dingy  greyish-yellow  precipitate,  which  turns  greenish-yellow  on  drying. 
This  precipitate  melts  when  heated,  giving  off  orpiment,  and  leaving  a 
shining  dark-grey  residue,  which  yields  a  greenish-grey  powder.  This, 
when  more  strongly  heated,  gives  off  more  orpiment  and  leaves  a  grey, 
pulverulent,  soft  compound  which  contains  a  large  quantity  of  chromic 
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sulphide  with  bat  little  arsenions  sulphide,  and,  when  heated  in  the  air, 
takes  fire,  gives  off  arsenions  and  sulphurous  acid,  and  is  converted  into 
chromic  oxide. 

C.  Chromic  Sulpharseniate. — Salts  of  chromic  oxide  give  a  dirty 
yellow  precipitate  with  the  aqueous  solution  of  terbasic  or  bibasic  sulph- 
arseniate of  sodium. 

Arsenic  and  Uranium. 

A.  Arseniate  op  Uranous  Oxide. — Terbasie. — Formed  by  preci- 
pitating the  solution  of  b  in  hydrochloric  acid  with  excess  of  ammonia. 
Green,  very  bulky  precipitate,  which,  after  ignition,  contains  66*73 
per  cent,  of  uranous  oxide.  Bibasic. — Hydrochl orate  of  uranous  oxide  is 
completely  precipitated  by  di-arseniate  of  soda.  The  green  precipitate, 
when  heated,  gives  off  12-54  per  cent,  of  water,  and  therefore  consists  of 
2U0,A80*-|-4Aq.  On  ignition,  a  few  crystals  of  arsenions  acid  are 
sublimed  from  it,  and  uranic  oxide  is  produced.  It  dissolves  in  hydro- 
chloric acid  more  readily  than  the  corresponding  phosphate.  (Rammels- 
berg,  Fogg,  59,  26.) 

B.  Arseniate  of  Uranic  Oxide. — Light  yellow  powder  insoluble  in 
water.  (Berzelius.) 

IT  According  to  Werther  {J,  pr.  Chem,  13,  321)  arsenic  acid  forms 
with  uranic  oxide  two  compounds  analogous  to  the  phosphates  of  that 
base  (p.  17). 

a.  Di-arseniate.  Prepared  like  the  diphosphate.  By  precipitating 
uranic  acetate  with  arsenic  acid,  a  pale  yellow  saJt  is  obtained,  having  the 
following  composition  :— 

Calculation.  Werther. 

2U*0»    288       ....       59-40  59-05 

AsO*  115       ....       23-83  23-75 

9H0  81       ....       16-77  17-20 

(2IPO»,HO)AsO»  +  8HO    ....      484      ....     lOO'OO        10000 

The  salt  loses  15*1  per  cent.  (8  atoms)  of  water  at  120^ 

b.  Mono-arsenicUe, — Prepared  by  evaporating  an  excess  of  arsenic 
acid  in  contact  with  uranic  oxide,  acetate,  or  nitrate,  and  leaving  the 
residue  to  dry  over  sulphuric  acid.  Small  yellow  crystals  containing  5 
atoms  of  water,  3  of  which  go  off  at  150°. 


U^O*  

AsO*  

144 

115 

45 

•  ••• 

•  !•« 

t  ••• 

47-25 
37-92 
14-83 

Werther. 

48-2 
382 

5HO  

14-0 

(U20»,2HO 

')AsO»  +  3HO 

304 

•  ••« 

100-00 

100-4 

C.  Arseniate  op  Uranic  Oxide  and  Soda. — ^When  a  solution  of 
nitrate  of  uranic  oxide  is  mixed  with  excess  of  basic  arseniate  of  soda, 
3NaO,AsO^  the  whole  of  the  uranic  oxide  is  precipitated  in  the  form  of  a 
pale  yellow  terbasic  salt,  in  which  one  atom  of  uranic  oxide  is  replaced 
by  soda.  • 
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Wdthcr* 

NaO ^ fil-2      ....        6'4        5*9 

2U20*  288-0      ....      60*0        60-7 

AsO* 1150      ....      24-2        23-5 

5HO 45-0      ....        9-4        9'9 


(NaO,2U«08)AiO*  +  5HO....        479*2      ....     lOO'O        100-0 

In  Werther's  analvBis  the  arsenic  acid  was  estimated  by  difference. 
All  the  alkalis,  especially  ammonia,  have  a  great  tendency  to  enter  by 
substitution  into  the  compounds  of  uranic  oxide  with  phosphoric  and 
arsenic  acid.  (Werther.)  ^ 

D.  Uranic  Sulpharsenite.— A  compound  of  tersulphide  of  arsenic 
with  sesquisulphide  of  uranium.  Hydrosulphate  of  soda  saturated  with 
orpiment  gives  with  uranic  salts  a  deep  yellow  precipitate,  which  becomes 
greenish  yellow  on  drying,  and  yields  a  dingy  light-yellow  powder. 
This  precipitate  when  heated  out  of  contact  of  air  becomes  semifluid, 
gives  off  part  of  its  orpiment,  and,  after  long  continued  ignition,  is 
ultimately  converted  into  an  unfused,  porous,  greyish-brown  mass,  which 
appears  to  be  a  more  basic  compound,  (Berzelius.) 

E.  Uranic  Sulphaeseniatb. — Pentasulphide  of  arsenic  with  sesqui- 
sulphide of  uranium.  Aqueous  terbasic  or  bibasic  sulpharseniate  of 
sodium  precipitates  from  salts  of  uranic  oxide,  a  dingy  yellow  substance, 
which  appears  deep  yellow  after  drying,  and  dissolves  in  excess  of  sulph- 
arseniate of  sodium,  forming  a  dark  brown  solution.  (Berzelius.) 


ARSHiac  AifB  Manoaitesb. 

A.  Ar$enide  of  MANaANE8B.<— The  native  arsenide  resembles  Pjrro- 
lusite:  sp.  gr.  5' 55;  hard,  greyish- white.  When  exposed  to  the  air  it 
becomes  covered  with  a  black  powder.  Fuses  on  platinum-foil  and 
combines  with  the  platinum.  Before  the  blowpipe,  it  bums  with  a  blue 
flame,  emitting  the  garlic  odour  and  producing  white  fumes  of  arsenious 
acid.  Dissolves  completely  in  aqua-regia  and  in  large  quantities  of 
nitric  acid.  (Kane,  N.  Quart,  J,  of  JSc.  6,  381;  also  Poffff.  19|  145.) 
Probably  a  mixture  of  the  two  metals. 

2Mi& 66        ....        42*75        ........        45*5 

As 75        ....        57-25        51'8 

Fe ....  trace 

Mn'As! 131        Z       100*00        ZZ        97^ 


B.  Arseniate  of  Manganous  Oxide.— -a.  Bihadc, — Arsenic  acid 
produces  a  turbidity  in  solution  of  acetate  of  manganous  oxide,  but  not  in 
the  hydrochlorate.  The  salt  is  prepared:  1.  By  double  decomposition. 
— 2.  By  treating  carbonate  of  manganous  oxide  with  aqueous  arsenic 
acid,  the  latter  not  being  in  too  great  excess.  White,  and,  when  pre- 
pared by  (2),  crystalline-granalar.  At  a  red  heat,  it  does  not  decompose 
(Scheele,  Opu9C,  2,  66),  but  fuses  to  a  dark  red,  reiy  fluid  glass,  which 
does  not  give  up  its  arsenic  till  it  is  treated  with  charcoal,  but  then  gives 
np  the  whole  of  it.  (Liebig,  Handtoorterbuchf  1,  507.)  Insoluble  in 
water,  but  soluble  in  nitric  and  sulphuric  acid. 
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b.  Jir(mo5aaic.-^Manganons  salts  are  not  preoipitated  by  mono-arse- 
niate  of  soda.  (Pfaff.)  The  salt  a  dissolres  in  aqueous  arsenic  acid. 
(John.) 

C.  Hyposulfharsenitb  of  Manqanesb*—- Dark  red  precipitate* 
(Berzelius.) 

D.  SuLPHARSENiTB  OF  Manoanbsb. — Hjdrosulphate  of  soda  saturated 
with  orpiment  precipitates  from  neutral  manganous  salts  an  aurora-red 
substance^  which  becomes  darker  on  drying  and  yields  an  orange-red 
powder.  When  heated  in  close  vessels,  it  gires  off  tersulphide  of  arsenio 
and  is  converted  into  a  yellowish-green,  pulverulent  compound  containing 
a  large  quantity  of  sulphide  of  manganese  and  a  small  quantity  of  orpiment. 
This  oompouna  is  infusible  and  suffers  no  further  decomposition  by  heat; 
when  it  is  digested  in  hydrochloric  acid,  sulphuretted  hydrogen  is  evolved, 
manganous  oxide  dissolved,  and  orpiment  precipitated. 

E.  SuLPHARSBNiATB  OF  Manoanbbe.*— A.  Sexbasic,*'^6MnS,AaS'^, — 
Formed  by  digesting  the  yellow  powder  of  b  in  strong  ammonia ;  penta- 
sulphide  of  arsenic  is  then  dissolved,  and  there  remains  a  brick-red  powder 
which  is  permanent  in  the  air,  has  a  pale  brick-red  tint  when  dry,  is 
somewhat  soluble  in  water,  and,  when  ignited  at  cue  point,  continues  to 
bum. 

b.  Bibasic. — 2MnS,AsS^ — ^Formed  by  digesting  freshly  precipitated 
hydrated  sulphide  of  manganese  with  water  and  pentasulphide  of  arsenic. 
The  new  compound  partly  dissolves  in  the  water,  partly  remains  at  the 
bottom  in.  the  form  of  a  yellow  powder,  which  however  dissolves  in  a 
larger  quantity  of  water.  The  solution  yields  sulphur  on  evaporation, 
and  afterwards  deposits  a  lemon -yellow  mass,  which,  from  having 
undergone  a  certain  amount  of  decomposition,  no  longer  dissolves  com- 
pletely in  water.  Acids  precipitate  pentasulphide  of  arsenic  from  the 
solution  and  liberate  hydrosulphuric  acid.  The  same  compound  ie 
obtained  when  carbonate  of  manganous  oxide  is  boiled  with  water  and 
pentasulphide  of  arsenic,  but  arseniate  of  manganous  oxide  is  likewise 
formed  at  the  same  time.  The  aqueous  solution  of  sulpharseniate  of 
sodium  does  not  precipitate  manganous  salts.  (Berzelius.) 

F.  Arseniate  of  Manganous  Oxide  and  Ammonia.— When  a 
mixture  of  chloride  of  manganese  and  ammonia  is  added  to  the  aqueous 
solution  of  arsenic  acid  or  arseniate  of  ammonia — especially  if  heat  be 
applied — a  flocculent  precipitate  is  formed,  consisting  of  manganous 
arseniate,  which  is  soon  converted  into  the  crystallized  double  salt.  This 
salt  is  washed  with  water  deprived  of  air  by  boiling.  Sometimes  forms  a 
reddish-white  crystalline  powder,  sometimes  small  reddish  crystalline 
grains.  Permanent  in  the  air.  When  heated,  it  gives  off  water  and 
ammonia,  and  leaves  di-arseniate  of  manganous  oxide.  With  potash  it 
evolves  ammonia,  forming  arseniate  of  potash,  and  leaving  di-arseniate  of 
manganous  oxide.  Dissolves  readily  in  dilute  acids,  but  not  in  water  or 
alcohol.  (Otto,  J,  pr.  Chem.  2,  414.) 


NH»  .. 
2MnO 
AsO*j .. 
13H0. 


Otto. 

17 

•  ••• 

5*30 

5-62 

72 

•  ••• 

22*43 

22-81 

115 

«»»• 

35-82 

36-89 

117 

«••• 

36*45 

34-68 

NH«0,2MiiO,A80>+l2Aq 821       ....     100-00        100-00 
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The  supposition  that  the  salt  contains  only  1 2  atoms  of  water  agrees 
most  nearly  with  Otto's  analysis;  but  he  himself  considers  it  as  possible 
that  the  salt  which  he  analyzed  and  which  was  dried  at  1 6%  may  hare 
lost  some  of  its  water;  with  13  atoms  of  water,  this  salt  corresponds 
exactly  to  phosphate  of  magnesia  and  ammonia. 


Other  Gompoundb  of  Arsenic. 

With  Antimony,  Bismuth,  Zinc,  Tin,  Lead,  Iron,  Cobalt,  Nickel, 
Copper,  Mercury,  Silver,  Gold,  Platinum,  Palladium,  and  Rhodium — 
forming  white,  and  mostly  brittle  and  easily  fusible  alloys,  which,  when 
ignited  out  of  contact  of  air,  either  retain  their  arsenic  or  give  it  up  but 
partially — ^but  if  the  air  has  access  to  them  during  ignition,  eyolve  part  of 
their  arsenic  in  the  form  of  arsenious  acid,  and  retain  the  rest  in  the  form 
of  an  arson  iate  of  the  metallic  oxide.  When  ignited  with  nitre  and 
carbonate  of  potash  together,  they  yield  arseniate  of  potash,  and  when 
ignited  with  potash-liver  of  sulphur  they  yield  arsenicai  sulphur-salts  of 
potassium,  which  may  be  washed  out  with  water. 
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Spiessglam,  Spiessglas,  Spiessglanzkonig,  Antimon,  Antimonium, 

Stibium,  Aniimmne. 

History.  A  few  of  the  compounds  of  antimony  appear  to  haye  been 
known  to  the  ancients,  but  not  antimony  itself,  the  preparation  of  which, 
together  with  that  of  many  of  its  compounds,  was  first  described  by 
Basilius  Valentinus  towards  the  end  of  the  fifteenth  century.  The  oxides, 
and  many  of  the  other  compounds  of  antimony,  were  described  by  Proust, 
and  more  especially  by  Berzelius. 


Sources.  Rarely  native; — as  antimonic  oxide;  as  antimonious  acid  or 
antimonicacid;  as  antimoniate  of  lime?  very  frequently  as  sulphide  of 
antimony*;  as  sulphide  of  antimony  in  combination  with  other  metallic 
sulphides :  in  Feather-ore,  Jameson ite,  Plagionite,  Zinkenite,  Boulange- 
rite,  Berthierite,  Bourn onite,  Antimonial  copper  glance.  Grey  copper, 
Miargyrite,  Dark  red  silver.  Brittle  sulphide  of  silver,  Polybasite; — in 
combination  with  another  metal :  in  arsenide  of  antimony,  antimonide  of 
nickel,  and  antimonide  of  silver :  with  another  metal,  together  with  a 
metallic  sulphide  in  Nickeliferous  grey  antimony. 

**  AH  the  German  and  French  sulphide  of  antimony  occurring  in  commerce,  except- 
ing that  from  Montlu^on,  Department  de  TAllier,  contains  from  ^^  to  ,*o  of  its  weight 
of  arsenic.  Metallic  antimony.  Acres  antimonii,  basic  sulphate  of  antimonic  oxide, 
kermes,  sulphur  aura  turn,  vitrum,  and  crocus  antimonii,  antimonium  diaphoreticum 
ablutum,— all  these  substances,  prepared  from  sulphide  of  antimony  containing  arsenic, 
are  contaminated  with  arsenic  (the  metallic  antimony  containing  from  ^^  to  g^o  >^ 
weight,  the  kermes,  ^i^  to  fi^);  but  crystallized  tartar  emetic  (the  arsenic  remaining  in 
the  mother-liquor)  and  the  powder  of  algaroth  are  free  from  this  impurity.  (Serulias, 
Ann.  Chim.  Phy».  18,  217.)  The  larger  crystals  of  tartar  emetic,  howerer,  which  are 
principally  formed  in  the  mother-liquid,  likewise  contain  arsenic.  (Martins.) 
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JPr^paro^fon.— -1.  Powdered  grey  stdphide  of  antimony,  mixed  with 
about  half  its  weight  of  charcoal  powder  to  prevent  caking,  is  roasted  at 
a  gentle  heat  (on  the  small  scale,  on  a  roasting-dish ;  on  the  large  scale, 
in  a  rererberatory  furnace),  with  constant  stirring,  the  fire  being  gradu- 
ally increased,  but  not  sufficiently  to  fuse  the  mass.  The  sulphur  escapes 
in  the  form  of  sulphurous  acid,  and  there  remains  a  mixture  of  antimo. 
nious  acid  with  a  small  quantity  of  antimonic  oxide  amounting  to  about 
\  of  its  weight  (Geiger  &  Beimann,  Mag.  Fharm.  17, 136),  and  traces  of 
sulphide  of  antimony  remaining  undecomposed,  the  OcUx  ArUimonii  grisea 
8,  per  86  or  CinU  Antimonii,  This  residue  is  then  mixed  with  half  its 
weight  of  cream  of  tartar— or  with  1  part  of  charcoal  and  ^  pt.  potash — or 
with  charcoal  powder  saturated  with  an  aqueous  solution  of  carbonate  of 
soda — ^and  fused  in  a  covered  crucible  at  a  low  red  heat;  the  fused  mass 
is  then  poured  out  into  a  hot  mould  partly  filled  with  tallow,  and  the 
mould  gently  tapped  to  make  the  metal  sink  to  the  bottom.  The  slag  at 
the  top  consists  of  a  mixture  of  alkaline  carbonate,  double  sulphide  of 
antimony  and  potassium  (or  sodium)  and  charcoal.  The  charcoal  sepa- 
rates the  oxygen  from  the  antimony  and  from  a  portion  of  the  alkali;  and 
the  potassium  or  sodium  thus  eliminated  separates  the  sulphur  from  part 
of  the  sulphide  of  antimony  still  present,  and  then,  in  the  form  of  sul- 
phide, unites  with  the  remainder. — 2.  A  mixture  of  8  parts  of  sulphide  of 
antimony  and  6  parts  of  cream  of  tartar  is  heated  in  a  crucible,  nearly  to 
redness,  and  from  2  to  3  parts  of  nitre  are  added  till  the  mass  becomes 
perfectly  fused.  Or  a  mixture  of  8  pts.  of  sulphide  of  antimony,  6  pts. 
of  cream  of  tartar,  and  3  pts.  of  nitre,  is  projected  by  small  portions  at 
a  time  into  a  red-hot  crucible  placed  in  a  furnace,  and  the  whole  heated 
for  a  short  time,  till  perfectly  fused.  The  mass  is  then  poured  out  as 
before.  The  lower  stratum  consists  of  metallic  antimony,  the  upper  of 
double  sulphide  of  antimony  and  potassium  mixed  with  charcoal.  The 
charcoal  in  the  black  flux  (III.  20)  withdraws  oxygen  from  the  potash; 
the  potassium  thus  separated  decomposes  a  portion  of  the  sulphide  of 
antimony,  setting  the  metal  free;  and  the  resulting  sulphide  of  potassium 
unites  with  the  still  undecomposed  sulphide  of  antimony.  Probably 
according  to  the  following  equation : 

fiSbS'  +  6K0  +  6C  s=  3(2KS,  SbS»)  +  2Sb  +  6C0. 

According  to  this,  only  |-  of  the  antimony  contained  in  the  sulphide 
should  be  obtained  in  the  metallic  state,  or  29*15  parts  of  regulus  from 
100  parts  of  the  sulphide  of  antimony.  This  result  accords  with  actual 
experience,  100  parts  of  sulphide  of  antimony  being  found  to  yield  27 
parts  of  antimony.  According  to  Liebiff,  however,  by  leaving  out  the 
nitre  in  this  process,  100  parts  of  sulphide  of  antimony  produce  45  parts 
of  the  metal. — 3.  An  intimate  mixture  of  8  parts  of  sulphide  of  anti- 
mony with  1  pt.  of  dry  carbonate  of  soda  and  1  pt.  of  charcoal  heated 
in  an  earthen  crucible,  and  constantly  stirred  with  a  stick  till  it  fuses 
quietly,  and  then  poured  out  into  the  casting  mould — yields  5*7 
parts  (71  per  cent.)  of  antimony,  which  is  afterwards  purified  from  iron 
and  copper  by  fusion  with  |  its  weight  of  nitre.  (Duflos,  Br,  Arch.  36, 
277;  38,  158.) — In  this  process,  rather  more  than  3  atoms  of  carbonate 
of  soda  and  charcoal  are  used  to  1  atom  of  tersulphide  of  antimony,  so 
that  a  sufficient  quantity  of  sodium  is  set  free  to  separate  the  whole  of 
the  sulphur: 

SbS»  +  3NaO  +  3C  =  Sb  +  3NaS  +  SCO. 
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The  fusion  must  be  continued  for  a  long  time,  daring  which  the  mass  is 
very  apt  to  boil  over,  and  the  antimony  to  bum  away ;  the  total  amount 
obtained  is  only  66  per  cent.,  and  the  antimony  still  contains  the  whole 
of  the  other  metals  which  were  present  in  the  sulphide.  (Liebig,  Mag. 
Fharm.  35,  120.) — 4.  A  mixture  of  177  parts  (1  at.)  of  sulphide  of  anti- 
mony with  at  most  82  narts  (3  at.)  of  iron  filings  or  iron  nails  is  heated 
to  bright  redness  in  a  closely  covered  crucible,  and  then  left  to  cool. 

SbS»+3Fe=  Sb  +  3FeS. 

The  iron  separates  the  whole  of  the  sulphur,  even  at  a  gentle  heat;  but 
a  stronger  heat  is  required  to  fuse  the  sulphide  of  iron,  and  cause  the 
antimony  to  form  a  distinct  stratum  beneath  itj  at  this  high  temperature, 
the  antimony  is  apt  to  bum  away  if  the  crucible  be  not  well  covered ; 
hence  a  layer  of  charcoal  powder  over  the  mixture  is  useful. — The  addi- 
tion of  carbonate  of  potash  or  soda,  or  of  nitre,  accelerates  the  fusion, 
because  double  sulphide  of  iron  and  potassium  or  sodium  is  thereby 
formed,  which  is  more  readily  fusible  than  pure  sulphide  of  iron.    For  ex- 
ample, 22  parts  of  nitre  are  added  to  a  strongly  ignited  mixture  of  100 
parts  of  sulphide  of  antimony  and  33  pts.  of  iron,  or  6  parts  of  nitre  to  100 
parts  of  sulphide  of  antimony  and  47  pts.  of  iron ; — or  100  parts  of  sulphide 
of  antimony,  42  pts.  of  iron,  from  10  to  50  pts.  of  dry  carbonate  of  soda, 
and  2  to  5  pts.  ot  charcoal  are  melted  together.     Bertnier,  however,  found 
it  most  advantageous  to  fuse  together  100  parts  of  sulphide  of  antimony, 
55.... 60  parts  of  smithy  scales,  45  parts  of  carbonate  of  potash,  and  10 
parts  of  charcoal;  this  mixture  yielded  69  parts  of  antimony;  the  mass 
nowever  was  found  to  froth  up  considerably.    Liebig  {Mag.  Fkarm.  35, 
120)  gives  the  preference  to  this  method;   but  the  regulus  which   it 
separates  from  sulphide  of  antimony  containing  lead,  is  contaminated  with 
that  metal.  Ann  Fharm.  22,  62.)     A  mixture  of  100  parts  of  sulphide  of 
antimony,  42  parts  of  iron,  10  parts  of  dry  sulphate  of  soda,  and  2^  parts 
of  charcoal,  yield  between  60  and  64  parts  of  antimony.  (Liebig,  Handr- 
w'&rterhuch) — The  slag  obtained  in  the  second  process  likewise  yields  a 
large  quantity  of  antimony  by  fusion  with  iron,  because  the  double  sulphide 
of  antimony  and  potassium  is  thereby  converted  into  double  sulphide  of 
iron  and  potassium. 

Antimony  obtained  by  the  first,  second,  and  third  processes, — ^the 
RegvXtLs  ArUimonii  simplex  s.  vulgaris  which  solidifies  in  the  mould,  and 
has  a  stellated  structure  on  the  upper  surface,  whence  it  has  been  called 
Regulus  Antvmonii  stellatus — may  contain  sulphur,  potassium,  arsenic, 
lead,  iron,  and  copper;  the  antimony  prepared  by  the  fourth  method, 
Regulus  Aniimanii  martialis,  may  contain  a  large  quantity  of  iron,  espe- 
ciaJly  when  the  iron  has  been  used  in  excess.  The  powdered  antimony 
may  be  freed  from  iron  by  fusing  it  with  sulphide  of  antimony;  from  sul- 
phur, by  fusion  with  carbonate  of  potash ;  from  sulphur  and  potassium, 
b^  fusion  with  nitre ;  and,  according  to  Benelius,  from  sulphur,  potas- 
sium, arsenic,  and  iron,  by  fusion  with  from  ^  to  1  part  of  antimonic  oxide. 

By  fusing  sulphide  of  antimony,  or  the  slag  obtained  in  the  second 
process,  with  tin,  lead,  copper,  silver,  &c,  an  antimony  is  obtained, 
which  may  contain  small  quantities  of  these  metals;  antimony  thus 
prepared  was  formerly  called  Regulus  Antimonii  jovialis,  saturninus, 
venereus,  lunaris,  &c. 

Purification. — 1 .  By  the  following  method,  commercial  antimony  and 
likewise  that  prepared  on  the  small  scale,  may  be  perfectly  freed  from 
sulphur,  arsenic,  iron,  (when  not  in  too  large  quantity,)  and  copper,  but 
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not  from  lead;  hence  the  antimony  subjected  to  this  process^  must  be 
previously  freed  from  lead.     A  mixture  of  lb*  parts  of  coarsely  pounded 
antiraouy  with  1  part  of  grey  sulphide  of  antimony  and  2  parts  of  dry 
carbonate  of  soda,  is  fused  in  a  hessian  crucible  for  an  hour,  care  being 
taken  to  prevent  any  charcoal  from  falling  into  the  mass.     When  cold, 
the  crucible  is  broken,  and  the  slag  completely  separated  from  the  metal, 
which  is  again  coarsely  pulverized,  fused  with  1^  pt.  dry  carbonate  of 
soda  for  an  hour,  and,  lastly,  after  cooling  and  removal  of  the  slag,  once 
more  fused  with  I  part  of  carbonate  of  soda.     In  this  manner,  1 5  parts 
of  pure  antimony  are  obtained.  (Liebig,  Ann.  Pharm,   19,  22.)     The 
sulphide  of  antimony  converts  the  other  metals,  except  the  lead,  into 
metallic  sulphides,  which  pass  into  the  slag  in  combination  with  sulphide 
of  sodium.     The  remaining  arsenic  is  separated  by  the  carbonate  of 
soda,  in  the  form  of  arseniate  of  soda.     If  any  charcoal  falls  into  the 
crucible,  it  reduces  arsenic  from  the  arseniate  of  soda,  whereby  the  anti- 
mony is  again  rendered  impure.  (Liebig.)     Hence  a  black-lead  crucible 
cannot  be  used ;  such  a  crucible  also  reduces  sodium,  which  then  mixes 
with  the  antimony.  (Anthon,  Repert,  59,   240.)     If  the  commercial  anti- 
mony has  been  prepared  with  iron,  and  is  consequently  richer  in  iron,  a 
larger  quantity  of  sulphide  of  antimony  must  be  added  in  the  first  fusion^ 
that  is  to  say,  in  proportion  nearly  corresponding  to  the  iron,  (4  parts  of 
sulphide  of  antimony  and  4  parts  of  carbonate   of  soda,  to  16  parts  of 
the  antimony);  in  this  case  the  loss  of  antimony  is  greater.     As  long  as 
iron  is  present,  it  is  impossible  to  remove  the  arsenic  by  means  of  car- 
bonate of  soda.  (Liebig,  Ann,  Pharm,  22,  58:  Bandworterb.  ],  416.—- 
See  also  Bnchner,  Repert.  51,  267.) — 2.  Well  washed  powder  of  algaroth 
is  reduced  with  alkali  and  charcoal.     By  this  means,  all  impurities  from 
the  heavy  metals  are  got  rid  of.     Artus  {J.  pr.  Chem,  8,  127),  digests 
1  part  of  finely  powdered  grey  sulphide  of  antimony  or  glass  of  antimony, 
with  2  parts  of  common  salt,  3  parts  of  oil  of  vitriol  and  2  parts  of 
water  for  8  hours;   then  boils  for  an  hour,  and  afterwards  mixes  the 
liquid  with  water  till  a  permanent  precipitate  begins  to  appear;  then 
filters;    precipitates   the  powder    of  algaroth  by  adding  more   water; 
washes  it  thoroughly;  and  fuses  100  parts  of  the  dry  compound  with  80 
parts  of  dry  carbonate  of  soda  and  20  parts  of  charcoal  powder,  for  15  or 
20  minutes:  61  parts  of  pure  antimony  are  thus  obtained. — 3.  The  purest 
antimony  is  obtained  from  tartar-emetic,   purified  by  repeated  crystal- 
lization. (Capitaine,  /.  Pharm.  25,  516;  also  J,  pr,  Chem.  18,  449.) 

Purification  from,  ArMnui  only.  1.  Four  parts  of  pounded  commer- 
cial antimony  are  mixed  with  5  parts  of  nitre  and  2  parts  of  dry  car- 
bonate of  soda  (without  the  latter,  insoluble  arseniate  of  antimonic  oxide 
would  be  formed),  and  the  mixture  projected  into  a  red-hot  crucible. 
The  mass  remaining  after  the  combustion  (which  takes  place  quietly), 
is  then  pressed  together,  heated  for  half  an  hour  at  a  higher  temperature, 
80  that  it  may  become  pasty  but  not  fused,  and  pressed  down  as  often  as 
it  swells  up  from  evolution  of  gas.  After  this,  it  is  taken  out  of  the 
crucible  with  the  spatula,  while  still  hot  and  soft,  then  reduced  to 
powder,  and  boiled  for  some  time  in  water  with  frequent  stirring.  The 
water,  together  with  the  finer  powder,  is  then  poured  ofif;  the  coarser 
powder  crushed  with  a  pestle,  and  boiled  with  a  fresh  quantity  of  water; 
tbe  two  liquids  with  their  deposits  mixed;  and  the  insoluble  portion 
freed  by  repeated  subsidence  and  decantation,  and,  lastly,  by  washing  on 
a  filter,  from  the  alkaline  solution  which  contains  the  alkaline  arseniate 
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and  but  a  yery  small  'quantity  of  antimoniate.  The  washed  acid  antu 
moniate  of  potash  is  white;  but  if  it  contains  lead,  which  cannot  be 
removed  by  nitric  acid,  it  has  a  yellow  colour.  It  is  then  fused  with 
half  its  weight  of  cream  of  tartar  at  a  moderate  red  heat,  and  the  re- 
sulting antimony  containing  potassium  is  pulverized  and  thrown  into 
water,  which  removes  the  potassium  and  gives  off  pure  hydrogen  gas. 
(Wohler,  Pogg.  27,  628;  also,  Ann.  Pharm,  5,  20.)  IT  According  to 
C.  Meyer,  {Ann,  Pharm,  Q(i,  236;  Cent7\  Blatt,  1848,  828,)  the  use  of 
nitre  is  objectionable,  because  it  gives  rise  to  the  formation  of  antimo- 
niate of  potash,  which  destroys  the  exactness  of  the  process.  Meyer 
recommends  a  mixture  of  nitrate  and  carbonate  of  soda,  whereby  a  mass 
is  obtained,  which  does  not  yield  a  trace  of  antimony  to  water.  This 
method  is  so  exact,  that  it  may  be  used  to  separate  antimony  from  arsenic 
in  quantitative  analysis;  moreover,  the  antimony  thus  obtained  is  not 
contaminated  with  potassium  or  sodium.  IT  This  method  is  good,  but 
too  expensive,  and  from  the  tedious  washing  of  the  antimoniate  of  pot- 
ash, difficult  of  execution  on  the  large  scale.  Moreover,  the  whole  of 
the  iron  and  copper,  besides  a  small  quantity  of  potassium,  remains  in 
the  antimony.  (Liebig.) — Gbttling  {Toichenh,  1780,  96)  burned  a  mix- 
ture of  16  parts  of  sulphide  of  antimony  and  20  parts  of  nitre ;  exhausted 
the  mass  with  hot  water ;  fused  the  residue,  after  drying,  with  1 6  parts 
of  cream  of  tartar;  and  obtained  9  parts  of  antimony,  which  probably  was 
nearly  free  from  arsenic. — 2.  One  part  of  pulverized  antimony,  prepared 
by  the  second  method,  is  rapidly  fused  with  half  its  weight  of  carbonate 
of  potash  and  the  mass  poured  out ;  the  metal  obtained  is  then  crushed^ 
fused  with  one-fourth  its  weight  of  nitre ;  again  poured  out;  the  metal 
again  crushed,  and  fused  with  one-third  its  weight  of  hydrated  anti- 
monic  acid;  and  lastly,  the  antimony,  after  being  repulverized,  is  fused 
with  one-third  its  weight  of  carbonate  of  potash,  and  poured  into  the 
mould.  This  method  completely  removes  the  arsenic.  (Th.  Martins, 
KatAn.  Arch,  24,  253.) — 3.  If  32  parts  of  antimony  rich  in  arsenic,  are 
fused  with  4  parts  of  nitre,  the  slag  contains  a  large  quantity  of  arseniate 
of  potash;  the  resulting  30  parts  of  metal  fused  with  3  parts  of  nitre, 
still  yields  a  small  quantity  of  arseniate  of  potash  and  27  parts  of  metal; 
this,  if  again  fused  with  2  parts  of  nitre,  yields  a  slag,  containing  scarcely 
anything  but  antimoniate  of  potash  and  metallic  antimony,  perfectly  free 
from  arsenic.  If  carbonate  of  potash  be  used  instead  of  nitre,  the  sepa- 
ration of  the  arsenic  is  much  more  difficult.  (J.  A.  Buchner,  Pepert. 
44,  246.) — 4.  One  part  of  antimony,  prepared  by  the  third  method,  is 
heated  with  1^  pt.  of  oil  of  vitriol  in  a  porcelain  basin,  stirring  con- 
stantly as  long  as  sulphurous  acid  'gas  continues  to  be  evolved,  and  water 
carefully  added  by  small  portions  at  a  time,  till  a  greyish-white,  intu- 
mescent  mass  is  formed.  This  is  mixed  in  a  vessel  made  of  antimony, 
with  from  0*2  to  0*4  pt.  finely  powdered  fluorspar,  and  0*4  to  O'S 
pt.  oil  of  vitriol  (according  to  the  quantity  of  arsenic  present).  The 
whole  is  then  heated,  with  constant  stirring,  as  long  as  hydrofluoric  acid 
and  fluoride  of  arsenic  are  given  off;  the  residue  afterwards  gradually 
mixed  with  water;  washed  by  decantation,  till  the  wash- water  ceases  to 
exhibit  an  acid  reaction;  and  the  remaining  basic  sulphate  of  antimonic 
oxide  reduced  by  fusion  with  half  its  weight  of  cream  of  tartar,  in  a 
covered  crucible.  If  a  leaden  vessel  were  used,  antimony  and  arsenic 
would  be  reduced  together,  and  consequently  the  antimony  obtained 
would  not  be  free  from  arsenic.  (Duflos,  Easin,  Arch.  19,  56;  also^ 
TOL.  nr.     .  Y 
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Schw.  60,  853;  further,  Schw.  62,  501 ;  see  akK>  Buchner  &  Herbeiger, 
Ji^)ert,  38,  381  j  44,  246.) 

Te$U  for  Impurities  in  Antimony, — 1.  Sulphur.'^The  powdered 
metal,  when  heated  with  strong  hydrochloric  acid,  diaenga^ies  ^hydroeul- 
phuric  acid. — 2.  Ftitassium  or  Sodium. — The  antimony  appears  more  grey 
than  white,  and  loses  its  lustre  on  exposure  to  the  air.  Its  powder  has 
an  alkaline  taste,  reddens  moist  turmeric  paper,  and  eyolves  hydrogen 
gas  when  put  under  water,  giving  up  alkali  to  the  liquid. — 3.  Artenic,^ 
The  metal,  when  fused  in  the  air,  emits  a  garlic  odour.  If  its  powder 
be  detonated  with  about  ^  pt.  nitre,  and  the  resulting  mass  treated  with 
water,  a  filtrate  is  obtained,  which  contains  arseniate  and  antimoniate  of 
potash,  so  that,  when  supersaturated  with  hydrochloric  acid  and  rapidly 
saturated  with  hydrosulphuric  acid  gas,  it  first  gives  a  yellowish-red  pre- 
cipitate of  pentasulphide  of  antimony,  and  then  if  rapidly  filtered  and 
preserved  in  a  close  vessel,  gradually  deposits  a  yellow  precipitate  of 
pentasulphide  of  arsenic.  The  antimony  ignited  with  an  equal  weight  of 
cream  of  tartar  in  a  covered  crucible,  yields  an  alloy  of  potassium, 
arsenic,  and  antimony,  which,  if  reduced  to  powder  under  water,  evolves 
arseniuretted  hydrogen,  recognintble  by  its  depositing  brown  metallic 
arsenic  on  ignition  (p.  265). — 4.  Lead, — The  powdered  metal  boiled  with 
nitric  acid  nearly  to  dryness,  and  then  treated  with  water,  yields  a  filtrate 
which  contains  nitrate  of  lead,  and  is  consequently  precipitated  by  sul- 
phuric acid.  When  the  quantity  of  lead  is  large,  a  solution  of  antimony 
in  aqusrregia  deposits  crystalline  needles  of  chloride  of  load  on  cooling. 
•-—If  the  antimony  contams  sulphur  besides  the  lead,  the  lead  remains 
undissolved  in  the  form  of  sulphate,  on  treating  the  metal  with  nitric 
acid.  If  the  antimonio  oxide  in  the  residue  is  then  dissolved  out  by 
warm  hydrosulphate  of  ammonia,  black  sulphide  of  lead  remains  behind, 
and  if  iron  is  present,  black  sulphide  of  iron  also.* — 5,  Iron. — The 
finely  divided  metal  ignited  with  3  times  its  weight  of  nitre,  and  washed 
with  boiling  water,  leaves  a  yellowish  residue,  Irom  which  boiling  dilute 
hydrochloric  acid  separates  ferric  oxide,  which  may  be  detected  by 
ferrocyanide  of  potassium,  &c. — 6.  Copper, — ^When  the  lead  has  been 
precipitated  from  the  nitric  acid  solution  by  sulphuric  acid,  according  to 
the  method  above  given,  the  cuprio  oxide  remains  dissolved,  and  may  be 
recognized  by  its  behaviour  with  hydrosulphuric  acid,  ferrocyanide  of 
potassium,  ammonia,  or  polished  iron. 

Pure  antimony  fuses  before  the  blowpipe  on  charcoal,  forming  a 
shining  globule  which  bums  completely  away  with  evolution  of  inodorous 
vapours,  and  becomes  covered,  on  coolmg,  with  beautiful  white  needles  of 
antimonic  oxide.  Impure  antimony,  on  the  contrary,  exhales  a  garlic 
odour,  especially  at  the  commencement;  becomes  covered  with  a  slag  of 
sulphide  of  iron;  has  a  dull  surfetce;  ceases  to  bum  as  soon  ais  the  blow- 
pipe flame  is  withdrawn;  and  yields  a  jrellow  oxide.  (Liebig.)  Pure 
antimony,  after  fusion  before  the  blowpipe,  should  solidify  in  a  smooth 
globule  having  a  silvery  lustre.  ^Capitaine.)  A  solution  of  antimony 
in  aqua-regia  should  give  a  yellowish-red  precipitate  with  hydrosulphate 
of  ammonia,  perfectly  soluble  in  excess  of  the  precipitant.  If  a  black 
residue  is  left,  it  must  consist  of  sulphide  of  lead,  iron,  or  copper.  (H.  Rose.) 

Properties. — ^Crystalline  system  the  rhombohedral.  Primary  form  an 
acute  rhombohedron.  Fig.  151;  r* :  r^=  87°  39':  also  an  obtuse  rhonv- 
bohedron  (Fig.  141)  the  axis  of  which  is  half  as  long  as  that  of  the  acute 
rhombohearon,  and  in  which,  according  to  Mobs,  r"  :  r's:  117*  15'. 
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(Breithanpi,  Schw.  52,  169.)  When  fused  antimony  is  allowed  to  solidify 
partially  and  the  fused  portion  then  ponred  off^  small  acute  rhombs 
approaching  the  cube,  are  obtained  {Fig.  151)  r*  :  r*  =  87**  28',  with  one 
yery  distinct  plane  of  cleavage  parallel  to  p  (Fig,  152),  and  three  less 
brilliant,  which  cut  off  the  vertical  edges,   and  consequently  tend  to 
produce  an  obtuse  rhombohedron  {e.g,  corresponding  to  the  truncation- 
faces  in  Fig.  145).     The  angle  between   the  principal  cleavage-plane 
parallel  to  p,  and  one  of  the  other  three  =  142°  5\  (Marx,  Schw.  59, 
211.)     H.  Rose  {Fogg.  15,  454)  and  Eisner  (J.pr.  Chem.  20,  71)  likewise 
obtained  distinct  rhombohedrons.     Hauy  formerly  supposed  that  he  had 
discovered  in  antimony  the  4  cleavage-planes  of  the  regular  octohedron 
and   the   6    cleavage-planes   of  the   rhombic-dodecahedron.     Sp.   gr.  = 
6-7006    (Karsten),    6702   (Brisson),    6712   (Hatchett),    6715    at   16** 
(Marchand  &  Scheerer),  6*723  (Bockmann),  6*860  (Bergman).     If  from 
pure  antimony  of  specific  gravity  6*715,  a  cylinder  is  filed  so  as  exactly 
to  fit  a  diamond  mortar,  and  is  then  submitted  therein  to  a  pressure  of 
150,000  lbs.,  it  is  first  crushed  to  powder,  and  afterwards  re-converted  into 
a  perfectly  solid  mass  which  has  a  specific  gravity  of  6*714.     Similarly, 
commercial  antimony,  of  specific  gravity  6 '696,  after  being  crushed  and 
resolidified  in  a  diamond  mortar,  has  a  specific  gravity  of  6*693.     Henoe 
antimony  has  the  same  specific  cavity  whether  in  the  crystallized  or  in 
the  compressed  state.  (Marchand  &  Th.  Scheerer,  J.  pr.  Chem.  27,  207.) 
Not  very  hard;  very  brittle,  and  easily  reduced  to  powder.     Tin-white, 
highly  lustrous.     Fuses  at  432"^,  according  to  Dal  ton;  at  513°,  according 
to  Guvton-Morveau.     The  purer  the  antimony,  the  more  easily  does  it 
fuse.  (Capitaine.)     It  does  not  dilate  on  cooling.  (Marx,  Sehw.  58,  464.) 
Volatilizes  out  of  contact  of  air  only  at  very  elevated  temperatures,  but  in 
a  current  of  air,  much  less  heat  is  required.     Antimony  covered  with  a 
flux  loses  less  than  y^V?  ^^  ^^  weight  in  the  strongest  white  heat;  but, 
in  a  current  of  hydrogen  gas,  it  may  be  distilled  at  a  white  heat.  (Liebig. 
ffandworterbuch.) 

Oomp<mnd$  of  Antimony. 

Antimony  and  Oxyobn. 

A.  Suboxide  of  Antimony.    SbO? 

1.  In  moist  air,  antimony  becomes  covered  with  a  thin  film  of  sub- 
oxide, and  is  thereby  rendered  dull  and  of  a  darker  grey  colour.— 
2.  When  a  bar  of  antimony  is  used  for  the  positive  electrode  in  the 
decomposition  of  water,  it  becomes  covered  with  a  lead-grey  film,  which 
appears  blackish-grey  after  drying.  To  obtain  the  suboxide  in  larger 
quantity,  powdered  antimony  is  immersed  in  water,  and  connected  by  a 
platinum  wire  with  the  positive  pole  of  a  battery;  and  the  bluish-grey 
flocculent  powder  which  is  formed,  is  separated,  from  time  to  time,  from 
the  rest  of  the  antimony,  by  levigation.  The  suboxide  when  dry  is 
blackish-grey,  and  cannot  be  made  to  take  the  metallic  lustre  by  pressure 
with  the  burnisher.  When  treated  with  hydrochloric  acid,  it  is  resolved 
into  antimonic  oxide,  which  dissolves,  and  a  residue  of  the  metal.  (Ber- 
zelius.)     Regarded  by  Proust  as  a  mixture  of  metal  and  oxide* 

y2 
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B.  Antimonic  Oxide.    SbO'. 

Teroxide  of  Antimony,  Protoxyde  cTAntimoine. — Found  native  as 
White  AiUlmony  Ore  (Weiss-xpiessglanzerz)  or  Flowers  of  Antimony, 
(AntimonblUthe,) 

Formation, — I.  When  aQtimony  is  heated  in  the  air  till  it  boils,  it 
takes  fire  and  burns  with  a  bright  bluish-white  flame,  and  at  a  moderate 
red-heat  with  a  reddish  light, — yielding  antimonic  oxide,  which  condenses 
on  cold  bodies  in  the  form  of  Floweret  of  Antimony,  Flores  Aniinwnii 
aryentei,  Nix  Stibii.     When  strongly  ignited  antimony  is  thrown  on 
the  ground,  it  separates  into  small  globules  which  continue  to  bum. 
Antimony  heated  to  strong  redness  on  charcoal   before  the  blowpipe 
and  then  left  to  cool  quietly,  becomes  covered  with  brilliant  needles  of 
antimonic  oxide.    If  the  antimony  contains  but  a  trace  of  arsenic,  it  emits 
the  garlic-odour  in  burning.     According  to  Liebig  and  Capitaine,  it  does 
not  emit  any  odour  when  pure;  but  according  to  Pfaff,  Wohler,   and 
Martins,  it  evolves  a  peculiar  odour  totally  different  from  that  of  garlic, 
and  compared  by  Martins  to  that  of  nitric  acid. — 2.  When  aqueous 
vapour  is  passed  over  antimony  at  a  strong  red-heat,  hydrogen  gas  is  set 
free  and  crystallized  antimonic  oxide  formed.  (Berzelius,  Regnault,  Ann. 
Chim.  Phys.  62, 362.)     The  author  did  not  succeed  in  evolving  hydrogen 
by  boiling  antimony  with  strong  hydrochloric  acid. — 3.  In  hot  oil  of 
vitriol,  antimony  is  converted  into  sulphate  of  antimonic  oxide,  with 
evolution  of  sulphurous  acid  gas. — 4.  When  the  metal  is  treated  with 
nitric  acid,  nitric  oxide  is  disengaged,  and  a  mixture  of  basic  nitrate  of 
antimonic  oxide  and  antimonious  or  antimonic  acid  is  formed.     At  the 
temperature  of  20°,  nitric  acid  perfectly  free  from  nitrous  acid  does  not 
attack  antimony  at  any  decree  of  concentration;  only  the  strongest  acid 
acting  on  it,   slightly  and  without  effervescence.     Aqua-regia  is  like- 
wise without  action,  when  so  dilute  and  cool  that  the  two  acids  are  not 
decomposed ;  but  the  addition  of  a  few  drops  of  nitrous  acid  induces  the 
act  ot  combination,  which  afterwards  goes  on  by  itself;  a  current  of 
chlorine,  on  the  contrary,  does  not  set  up  the  action.  (Millon.)     The 
colder  and  more  dilute  the  nitric  acid,  the  greater  is  the  quantity  of 
nitrate  of  antimonic  oxide  formed  and  the  smaller  that  of  the  antimo- 
nious acid;  but  with  the  basic  nitrate  of  antimonic  oxide,  a  large  quantity 
of  metallic  antimony  remains  mixed,  and  is  left  behind  on  dissolving  the 
oxide  in  hydrochloric  acid.      That   antimonious  acid   (antimoniate  of 
antimonic  oxide)  and  not  antimonic  acid  is  produced  by  the  stronger 
action  of  nitric  acid,  is  proved  by  the  following  fact.     When  a  mixture 
of  antimonic  acid  with  pure  antimonic  oxide  is  boiled  with  cream  of 
tartar  and  water,  a  turbid  solution  is  obtained;  but  on  substituting  anti- 
monious acid  for  the  antimonic  acid,  a  clear  solution  is  formed,  which  first 
yields  crystals  of  tartar  emetic  and  then  leaves  a  gummy  residue.     The 
powder  obtained  by  acting  on  antimony  with  nitric  acid  exhibits  the 
last-mentioned  character.    (H.   Rose,    Pogg.   53,   161.) — 5.    By  fusing 
antimony  with  oxide  of  lead,  antimonic  oxide  and  metallic  lead  are 
formed.  (Liebig.) — 6.  Antimonious  or  antimonic  acid  is  converted  into 
antimonic  oxide  by  ignition  with  antimony  or  sulphide  of  antimony. 

Preparation, — 1.  By  burning  antimony  in  an  inclined  crucible  ex- 
posed to  the  air,  and  passing  the  ascending  vapours  through  earthen  or 
wide  glass  tubes,  wherein  the  flowers  of  antimony  are  deposited.     The 
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necks  of  broken  retorts  or  receivers  make  convenient  tubes  for  this 
purpose.  If  the  antimony  is  heated  to  redness  in  a  wide  crucible  inclined 
and  loosely  covered^  the  conductiug  tube  may  be  dispensed  with,  as  the 
oxide  sublimes  in  the  cooler  parts  of  the  crucible^  and  even  forms  brilliant 
needles:  these  must  be  removed  from  time  to  time.  By  this  process^ 
8  parts  of  metal  yield  more  than  9  parts  of  oxide.  (Liebig.)  The  oxide 
obtained  by  combustion  contains  however  antimonions  acid^  which  ren- 
ders it  difficultly  fusible.  (H.  Rose.) — 2.  Oxy-chloride  of  antimony  is 
digested  with  an  aqueous  solution  of  carbonate  of  potash  or  soda,  and  the 
residue  thoroughly  washed:  1  part  of  carbonate  of  soda  to  20  parts 
of  powder  of  algaroth.  This  process  yields  a  pure  oxide  free  from  any 
higher  oxygen-compound.  (H.  Rose.) — 3.  The  sulphate  of  antimonio 
oxide,  obtained  by  boiling  powdered  antimony  with  oil  of  vitriol  to 
dryness,  may  be  treated  m  a  similar  manner.  By  mere  boiling  with 
water,  the  acid  is  less  completely  removed;  nevertheless,  the  greater  part 
may  be  separated  by  water,  so  as  to  render  a  smaller  quantity  of  alkali 
sufficient. — 4.  Pulverized  antimony  is  boiled  with  moderately  strong 
nitric  acid  till  it  is  converted  into  a  white  powder,  which  is  then  freed 
from  nitric  acid  by  repeated  boiling  with  pure  water.  The  white  powder 
is  a  mixture  of  basic  nitrate  of  antimonic  oxide^  sometimes  with  antimony, 
sometimes  with  antimonious  acid,  and  sometimes  with  both  together 
(p.  324).  The  exact  temperature  and  strength  of  the  nitric  acid  necessary 
to  convert  the  whole  of  the  antimony  into  oxide  without  any  admixture 
of  antimonions  acid,  cannot  be  determined.  At  a  moderate  heat,  more 
than  -|, — by  boiling,  -|  of  the  antimony  are  converted  into  antimonious 
acid.  But  1  part  of  powdered  antimony  digested  with  2  parts  of  aqua- 
regia  and  4  parts  of  water  yields  96*6  per  cent,  of  antimonic  oxide  after 
washing.  (Brandos,  ^,  Br,  Arch,  21,  156.) — 5,  A  mixture  of  74  parts  of 
antimony,  39  parts  of  nitre,  and  34  parts  of  bisulphate  of  potash  is  pro- 
jected  into  a  red-hot  crucible,  the  ingredients  being  added  rapidly  one 
after  the  other;  the  covered  crucible  is  then  kept  red-hot  for  some  time; 
and  the  resulting  mass,  in  which  needles  of  antimonic  oxide  are  found,  is 
boiled,  first  with  pure  water,  then  with  water  containing  sulphuric  acid,  and 
lastly  again  with  pure  water.  Any  arsenic  that  may  be  present  is 
dissolved  in  the  first  wash-water,  but  iron  remains  behind  with  the  oxide. 
(Preuss,  Ann,  Pharm,  31,  197.) — 6.  Sulphide  of  antimony  is  roasted 
thoroughly,  and  the  resulting  antimonions  acid  fused  with  from  iV  ^^  iV 
its  weight  of  sulphide  of  antimony.  (Berzelius.)  With  even  a  small 
excess  of  sulphide  of  antimony,  oxysulphide  of  antimony  (Spiessglanz' 
glas,  vid.  seq.)  is  formed,  but  with  a  small  deficiency  of  tne  sulphide, 
antimonious  acid  remains  undecomposed  and  renders  the  glass  turbid; 
when  the  exact  proportions  are  observed,  the  glass  is  colourless  and 
transparent. 

It  the  antimonic  oxide  prepared  by  either  of  these  processes  contains 
a  higher  compound  of  the  metal  with  oxygen,  it  evolves  sulphurous  acid 
when  fused  with  sulphide  of  antimony  in  a  tube  through  which  hydroeen 
(or  carbonic  acid)  gas  is  passed.  (H.  nose.)  Moreover,  when  dissolved  in 
moderately  dilute  hydrochloric  acid  or  in  a  hot  solution  of  cream  of  tartar^ 
it  leaves  a  residue. 

Properties, — Dimorphous. — a.  The  native  oxide  belongs  to  the  right 
prismatic  system  {Fig.  65)  v}  :  u  =  136°  58';  t  :  i  =  70°  32';  cleava^;© 
paraUel  to  u.  Sp.  gr.  =  5*56.  (Mohs.)  Hardness,  equal  to  that  of  rock- 
salt.     Colourless,  translucent,  with  diamond-lustre,  the  t-face  having  a 
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pearly  lustre.  By  the  first  method,  also^  antimonic  oxide  is  obtained  in 
yerj  ^brilliant  needles  of  the  same  form,  haying,  according  to  Bonllaj,  a 
specific  gravity  of  5-778. — h.  Sometimes,  however,  antimonic  oxide  sub- 
limes in  regular  octohedrons  instead  of  needles.  (Bonsdorff  &  Mitscherlich, 
Po^g,  15,  453;  Wohler,  H.  Rose,  Fogg,  26,  180.)  If  a  few  ounces  of 
antimony  are  heated  till  they  begin  to  bum,  and  then  left  to  cool  slowly, 
needles  are  obtained  having  octohedrons  adhering  to  them.  (Berzelius.) 
[Hence  it  would  appear  that  antimony  takes  the  octohedral  form,  when  it 
sublimes  at  a  comparatively  low  temperature.]  According  to  Mitscher- 
lich {J.  pr.  Chem,  19,  455;  also  Ann,  Chim,  rkys.  73,  394),  these  octo- 
hedrons may  likewise  be  obtained  in  the  wet  way.  From  a  solution  of 
antimonic  oxide  in  boiling  soda,  octohedrons  separate  on  cooling  the  liquid 
in  close  vessels.  A  solution  of  tartar-emetic  decomposed  by  ammonia, 
soda,  or  potash  (which  latter  must  not  be  in  excess),  or  by  alkaline 
carbonates,  yields  microscopic  octohedrons  after  some  time.  The  floccu- 
lent  precipitate  prodaced  by  pure  alkalis  or  alkaline  carbonates  in  acid 
hydrochlorate  of  antimonic  oxide,  is  converted,  sometimes  during  washing, 
sometimes  on  drying,  into  small  octohedrons;  but  if  the  boiling  acid 
hydrochlorate  of  antimonic  oxide  be  added  to  a  boiling  solution  of  carbo- 
nate of  soda,  the  oxide  separates  in  the  form  of  prisms.  (Mitscherlich.) 
Antimonic  oxide,  by  whatever  method  it  may  have  been  prepared,  turns 
yellow  every  time  it  is  heated,  and  fuses  even  at  a  low  red-heat,  forming 
a  yellowish  or  greyish  liquid,  which  on  cooling  solidifies  to  a  white 
asbestos-like  mass,  having  a  silky  lustre.  At  a  higher  temperature,  it 
volatilizes — even  in  a  glass  tube,  provided  the  air  is  excluded— and 
sublimes  in  needles.     It  acts  as  an  emetic. 

Calcnlitioii.  BerzeKiu.  J.  Davy.  Proust. 

8b 129    ....    84-31         ....        84-319        ....        85         ....        81-S 

SO 24    ....     15-69        *...         15-681        ....         15        ....        185 

SbO> 153     ....  100-00        Z       100-000        Z.      100        Z.      100*0 

(Sb'QS  »  2  .  806-45  +  3  .  100  »  1912-9.  BeneUos.) 

DeccmpotUians. — By  potassium  at  a  gentle  heat,  yielding  metallic 
antimony,  with  evolution  of  light  and  heat.  By  charcoal  it  is  reduced  to 
metallic  antimony;  before  the  blowpipe  on  charcoal,  it  is  reduced  much 
more  easily  than  antimonious  or  antimonic  acid,  and  imparts  a  green 
tinge  to  the  flame.  (Berzelius.) — By  carbonic,  oxide  gas  at  .a  red  heat, 
to  metallic  antimony.  (Omelin.) — Similarly  by  hydrogen  gas  (Liebig) ; 
by  fused  cyanide  of  potassium,  the  products  being  metallic  antimony 
and  cyanate  of  potash.  (Liebig.) — By  fusion  with  a  small  quantity 
of  sulphur,  sulphurous  acid  is  evolved,  and  glass  of  antimony  formed; 
but  with  a  larger  quantity  of  sulphur,  sulphide  of  antimony  is  produced. 
(Proust) 

2SbO»  +  9S  =  2SbS»  +  3S0>. 

By  bihydrosulphate  of  ammonia,  it  is  first  converted  into  yellow  saffron, 
and  then  into  brownish-red  kermes,  part  of  which  dissolves.  (Berzelius.) 
— When  it  is  boiled  with  sulphur  and  solution  of  caustic  soda,  sulph- 
antimcmiate  of  sodium  and  antimoniate  of  soda  are  formed.  (Mitscherlich.) 
^^It  ia  not  altered  by  fusion  with  antimony.  (Proust.) 

Combinations. — a.  Antimonic  oxide  does  not  appear  to  form  a  definite 
hydrate,  hot,  according  to  Berzelius,  it  is  sparingly  soluble  in  watc^ — 
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It  dissolyes  sparingly  in  water,  espeoiaUy  in  boiling  water^  without  sepa- 
rating as  the  liquid  cools.  The  solution  is  coloured  yellow  by  hjoro- 
sulphuric  acid,  and  gires  an  orange-coloured  precipitate,  either  after 
long  standing,  or  immediately  on  boiling,  or  on  the  addition  of  hydro- 
chloric acid.  Ammonia  decolorizes  the  solution  treated  with  hydrosul- 
phuric  acid.  (Capitaine.) 

T  According  to  Fresenius,  the  following  method  yields  Hydrate  of 
Antiinonic  Oxide.  A  solution  of  recently  precipitated  tersnlphide  of  anti- 
mony in  caustic  potash  is  heated  to  the  boiling  point,  and  solution  of 
sulphate  of  copper  added,  till  a  portion  of  the  liquid,  when  mixed  with 
acids,  gives  a  pure  white  precipitate  without  any  tinge  of  orange. 
The  liquid  is  then  filtered  from  the  sulphide  of  copper,  and  treated 
with  acetic  acid  as  long  as  a  precipitate  is  formed;  the  precipitate  is 
lastly  collected  on  a  filter,  wasned,  and  dried.  When  gently  heated,  it 
lost  10'90....11'20  per  cent,  of  water,  corresponding:  to  the  formula 
SbO»+2Aq. 

Calcalation.  Freaenitu. 

SbO»    153    ....     89-474        89-96 

2HO 18    ....     10-526        1I-0& 

SbO"  +  2Aq 171     ....  100-000        ZZ       10100 

(L«  Sehaffner,  Arm.  Pharm.  51, 168.)  H 

h.  With  acids,  forming  the  Salts  of  AntimoKio  Oxide,  or  Anti- 
MONic  Salts. — These  salts  are  obtained  by  bringing  the  acid  in  contact, 
either  with  the  metal  or  with  pure  antimonic  oxide,  or  with  a  sub- 
stance containing  antimonic  oxide,  such  as  the  glass  of  antimony  or 
antimonial  safi'ron.  They  are  colourless  or  yellowish,  and  have  a  faint 
metallic  taste  and  strong  emetic  properties.  They  lose  their  acid  at  a 
red  heat,  if  it  be  volatile.  When  mixed  with  carbonate  of  soda  and  fused 
on  charcoal  before  the  blowpipoj  they  yield  metallic  antimony.  From 
their  solution  in  water  or  acids,  e,  g,,  from  acid  hydrochlorate  of  antl- 
mouic  oxide,  the  whole  of  the  antimony  is  precipitated  in  the  form  of  a 
black  powder,  by  zinc,  cadmium,  tin,  l^id,  iron,  or  cobalt;  bismuth  and 
copper  precipitate  it  but  imperfectly.  (Fischer,  Fogg.  8,  499 ;  9,  264 ; 
iV^.  Br,  Arch.  11,  120.)  The  precipitated  antimony  takes  fire  when 
dried  in  the  air,  even  at  a  gentle  heat.  (Liebig.)  Copper  becomes 
covered  with  a  metallic,  violet-coloured  film  in  a  solution  of  acid  hydro-' 
chlorate  of  antimonic  oxide  diluted  200,000  times;  also  in  a  solution  of 
tartar-emetic,  after  the  addition  of  a  small  quantity  of  hydrochloric 
acid.  (Reiusch,  J.  pr.  Chem.  24,  247.) — Hydrosulphurio  acid  precipitates 
yellowish-red  tersulphide  of  antimony  from  solutions  of  antimonic  salts, 
even  when  they  contain  a  large  excess  of  acid, — according  to  Pfaff,  in 
solutions  of  1  part  of  salt  in  20,000  parts  of  water. — One  part  of  tartar- 
emetic  dissolved  in*  10,000  parts  of  water  and  5,000  parts  of  hydrochloric 
acid  gives  a  slight  cloudiness  with  hydrosulphuric  acid ;  with  1 5,000  pts. 
of  water  and  7,500  pts.  of  hydrochloric  acid,  still  a  yellow  colour;  with 
30,000  pts.  of  water  and  15,000  pts.  of  acid,  no  visible  effect  is  pro- 
duced. (Reinsch,  J.  pr.  Chem.  13,  132.)--^ Alkali ue  hydrosulphates 
produce  the  same  yellowish-red  precipitate;  but  if  added  in  excess,  they 
redissolve  it,  especially  if  heat  be  applied,  or  if  an  alkaline  hydrosuL. 
phite  is  mixed  with  the  precipitate,  or  if  finely  powdered  sulphur  is 
added  to  it.  (H.  Rose.) — Dilute  solutions  of  antimonic  salts  give  with 
hyposulphite  of  soda,  on  the  addition  of  a  small  quantity  of  hydro* 
chloric  add,  a  yellow  precipitate,  which  gradually  changes  almost  to 
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oinnabar-red  (the  colour  of  kermes).  (Himly.) — The  affinity  of  antimonie 
oxide  for  acids  is  but  feeble ;  the  neutral  compounds,  unless  mixed  with 
tartaric  acid,  are  frequently  resolved  by  excess  of  water,  into  dilute  acid 
holding  a  small  quantity  of  antimonie  oxide  in  solution,  and  a  basic  salt 
which  falls  to  the  bottom.  The  acid  when  supersaturated  with  water, 
appears  to  lose  its  affinity  for  the  antimonie  oxide;  accordingly,  the  larger 
the  quantity  of  water  added,  the  more  completely  is  the  oxide  thrown 
down ;  it  combines,  however,  with  a  small  portion  of  the  acid ;  and  as 
the  resulting  basic  salt  is,  for  the  most  part,  slightly  soluble  in  water,  the 
quantity  of  the  precipitate  is  decreased  by  too  large  an  excess  of  water. 
— Ammonia  precipitates  the  oxide  completely,  in  bulky  white  flakes, 
which  become  dense  after  a  while,  and  are  not  soluble  in  excess  of  the  pre« 
cipitant. — Potash  produces  the  same  flocoulent  precipitate,  which,  however, 
on  the  addition  of  a  slight  excess  of  potash,  forms  crystalline  grains  of 
a  compound  of  antimonie  oxide  and  potash  on  the  sides  of  the  vessel, 
and  with  a  larger  excess  dissolves  entirely. — Carbonate  of  ammonia, 
potash,  or  soda,  and  likewise  the  bicarbonates  of  these  bases,  completely 
precipitate  the  oxide  in  voluminous  flakes,  which  gradually  increase  in 
density ;  they  are  slightly  soluble  in  excess  of  the  monocarbonate  of 
potash  only ;  the  precipitation  is  attended  with  evolution  of  carbonic  acid. 
(H.  Rose.) — The  carbonates  of  baryta,  lime,  and  magnesia  also  precipitate 
antimonie  oxide  at  ordinary  temperatures.  (Demar9ay.}^Phosphate  of  soda 
precipitates  white  flakes,  but  leaves  part  of  the  oxide  in  solution.  (H.  Rose.) 
—  Oxalic  acid  produces  a  very  bulky  precipitate,  and  after  long  standing, 
separates  the  whole  of  the  oxide ;  with  an  excess  of  oxalic  acid,  the 
precipitate  does  not  appear  till  after  some  time,  but  on  lon^r  standing 
the  separation  is  likewise  complete.  (H.  Rose.) — Ferrocyanide  of  potas- 
sium gives  a  white  precipitate,  insoluble  in  hydrochloric  acid;  tincture 
of  galls,  a  yelluwish-white  precipitate.  Ferricyanide  of  potassium  does 
not  afi*ect  the  salts  of  antimonie  oxide. — All  antimonie  salts  which  are 
insoluble  in  water,  dissolve  in  hydrochloric  acid,  and  then  give  the  same 
reactions. 

c.  With  Alkalis— df.  with  Sulphide  of  Antimony. 

C.  Antimonioub  Acid.    SbO^ 
AfUimonige  Saure,  Acide  atUimonitux,  Deutoxyde  d^Antimoxne* 

Formation, — 1 .  When  antimony  or  sulphide  of  antimony  is  heated 
for  some  time  in  contact  with  the  air ;  also  when  antimonie  oxide  is 
heated  in  the  air.  According  to  Berzelius,  antimonie  oxide,  when  finely 
divided,  burns  like  tinder,  till  it  is  converted  into  antimonious  acid. 
(Berzelius.) — 2.  When  antimony  is  fused  with  sulphate  of  potash,  anti- 
monite  of  potash,  sulphide  of  antimony,  and  sulphide  of  potassium  are 
formed.  (Liebig.) — 3.  By  igniting  antimonie  acid.  (Berzelius.) 

Preparation, — 1.  By  roasting  sulphide  of  antimony  as  completely  as 
possible.  (Antimony-ash,  Spiessglanzasehe.) — 2.  By  igniting  antimonie 
acid  or  nitrate  of  antimonie  oxide. 

Properties. — ^White  powder,  which  turns  yellow  every  time  it  is 
heated;  emits  a  vivid  light  in  the  blowpipe  flame  without  fusing,  and  in 
the  inner  flame  is  slowly  dissipated,  but  is  otherwise  fixed  in  the  fire. 
(Berzelius.)  Sp.  gr.  =  6  6952  (Karsten).  Reddens  litmus-paper  when 
moistened.  (H.  Rose.) 
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Berzelras.  Thom-         Th^- 

Calcialatioa.  (1)  (2)  son.  nard.      Proust. 

Sb  129    ....    80-12    ....     78-2     ....    80-127    ....  80-84  ....     80    ....     77 

40 32     ....     19-88     ....     21-8     ....     19-873     ....  1916  ....     20     ....     23 


SbO< ....     161     ....  100-00    ....  1000    ....  100-000    ....  100-00    ....  100    ....  100 

Or: 

SbO» 153        ....        47-52 

SbO» 169        ....         52-48 

Sb03,SbO»    322        Z      100-00 

(SVO^  =  2  .  806*45  +  4  .  100  =»  20129.     Benelius.) 

It  may  also  be  regarded  as  antimoniate  of  antimonic  oxide=SbO% 
SbO'.  When  antimonioas  acid  is  fased  with  excess  of  carbonate  of  soda, 
boiling  water,  if  added  in  large  quantity,  chiefly  dissolires  out  from  the 
mass,  a  compound  of  antimonic  oxide  and  soda,  together  with  a  small 
quantity  of  antimoniate  of  soda,  leaving  antimoniate  of  soda  with  a 
small  quantity  of  the  compound  of  antimonic  oxide  and  soda  undissolved. 
(Mitscherlich,  J,  pr.  Chem.  19,  457.) 

Decompositions, — When  gently  heated  with  potassium  or  sodium j 
antimonious  acid  is  reduced  to  the  metallic  state,  with  incandescence. 
(Gay-Lussac  &  Th^nard.) — It  is  likewise  reduced  to  the  metallic  state 
by  ignition  with  charcoal. — On  charcoal  in  the  inner  blowpipe-flame  the 
reduction  is  very  diflicult,  because  the  reduced  antimony  volatilizes, 
and  covers  the  charcoal  all  round  with  freshly  formed  oxide:  the 
addition  of  carbonate  of  soda  is  indispensable  to  the  formation  of 
metallic  globules.  (Berzelius.) — By  cyanide  of  potassium  at  a  low  red 
heat,  the  products  being  antimony  and  cyanate  of  potash.  (Liebig.) 
When  a  mixture  of  antimonious  acid  and  finely  divided  antimony 
is  heated  to  redness,  antimonic  oxide  is  produced.  (Proust.)  3SbO^ 
-f  Sb=4SbO'. — When  antimonious  acid  is  gently  heated  with  iodide 
of  potassium,  iodine  is  evolved,  and  a  compound  of  antimonic  oxide 
and  potash  is  formed.  (Capitaine.) — When  heated  with  a  small  quantity 
of  sulphur,  it  yields  sulphurous  acid  and  glass  of  antimony;  a  larger 
proportion  of  sulphur  gives  rise  to  the  formation  of  sulphurous  acid 
and  sulphide  of  antimony.  (Proust.)  SbO*+5S=SbS'+2SO«.— By  fusion 
with  a  small  quantity  of  sulphide  of  antimony,  it  yields  antimonic 
oxide,  with  evolution  of  sulphurous  acid;  with  a  larger  quantity  of 
the  sulphide,  oxy-sulphide  of  antimony  is  formed:  9SbO^+SbS'= 
10SbO'+3SO^ — Antimonious  acid  is  not  affected  by  a  cold  solution  of 
bihydrosulphate  of  potash ;  a  boiling  solution,  on  the  contrary,  dissolves  it 
with  disengagement  of  hydrosulphuric  acid,  and  acids  added  to  the  solu- 
tion, precipitate  tetrasulphide  of  antimony.  (Berzelius.) 

Combinations, — a.  With  water. — a.  Hydratbop  Antimonious  Acid. 
— Prepared  by  decomposing  an  aqueous  solution  of  antimonite  of  potash 
or  soda  by  an  acid. — White  flakes,  which  are  insoluble  in  water,  but 
redden  litmus  paper,  even  after  the  most  prolonged  washing  with  water. 
When  heated,  it  gives  off  5-26  per  cent,  of  water,  free  from  acid, 
(Berzelius.) 

Calculation.  Berzelius. 

SbO* 161   ....   94-71    ....    94-74 

HO  9   ....    5-29    ....    5-26 

HO,SbO* 170   ....  100-00   ....   100-00 
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0.  Solution  of  Antimonious  AeicL'^The  acid  dissolves  in  boiling 
water  somewhat  more  readily  than  antimonic  oxide;  hydrosulphnric  acid 
colours  the  solution  yellow,  bat  the  colour  disappears  on  the  addition  of 
ammonia.  (Capitaine.) 

6.  Antimonious  acid  is  sparingly  dissolyed  by  a  few  acids;  hydro- 
sulphuric  acid  added  to  these  solutions,  throws  aown  an  orange-yellow 
precipitate. 

c.  With  Salifiable  Bases,  it  forms  salts  called  Antimonites.  When 
ignited  with  alkaline  carbonates  it  expels  the  carbonic  acid.  The 
alkaline  antimonites  are  colourless;  they  are  decomposed  by  nitric  and 
other  acids,  which  remove  the  base  and  leave  the  antimonious  acid 
undissolved.  The  latter  is  not  perceptibly  dissolved  by  the  excess  of 
acid;  the  precipitate  is  coloured  orange-yellow  by  hydrosnlphuric  acid, 
and,  when  digested  with  iron  and  hydrochloric  acid,  deposits  antimony  in 
the  form  of  a  black  powder.  Some  antimonites,  when  strongly  heated 
become  incandescent  (I.  107),  after  which  they  are  scarcely  decomposed 
by  acids.  (Berzelius.)  The  alkaline  antimonites  do  not  exhibit  thLsr 
incandescence;  they  are  decomposed  by  nitric  acid  even  after  ignition. 
If  antimonious  acid  is  regarded  as  antimoniate  of  antimonic  oxide,  ita 
salts  must  consist  of  an  antimoniate  mixed  with  a  compound  of  antimonic 

6xide  and  the  same  base. 

» 

P.  Antimonio  Acid.    SbO*. 
AntimoMaure,  Acide  Antimoniqtie,  Tritoxyde  cTArUimoine, 

Antimony-ochre  appears  sometimes  to  contain  hydrate  of  antimonious 
acid,  and  sometimes  hydrate  of  antimonic  acid. 

Formation, — I .  By  heating  the  metal  or  one  of  its  lower  oxides  with 
nitric  acid.  According  to  Bourson  {Ann,  Chim,  Phys,  70,  110;  also 
J,  pr,  Ghem,  17,  238),  finely  divided  antimony,  as  it  is  obtained  by 
precipitation  with  zinc,  is  completely  converted  into  antimonic  acid  by 
aigestion  with  nitric  acid,  either  cold  or  hot,  concentrated  or  dilute; 
and  the  resulting  antimonic  acid,  after  washing,  evolves  oxygen  gas  on 
Ignition,  without  any  admixture  of  nitrous  acid.  According  to  H.  Rose, 
tnongh  the  antimony  in  this  state  is  strongly  attacked  by  nitric  acid, 
only  a  portion  of  it  is  converted  into  antimonic  acid,  even  by  boiling;  and 
the  nitrate  of  antimonic  oxide  formed  at  the  same  time  is  completely 
changed  into  antimonic  acid,  only  by  repeated  evaporation  to  dryness  with 
fresh  quantities  of  nitric  acid. — 2.  By  deflagrating  antimony  with  nitre.^ 
3.  By  heating  it  with  red  oxide  of  mercury. 

Preparation* — 1.  Antimonic  acid  is  prepared  by  evaporating  a  solution 
of  antimony  in  aqua-regia  to  dryness,  treating  the  residue  with  strong 
nitric  acid,  and  heating  the  mixture  till  the  whole  of  the  nitric  acid  is 
expelled,  but  not  to  redness.  (Berzelius.)  The  Bezoardicum  minerale 
was  formerly  prepared  by  mixing  butter  of  antimony  with  strofig 
nitric  acid,  evaporating,  and  repeatedly  distilling  ofi*  the  nitric  acid. — 
2.  Powdered  antimony  is  boiled  with  nitric  acid,  and  the  residue — which 
consists  of  hydrated  antimonic  acid  and  basic  nitrate  of  antimonic  oxide 
— is  heated  nearly  to  redness.  (Berzelius.) — 3.  Powdered  antimony  is 
heated  with  red  oxide  of  mercury  till  the  green  antimoniate  of  mercuric 
oxide,  which  is  formed  at  first  with  emission  of  light  and  heat,  is  con- 
verted into  yellow  antimonic  acid.  (Berzelius.)— 4.  Hydrate  tf  anti- 
monic acid  \b  heated,  not  quite  to  pedness.  (Berzelius.) 
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Fr6perties,^»'P9le  lemon-yellow  substance^  wbich  beoomes  darker 
every  time  it  is  heated.  Tastelefls.  (Berzelias.)  Reddens  moistened 
litmus  paper.  (H.  Rose.)    Sp.  gr.  =  6*525.  (Bonllay.) 

Berzelius. 

Calculation.                 (1)               (2)  Proust.    Th^nard.  Thomson. 

Sb    129     ....     76-33     ....     72-9    ....     76-34  ....     77     ....     68     ....     73-33 

50   40     ....     23-67     ....     27*1     ....     23-66  ....     23     ....     32     ....     26-67 

SbO*    ....     169     ....  100-00    ....  100-0    ....  100-00    ....  100    ....  100    ....  100-00 
(Sb'O'  ==  2  .  806-45  +  5  .  100  »  2112-9.    BerzeUus.) 

Decompositions, — Antimonic  acid  is  resolved  at  a  red  heat  into  oxygen 
gas  and  antimonious  acid.  (Berzeliiis.)  When  heated  with  a  small 
quantity  of  sulphur^  it  yields  sulphurous  acid  and  antimonic  oxide;  with 
more  sulphur^  the  products  are  sulphurous  acid  and  sulphide  of  antimony. 

SbO  +  S  =  SbO»+S02j 
and :        2SbO»  +118  =  2SbS»  +  580>. 

By  ignition  with  sulphide  of  lead,  copper,  or  silver,  it  likewise  disengages 
sulphurous  acid  and  is  converted  into  antimonic  oxide.  (Rammekberg, 
Fogg.  52j  241.)  With  alkaline  bihydrosulphates,  it  behaves  like  anti- 
monious acid.  (Berzelius.) 

Combinations, — a.  With  Water,— «.  Htdratbof  Antihonio  Acid.— - 
Materia  perlata  Kerkringii,  Magisterium  Antimonii  diaphoretici,  Sulphur 
fixatum  StUni. — 1.  A  mixture  of  1  part  of  antimony  (or  sulphide  of 
antimony)  and  4  parts  of  nitre  is  projected  by  small  portions  at  a  time 
into  a  red-hot  crucible;  the  heat  raised  after  the  deflagration  has  ceased ; 
the  pounded  mass  exhausted  with  water;  the  filtrate,  which  contains 
antimoniate  of  potash,  treated  with  excess  of  nitric  acid;  and  the  precipi- 
tated hydrate  thrown  on  a  filter  and  thoroughly  washed  with  water. 
(Berzelius.)  The  biantimoniate  of  potash,  which  forms  the  residue  after 
exhaustion  with  water,  may  likewise  be  converted  into  hydrate  of 
antimonic  acid,  by  boiling  with  dilute  nitric  acid  and  washing  with  water. 
—2.  Pentachloride  of  antimony  is  decomposed  by  water  and  the  precipi- 
tated hydrate  washed  with  water.  After  the  hydrochloric  acid  solution 
is  washed  away,  the  hydrate  difiuses  itself  through  the  wash- water  in 
so  finely  divided  a  state,  that  it  passes  through  the  filter  and  renders  the 
liquid  opalescent. 

^  The  acid  obtained  by  the  second  method,  or  in  combination,  by 
fusing  ordinary  antimoniate  of  potash  with  excess  of  alkali,  is  regarded 
by  Fremy  as  a  modification  of  antimonic  acid,  and  distinguished  by 
the  name  of  Meta-antimonic  acid.  Meta-antimonic  acid  is  biba^ic,  aud 
dissolves  slowly  in  ammonia,  whereas  the  ordinary  variety  is  quite 
insoluble  in  that  menstruum ;  it  likewise  dissolves  more  easily  in  acids, 
and  is  perfectly  soluble  in  a  large  quantity  of  water,  from  which  it 
is  again  precipitated  by  acids.  But  from  the  facility  with  which  it  passes 
into  the  ordinary  variety,  there  is  great  difficulty  in  accurately  distin- 
guishing the  two  acids.  (E.  Fremy,  Ann.  Chim.  Pays.  3,  23,  407.)  IT 

Fine  white  powder,  which  reddens  litmus,  and  is  insoluble  in  water: 
it  gives  off  its  water  below  a  red  heat.  (Berzelius.) 

CfllciiUition*  Berzelhis. 

SbO* 169      ....       94-94        94-91 

HO  9       ....        506         5-09 

HO,SbO« 178       ....     100-00        ZZ^,      100-00 
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IT  According  to  Fremj,  the  hydrate  of  the  ordinary  acid  contains 
21*7  per  cent,  of  water  (calcalated  21*0)  ii'hich  gives  the  formula 
SbO^+5HOj  and  the  hydrate  of  meta-antimonic  acid,  17*1  (calculated 
17*5)  per  cent,  corresponding  to  the  formula  SbO*-f  4H0.  H 

0,  Solution  of  Antimonic  Acid, — The  hydrate  dissolves  sparingly  in 
water,  forming  a  solution  which  behaves  with  hydrosulphuric  acid  like 
the  solution  of  antimonious  acid.  (Capitaine.) 

b.  Antimonic  acid  is  slightly  soluble  in  hydrochloric  and  tartaric  acid. 

c.  With  Salifiable  Bases,  antimonic  acid  forms  salts  called  Antimo- 
NiATBs.  From  the  alkaline  carbonates  it  expels  carbonic  acid  on  ignition, 
but  not  from  their  boiling  aqueous  solutions.  Through  the  researches  of 
Berzclius,  we  are  acquainted  with  compounds  of  1  atom  of  base  with  1  and 
with  2  atoms  of  antimonic  acid;  besides  these,  according  to  Fremy  {CompU 
rend.  16,  187),  there  exist  salts  which  contain  1  atom  of  acid  to  1^  and  to 
2  atoms  of  base,  and  are  formed  by  igniting  alkaline  mono-antimoniates 
with  excess  of  alkali.  The  antimoniates  of  the  alkalis  and  earths  are 
colourless.  Only  those  of  the  more  soluble  alkalis  are  soluble  in  water. 
The  antimoniates  are  decomposed  even  by  weak  acids.  In  these  decom- 
positions, the  stronger  acids,  such  as  sulphuric  or  nitric  acid,  separate 
hydrate  of  antimonic  oxide;  carbonic  acid,  on  the  contrary,  throws  down 
a  bi-antimoniate  from  a  solution  of  the  monobasic  salt.  The  hydrate  of 
antimonic  acid  thus  precipitated  is  dissolved  by  excess  of  hydrochloric  or 
tartaric  acid  on  the  application  of  heat,  but  not  by  any  of  the  other  acids; 
when  digested  with  hydrochloric  acid  and  iron,  it  yields  a  dark-coloured, 
easily  fusible  precipitate  of  metallic  antimony,  and  turns  orange-yellow 
when  treated  with  hydrosulphuric  acid.  Strong  hydrochloric  acid  dis- 
solves most  of  the  antimoniates.  From  the  solution,  zinc  precipitates  a 
black  powder,  consisting  of  metallic  antimony;  hydrosulphuric  acid 
throws  down  an  orange-yellow  precipitate  (provided  the  base  does  not 
also  form  a  precipitate  of  a  peculiar  colour)  easily  soluble  in  hydro- 
sulphate  of  ammonia.  From  the  compounds  of  antimonic  acid  with  the 
heavy  metallic  oxides,  bihydrosulphate  of  ammonia  withdraws  the 
antimonic  acid,  and  the  filtrate,  when  treated  with  an  acid,  yields  peuta- 
fiulphide  of  antimony.  Many  antimoniates,  especially  those  of  zinc, 
cobalt,  and  copper,  after  all  their  water  has  been  driven  ofiT  at  a  red-heat, 
become  incandescent  without  further  loss  of  weight;  they  then  assume  a 
much  lighter  colour,  and  are  afterwards  but  slightly,  if  at  all,  decomposed 
by  acids.  (Berzelius.) 

Antimony  and  Hydrogen. 

A.  Solid  Antimonide  of  Hydrogen^ — When  antimony  is  made  to 
conduct  the  negative  electricity  of  a  voltaic  battery  into  water,  a 
brownish-black  substance  is  slowly  formed.  (Ruhland,  Sckw,  15,  480.) 

B.  Antimoniuretted  hydrogen  Gas. — Discovered  by  L.  Thomson. — 
Formation,  1.  This  gas  is  evolved  on  dissolving  antimonide  of  zinc  in  dilute 
acids. — 2.  When  zinc  mixed  with  antimonic  oxide,  antimonious  acid, 
or  antimonic  acid  is  dissolved  in  dilute  acids.  (Thomson.)  Under  these 
circumstances,  a  small  portion  only  of  the  antimony  passes  ofif  in  the 
form  of  antimoniuretted  hydrogen,  the  greater  part  remaining  behind  in 
the  liquid,  in  the  form'of  black  pulverulent  metallic  antimony.  ( Jacquelain, 
Compt,  rend,  16^  31.)    If  iron  is  substituted  for  the  zinc^  the  hydrogen 
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evolved  is  free  from  antimonj.  (Dapasqnier,  Compt,  rend.  14,  514.) 
Antimonide  of  potassiam  likewise  evolves  pure  hydrogen  gas  when  put 
into  water.  (Capitaine.) 

Preparation. — 1.  By  dissolving  an  alloy  of  zinc  and  antimony  in 
dilute  sulphuric  or  hydrochloric  acid.  Thompson  melts  together  equal 
parts  of  zinc  and  antimony,  and  thereby  forms  an  alloy  which,  when 
treated  with  dilute  sulphuric  acid,  yields  a  pure  gas,  unmixed  with  free 
hydrogen. — Lassaigne  fuses  3  parts  of  zinc  with  2  parts  of  antimony, 
and  obtains  a  gas  containing  not  more  than  2  per  cent,  of  free  hydrogen. 
Capitaine  treats  a  mixture  of  2  parts  of  zinc  and  1  part  of  antimony 
with  dilute  sulphuric  acid,  in  which  antimonic  oxide  is  diffused.  A.  Vogel 
treats  the  same  alloy  with  hydrochloric  acid,  and  obtains  a  gas  mixed 
with  a  large  quantity  of  free  hydrogen. — With  equal  parts  of  zinc  and 
antimony,  the  evolution  of  gas  proceeds  slowly,  but  the  gas  is  nearly 
pure.  (Capitaine.) — With  2  parts  of  zinc  to  3  parts  of  antimony,  the 
evolution  of  gas  is  very  feeble,  and  soon  ceases  altogether.  (Lassaigne.) 
— 2.  By  dissolving  zinc  in  dilute  sulphuric  or  hydrochloric  acid,  with 
which  antimonic  oxide,  hydrochlorate  of  antimonic  oxide,  tartar* 
emetic,  or  antim(mium  diapkoreticum  is  mixed.  (Thomson,  A.  Vogel.) 

The  pure  gas  is  completely  decomposed  and  absorbed  by  an  aqueous 
solution  of  nitrate  of  silver ;  any  free  hydrogen  that  may  be  mixea  with 
it,  remains  unaltered.  (Lassaigne.) 

Properties. — Colourless;  has  a  peculiar  odour;  smells  like  arseniu- 
retted  hydrogen  (Thomson^;  has  a  peculiar  odour,  but  not  like 
garlic  (Pfaff) ;  has  a  nauseating  odour,  somewhat  like  that  of  hydrosul- 
phuric  acid,  but  does  not  affect  lead-salts.  (Lassaigne.)  It  is  inodorous. 
(Capitaine.) 

Calculation.  Lassaigne. 


Sb 

....     129 

•  ••• 

•  ••• 

97'73 
2-27 

97-58 

3H    

....         3 

2-42 

SbH'    .... 

....     132 

•••• 

100-00 

10000 

Lassaigne  decomposed  the  gas  with  nitrate  of  silver,  and  from  the 
proportion  of  the  antimony  to  the  silver  in  the  resulting  precipitate, 
calculated  the  proportion  of  the  antimony  to  the  hydrogen  in  the  gas. 

Decompositions. — 1.  At  a  temperature  below  redness,  the  gas  is 
resolved  into  antimony  which  is  deposited  in  the  form  of  a  tin-white, 
metallic  globule,  and  hydrogen  which  escapes  as  gas.  (Thomson.) — The 
decomposition  is  affected  even  at  a  much  lower  temperature  than  that  of 
arseniuretted  hydrogen.  (Simon.)  The  decomposition  is  not  attended 
with  perceptible  diminution  of  volume.  [?]  (Lassaigne.)  If  the  gas  is 
decomposed  by  passing  it  through  a  hot  tube,  and  iodine  is  then  allowed 
to  volatilize  in  the  tube,  the  iodine  forms  with  the  metallic  film  a  reddish- 
yellow  amorphous  mass  insoluble  in  water  (whereas  arsenic  would  pro- 
duce a  brilliant,  straw-coloured,  crystalline  compound,  soluble  in  water). 
(Meissner  k  Hankel,  J.  pr.  Chem.  25, 243;  see  also  pp.  269, 270.) — 2.  W^hen 
mixed  with  oxygen  gas  or  atmospheric  air,  it  explodes  violently  by  the 
electric  spark.  (Thomson.) — ^When  antimoniuretted  hydrogen  contained 
in  a  glass  jar,  is  set  on  fire  in  contact  with  air,  white  flakes  of  antimonic 
oxide  are  deposited,  but  no  metallic  antimony  (a  character  which  serves 
to  distinguish  it  from  arseniuretted  hydrogen).  (A.  Vogel,  L.  A.  Buchner.) 
j  If  a  stream  of  the  gas  passing  through  a  fine  opening  in  a  glass  tube  be 
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inflamed^  it  bnras  iritb  a  pale  blniflli-greeii  light,  producing  dense  white 
clouds  of  antimonic  oxide,  which  forms  a  ciyBtalline  sublimate.  Glass 
or  porcelain  if  held  in  the  flame,  becomes  covered  with  a  metallic  film 
similar  to  that  obtained  with  arseniuretted  hydrogen.  (Thomson.)  The 
film  is  black  in  the  centre,  and  grey  on  the  circumference ;  but  if  the 
tube  is  heated  to  redness  at  a  distance  of  some  inches  from  the  exit  of 
the  gas,  the  film  acquires  a  bright  metallic  lustre.  (Pfafif.)  In  general, 
the  antimony  spots  are  darker  than  those  of  arsenic,  and  appear  brown 
only  when  the  antimony  is  in  very  small  quantity;  when  the  gas  contains 
both  antimony  and  arsenic,  the  metallic  film  appears  black  in  the  centre 
from  the  more  fixed  antimony,  and  brown  on  the  circumference  from  the 
more  volatile  arsenic.  An  alloy  of  5,000  parts  of  zinc  to  1  part  of  anti- 
mony, yields,  when  dissolved  in  dilute  sulphuric  acid,  a  gas  which  gives 
well  marked  spots;  with  11,000  parts  of  sino^  a  few  distinct  spots  are 
still  obtained;  and  with  13,000  parts  of  zinc,  (which  is  the  limit,)  only 
faint  spots.  If  0 '01 56  of  a  grain  of  tartar-emetic  be  added  to  a  mixture 
of  zinc  and  sulphuric  acid,  distinct  spots  of  metal  are  deposited;  with 
0*01044  of  a  grain,  less  distinct,  and  with  0*00522  of  a  grain,  (the  limit,) 
only  two  or  three  very  small  spots.  (Brett,  Phil.  Mag.  /.  21,  405.) — 
8.  When  antimoniuretted  hydrogen  is  kept  for  several  days,  it  deposits 
antimony  on  the  sides  of  the  vessel,  and  in  the  water  in  which  the 
receiver  stands.  This  is  more  especially  the  case  with  gas  which  has 
been  slowly  disengaged;  when  rapidly  evolved,  it  deposits  thin  flakes  of 
antimony,  even  on  the  neck  of  the  bottle  in  which  it  is  generated. 
(A.  Vogel.)  The  water  round  the  receiver  becomes  blackened  by  the 
precipitated  antimony.  The  larger  the  quantity  of  free  hydrogen  present 
in  the  gas,  the  more  slowly  does  this  decomposition  take  place.  (Pfftfl*.) 
The  decomposition  is  greatly  accelerated  by  exposure  to  the  snn's  rays; 
it  is  not  attended  with  perceptible  change  of  volume.  (Lassaigne.)  This 
decomposition  is  due  either  to  a  slow  combustion,  possibly  causea  by  the 
presence  of  a  small  quantity  of  air,  or  it  is  connected  with  the  cause 
first  described,  viz.  rise  of  temperature. 

4.  Chlorine,  at  ordinary  temperatures,  acts  but  slowly  on  antimo- 
taiuretted-hydrogen,  forming  a  small  quantity  of  chloride  of  antimony 
[and  hydrochloric  acid],  but  without  any  separation  of  metallic  anti- 
mony; this  change  takes  place  even  when  the  quantity  of  chlorine  is  very 
small.  (A.  Vogel,  L.  A.  Buchner.)  The  mixture  explodes  by  the  electnc 
spark.  (Thomson.)  On  passing  the  gas  through  chlorine- water,  nearly 
all  the  antimony  is  absorbed,  aqueous  hydrochloric  acid  and  white  flakes 
of  oxy-chloride  of  antimony  oeing  formed.  (Simon.) — 5.  An  aqueous 
solution  of  bromine  acts  in  a  similar  manner,  retaining  the  whole  of 
the  antimony,  and  depositing  white  flakes,  but  without  losing  its  own 
colour.  (Simon.) — 6.  Aqueous  solution  of  iodine  retains  the  greater  part 
of  the  antimony,  becoming  colourless,  and  depositing  white  flsikes,  which, 
if  the  stream  of  gas  be  continued,  become  first  brown  and  then  black, 
and  are  converted  into  metallic  antimony;  the  supernatant  liquid  does 
not  contain  a  trace  of  antimony.  (Simon.) 

7.  The  gas  is  slightly  decomposed  by  an  aqueous  solution  of  sulphate 
of  copper,  but  only  when  passed  through  it  for  a  long  time ;  a  few  black 
flakes  of  antimonide  of  copper  being  deposited.  (Simon.) — 8.  An  aqueous 
solution  of  nitrate  of  silver  precipitates  the  whole  of  the  antimony,  in 
the  form  of  a  black  powder  of  antimonide  of  silver.  (Simon.)  Probably 
thus  :-* 

3(AgO,  N0«)  +  SbHs  =  Ag»Sb  +  3N0»  +  3HO. 
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When  the  gas  likewise  contains  arsenioretted  h jdrogeui  the  arsenie 
remains  in  the  liquid  as  arsenious  aoid.  (Simon.) — 9.  When  the  gas  is 
slowly  passed  through  an  aqueous  solution  of  protochloride  of  mercury, 
the  whole  of  the  antimony  is  separated,  and  the  liquid  becomes  turbid, 
and  deposits  white  flakes,  which  first  turn  grey  and  afterwards  black. 
(Simon.)  The  grey  precipitate  when  heated,  yieuis  a  sublimate  of  dichlo- 
ride  of  mercury,  andleayes  a  yellow  fused  mass  of  antimonious  acid, 
fantimonic  oxide  ?]  When  heated  with  nitric  acid,  it  is  converted  into 
dichloride  of  mercury,  while  the  acid  dissolves  antimony.  (Simon.) 
Probably  a  mixture  of  dichloride  of  mercury  and  oxy-chloride  of  anti- 
mony is  first  formed : — 

12HgCl  +  SbH»  «  6Hg2Cl  +  SbCl»  +  3HCl. 

the  SbCP  thus  produced,  is  resolved  by  the  water  into  hydrochloric  acid 
and  oxy-chloride  of  antimony; — with  a  larger  proportion  of  the  gas, 
whereby  the  precipitate  is  rendered  darker,  a  mixture  of  dichloride  of 
mercury  and  metallic  antimony  is  probably  formed : 

6HgCl  +  SbH8  =  3Hg3a  +  Sb  +  3HC1 ; 

and  the  black  precipitate  is  probably  Hg'Sb,  thus : 

3HgCl  +  SbH8  =  Hg»Sb  +  3HCl. 

*^10.  The  gas  is  decomposed  by  a  solution  of  chloride  of  gold.  (Jacquelain, 
CompL  refi^.  16,  31.)— With  an  aqueous  solution  of  bichloride  of  pla- 
tinum, it  rapidly  forms  a  black  precipitate  of  antimonide  of  platinum, 
the  whole  of  the  antimony  being  separated.  (Simon.) 

11.  When  passed  through  an  alcoholic  solution  of  potash  or  soda,  it 
imparts  a  brownish-yellow,  and  then  a  dark-brown  colour  to  the  liquid, 
and,  lastly,  renders  it  turbid,  and  separates  brownish-black  flakes ;  an 
alcoholic  solution  of  ammonia  behaves  similarly,  but  the  turbidity  is  more 
slowly  produced. — Arseniuretted  hydrogen  gas  does  not  act  on  alcoholic 
solutions  of  the  alkalis;  but  a  gaseous  mixture  evolved  Arom  zinc,  sul- 
phuric acid,  arsenious  acid,  and  tartar-emetic,  in  which  10,000  parts  of 
arsenious  acid  are  mixed  with  1  part  of  emetic-tartar,  still  imparts  a 
brown  colour  to  alcoholic  solutions  of  the  alkalis,  and,  with  100,000  parts 
of  arsenious  acid  to  1  of  tartar-emetic,  a  yellow  colour.  (Meissner  & 
Hankel,  J,  pr.  Cfhem.  25,  243.^ — The  following  substances  exert  no 
decomposing  action  on  antimoniuretted  hydrogen  gas;  viz.,  strong  sul- 
phuric acid,  hydrosulphuric  acid,  ammonia,  potash,  arsenious  acid  mixed 
with  water,  acetate  of  lead,  sulphate  of  zinc,  and  protochloride  of  iron. 
(Simon.) 

The  gas  is  not  sensibly  absorbed  by  water.  (Simon.) 

Antimonic  oxide  does  not  combine  with  Carbonic  acid. 


AyTIMOKT  AMD  PHOSPHORUS. 

A.  Phosphide  op  Anttmony. — 1.  Prepared  by  fusing  antimony 
with  an  equal  weight  of  glacial  phosphoric  acid,  and  with  or  without 
-^  of  its  weight  of  charcoal  powder. — 2.  By  throwing  pieces  of  phospho- 
rus on  fused  antimony.  White,  brittle  substance,  having  the  metallic 
lustre  and  a  laminated  fracture;  when  thrown  on  red-hot  charcoal, 
it  bums  with  a  small  greenish  flame.  (Pelletier.)— When  prepared  by 
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tlie  second  method,  it  has  a  fine-grained  fracture,  appears  somewhat  bluer 
than  antimony  itself,  and  when  heated  on  charcoal  before  the  blowpipe, 
does  not  exhibit  the  green  flame;  contains  15-46  per  cent,  of  phos- 
phorus. (Landgrebe,  Sdiw,  53,  469.) 

B.  Phosphite  op  Antimonic  Oxide. — When  terchloride  of  phos- 
phorus, dissolved  in  water  and  neutralized  with  ammonia,  is  mixed 
with  tartar-emetic,  and  then  with  hydrochloric  acid,  a  precipitate  is 
obtained,  which  is  white — evolves  hydrogen  gas  free  from  phosphorus, 
on  being  ignited  after  drying — and  is  soluble  in  excess  of  hydrochloric 
acid.  (H.  Rose,  Pogg.  J),  45.) 

C.  Phosphate  op  Antimonic  Oxide. — Aqueous  phosphoric  acid 
dissolves  a  small  quantity  of  antimonic  oxide;  the  solution  does  not 
crystallize,  but  yields  on  evaporation,  a  blackish  green  mass,  which  fuses 
in  a  strong  fire,  forming  a  transparent  glass.  (Wenzel.) — From  the  acid 
solution,  Brandes  {Schw.  62,  201),  obtained  small  prisms  c,  which,  when 
washed  with  cold  water,  left  6,  and  after  several  hours'  washing  with 

boiling  water,  the  salt  a. 

a.  Bntndes. 

4SbO» 612-0      ....  89-55        89*40 

?0» 71-4      ....  10-45        10-31 


4SbO\PO* 683-4 


6. 
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P0» 
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71-4 


10000 

81-08 
18-92 


99-71 

Brmndes. 
80-40 
19-55 


2SbO»,PO» 377-4 


100-00 


2Sb03 

3P0» 

2HO 


c. 


3060 

214-2 

18-0 


99-95 


Brandes. 

56-86 

5600 

39-80 

40-65 

3-34 

400 

2SbO»,3PO»  +  2Aq.     5382 


10000 


100-65 


a  D.  PvROPiiosPHATE  OP  Antimonic  Oxide. — When  antimonic  oxide 
is  boiled  with  solution  of  pyrophosphate  of  soda,  a  liquid  is  obtained, 
which  holds  a  large  quantity  of  the  oxide  in  solution,  and,  when  evapo- 
rated over  oil  of  vitriol,  forms  a  cauliflower-like  mass.  On  digesting  this 
mass  with  water,  the  greater  part  of  the  antimonic  oxide  is  left  undis- 
solved. (Schwarzenberg,  Ann,  Fharm.  65,  2.)  IT 


Antimony  and  Sulphur. 

The  compound  SbS'  (the  existence  of  which  was  suspected  by 
Faraday,  Fogg,  23,  814),  does  not  appear  to  exist.  When  an  intimate 
mixture  of  1  atom  of  antimonj'  and  2  atoms  of  tersulphide  of  antimony 
is  fused  out  of  contact  of  air,  and  then  slowly  cooled,  a  quantity  of  the 
metal  separates,  amounting  to  63  per  cent,  of  that  which  was  added  to 
the  sulphur  compound.  The  superposed  sulphide  of  antimony  consists 
of  a  mixture  of  tersulphide  of  antimony  and  metallic  antimony  in  feathery 
crystals;  the  latter  remains  behind  on  dissolving  the  tersulphide  in 
hydrochloric  acid.  From  this  it  appears,  that  tersulphide  of  antimony  is 
capable  of  dissolving  a  small  quantity  of  metallic  antimony  at  its  fusing 
point,  but  deposits  it  again  on  cooling.  (Berzelius,  Pogg,  37|  163.) 
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A.  Tersulphide  op  Antimony,  Antimonious  Sulphide^  Sulph- 
ANTiMONious  AciD.  —  a.  Crystallized,  —  Grey  Stdphide  of  Antimony, 
Spiessglanz,  raker  Spiessglam^  Antimonium  crudum.  —  Found  native 
in  large  quantity  as  Grey  Antimony  ore,  which  frequently  also 
contains  arsenic,  lead^  iron,  and  copper.  On  the  large  scale  it  is  sepa- 
rated from  the  gangue  by  fusion.  It  is  readily  formed  by  fusing  a 
mixture  of  its  elements,  or  by  fusing  one  of  the  oxides  of  antimony 
with  excess  of  sulphur;  the  combination  is  attended  with  slight  incan- 
descence. 

The  presence  of  lead,  iron,  and  copper  is  detected  in  sulphide  of 
antimony  in  the  same  manner  as  in  the  regulus.  To  discover  sulphide  of 
arsenic,  Licbig  boils  the  finely  powdered  sulphide  of  antimony  repeatedly 
with  strong  hydrochloric  acid,  till  no  more  hydrosulphuric  acid  is  dis^ 
engaged;  washes  the  residue,  which  contains  the  sulphide  of  arsenic,  with 
water  holding  tartaric  acid  in  solution;  mixes  it  with  carbonate  of  soda; 
and  ignites  it  in  a  current  of  hydrogen  gas,  to  sublime  the  arsenic  (p.  274). 
Since  finely  divided  sulphide  of  antimony  is  likewise  slightly  soluble  in 
ammonia,  we  must  not  assume  that  sulphide  of  arsenic  is  present,  merely 
because,  after  a  few  days'  digestion  with  ammonia,  the  resulting  liquid 
gives  a  yellowish-red  precipitate  with  hydrochloric  acid.  In  this  case^ 
the  ammoniacal  solution  should  first  be  exposed  to  the  air  for  a  few  days 
till  it  ceases  to  become  turbid  from  separation  of  antimonic  oxide.  After 
this,  hydrochloric  acid  precipitates  any  arsenic  that  may  be  present,  in 
the  form  of  yellow  sulphide  of  arsenic,  which  must  then  be  more  closely 
examined.  If  nothing  more  than  a  white  cloudiness  is  produced  by  the 
hydrochloric  acid,  it  arises  merely  from  antimonic  oxide  still  held  in 
solution  by  the  ammonia.  (Garot,  N,  J.  Pharm.  3,  118;  also  J.  pr,  Chem. 
29,  83.) 

To  free  commercial  sulphide  of  antimony  from  sulphide  of  arsenic, 
it  is  digested  in  the  levigated  state  with  twice  its  weight  of  aqueous 
ammonia  in  a  covered  vessel,  for  48  hours,  the  whole  being  frequently 
stirred;  after  which  the  residue  is  washed.  The  ammonia  removes  the 
sulphide  of  arsenic  almost  completely.  (Weigand,  Centrcdblatt,  1940, 175.) 
To  obtain  pure  tersulphide  of  antimony,  a  finely  powdered  mixture  of  13 
parts  of  purified  antimony  and  5  parts  of  flowers  of  sulphur  is  projected 
by  successive  portions  into  a  red-hot  crucible,  heated  till  it  is  per- 
fectly fused,  and  then  left  to  cool.  When  the  antimony  is  not  finely 
pulverized,  part  of  it  does  not  combine  with  the  sulphur,  but  is  deposited 
in  the  metallic  state  below  the  sulphide  of  antimony.  (Liebig.) 

Crystalline  system  of  the  native  compound,  the  right  prismatic: 
Fig.  44  (sometimes  with  the  ^-face),  70,  and  other  forms,  a  :  a'  = 
107^  56';  a'  :  a  behind  =  110°  58';  a  :  a"  —  109°  24';  a  :  u  =z 
144"  42';  tt  :  w'  =  87=*  54'  (Hauy),  88°  40'  (Phillips),  89°  15'  (Mohs). 
Cleavage  distinct  parallel  to  t,  less  distinct  parallel  to  py  m,  and  u. 
Artificially  prepared  sulphide  of  antimony  has  a  radiated  structure. 
Sp.  gr.  4*620  (Mohs),  4' 626  (Breithaupt);  the  tersulphide  precipitated 
from  the  hydrochloric  acid  solution  by  hydrosulphuric  acid,  and  then 
fused,  has  a  specific  gravity  of  4*752.  (Karsten.)  Of  the  same  degree 
of  hardness  as  rock-salt;  very  brittle.  Colour  lead-grey;  yields  a 
blackish-grey  powder.  Easily  fusible;  on  solidifying  after  fusion,  it 
contracts  strongly  and  becomes  interspersed  with  craclcs.  At  a  strong 
red-heat,  it  boils  and  may  be  distilled  without  decomposition  if  the 
air  be  excluded. 

VOL.  IT,  « 
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Calcalation.                        Beneliiis.  ThomBon.      Ber|;maD. 

Sb 129       ....       72-88       72-8       ....  7377       ....       74 

3S  48       ....       2712       27-2       ....  26*23       ....       26 


SbS»    177      ....     10000      100-0  ....     10000      ....     100 

J.  Davy.       Vauqudin.  Proust. 

Sb  74-16      ....      75      ....      75-1 

3S  25-84      ....      25      ....      24*9 


SbS9   ....     10000      ....     100      ....     1000 

Deeompodtions.'^l.  When  heated  in  the  air  not  quite  to  its  fnsing 
point  it  consumes  away,  and  at  a  higher  temperature  Bams  with  a  hlue 
flame,  yielding  in  both  cases  sulphurous  acid  gas  and  antimonious  acid. 
The  antimonious  acid  is  mixed  at  first  with  antimonic  oxide.     According 
to  Buchner  {Bepert,  13,  202V  the  powder  is  oxidized  slowly  in  the  air  at 
ordinary  temperatures,  so  that^  after  a  while,  cream  of  tartar  dissolres 
oat  antimonic  oxide  from  it.    The  grey  antimony  ore  sometimes  appears 
to  be  converted  into  the  white  yariety.   (Haidinger,  Po^^.  11,  178.)— 
2.  Hot  nitric  acid  decomposes  sulphide  of  antimony,  yielding  sulphur, 
sulphuric  acid,  and  antimonic  oxide,  which  remains  in  the  form  of  a  white 
powder  mixed  with  the  sulphur,  in  combination  partly  with  sulphuric 
and  partly  with  nitric  acid.     In  a  similar  manner,  dilute  sulphuric  acid 
mixed  with  nitre  gradually  produces,  with  the  aid  of  heat,  a  mixture  of 
sulphur  and  sulphate  of  antimonic  oxide;  and  a  mixture  of  hydrochloric 
acid  with  a  moderate  quantity  of  nitric  acid  forms  a  solution  of  terchloride 
of    antimony,   and  separates  sulphur. — 3.   Oil  of  yitiiol  boiled  with 
tersulphide  of  antimony  slowly  produces  a  solution  of  acid  sulphate  of 
antimonic  oxide,  sulphurous  acid  beiuff  disengaged,  and  a  fused  mass  of 
sulphur  separated:    the  solution  is  aecompos^  by  water.-^.  When 
aqueous  yapour  is  passed  oyer  i^ited  sulphide  of  antimony,  a  large 
quantity  of  nydrosulphuric  acid  and  antimonic  oxide  is  formed,  the  latter 
subliming  in  combination  with  nndecomposed  sulphide  of  antimony,  in  the 
form  of  an  orange-yellow  substance.  (Regnault,  Ann,  Chim,  jrhys,  62, 
383.) — 5.  Hydrochloric  acid  gas  decomposes  heated  sulphide  of  anti- 
mony, yielding  hydrosulphuric  acid  gas  and  terchloride  of  antimony 
(SbS'+dHCl=SbCl'  +  3HS);  whereas,  hot  concentrated  hydrochloric  acid 
produces  acid  hydrochlorate  of  antimonic  oxide,  with  eyolution  of  hydro- 
sulphuric  acid  gas. — 6.  Chlorine  gas  conyerts  heated  sulphide  of  antimony 
into  chloride  of  sulphur  and  terchloride  of  antimony.    (H.   Rose.) — 
7.  When  hydrogen  gas  is  passed  oyer  ignited  sulphide  of  antimony, 
hydrosulphuric  acid  is  formed  and  antimony  reduced.  (H.  Rose,  Toffff, 
3,  443;  berthier.)     Phosphuretted  hydrogen  gas  in  contact  with  ignited 
sulphide    of   antimony  yields  hydrosulphuric  acid   gas  together  with 
phosphorus  and  metallic  antimony,  which  sublime.  (H.  Rose,  Fo^g,  20, 
336.) — 8.    Charcoal   decomposes  tersulphide  of  antimony  at  a  strong 
red  heat,  the  products  being  bisulphide  of  carbon  and  memlic  antimony. 
(Berthier,  Ann.  Chim.  Phys.  22,  239.)     By  passing  carbonic  oxide  gas 
oyer  hot  sulphide  of  antimony,  the  metal  is  imperfectly  reduced.  (Gobel, 
J,  pr,  Ghem,  6,  388.) — 9.  Many  metals,  e,  g.  potassium,  sodium,  tin,  iron, 
copper,  &c.  likewise  separate  the  sulphur  at  a  red  heat;  the  reduced 
antimony  combines  with  the  excess  of  the  other  metal,  and  the  new 
metallic  sulphide  sometimes  unites  with  the  nndecomposed  portion  of 
sulphide  of  antimony.     Metallic  oxides  mixed  with  charcoal  act  in  a 
similar  manner  to  the  metals  themselves,  because  the  charcoal  separates 
their  oxygen. — 10.  A  mixture  of  tersulphide  of  antimony  and  cyanide  of 
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poiasfliam  yields,  at  the  fasioig  point,  metallio  antimony  and  salphoojfranide 
of  potassium.  (Liebig.) — 1 1 .  When  mixed  with  nitre,  sulphide  of  antimony 
explodes  at  a  red  heat,  yielding  nitrate  and  antimoniate  of  potash. 

12.  When  the  fixed  alkalis  are  ignited  with  ter^ulphide  of  antimony^ 
they  are  decomposed,  together  with  a  portion  of  the  tersalphide,  forming 
antimonic  oxide  and  a  sulphide  of  the  alkali-metal,  by  interchange  of  the 
oxygen  and  sulphur;  the  alkaline  sulphide  then  combines  with  the 
sulphide  of  antimony,  which  remains  undecomposed,  producing  a  double 
sulphide  of  antimony  and  the  alkali-metal;  and  the  antimonic  oxide 
formed  combines  either  with  undecomposed  alkali  when  that  substance 
is  in  excess,  or  with  a  portion  of  the  tersulphide  of  antimony,  when  an 
excess  of  that  compound  has  been  used.  (Berzelius.) — a.  When  carbonate 
of  potash  is  ignitea  with  excess  of  tersulphide  of  antimony  (the  carbonic 
acid,  since  it  escapes,  may  be  neglected),  the  whole  of  the  potash  and  a 
portion  of  the  sulphide  of  antimony  are  decomposed,  yielding  sulphide  of 
potassium  and  antimonic  oxide.  Each  of  these  compounds  then  takes  up 
as  large  a  portion  of  the  excess  of  sulphide  of  antimony  as  it  is  capable  of 
combining  with,  so  that  two  layers  are  formed,  the  lower  one  of  which 
contains  the  antimonic  oxide  combined  with  the  sulphide  of  antimony, 
and  the  upper  the  sulphide  of  potassium  combined  with  the  same  substance. 
(Sch.  60.) 

3K0  +  SbSS  +  xSbS»  +  ySbS»  =  3KS,  xSbS»  +  SbO»,ySbS». 

— -&.  When,  on  the  contrary,  tersulphide  of  antimony  is  ignited  with 
excess  of  carbonate  of  potash,  5  atoms  of  the  sulphide  do  not  expel  more 
than  7  atoms  of  carbonic  acid ;  and  the  rest  of  the  carbonate  of  potash 
remains  unaltered.  The  following  reactions  then  take  place :  6  atoms  of 
potash  and  2  atoms  of  tersulphide  of  antimony  produce  6  atoms  of 
sulphide  of  potassium  and  2  atoms  of  antimonic  oxide;  the  seyenth  atom 
of  potash  unites  with  the  2  atoms  of  antimonic  oxide,  and  the  6  atoms  of 
sulphide  of  potassium  with  3  atoms  of  tersulphide  of  antimony.  (Sch,  61.) 

7KO  4-  5SbS^  »  6KS,3Sba9  +  KO,  26bOs. 

(Berzelius.)  Bj  strongly  igniting  this  mass  in  a  close  vessel,  a  small 
ouantity  of  metallic  antimony  is  reduced,  because,  according  to  Berzelius, 
tne  compound  of  antimonic  oxide  and  potash  is  resolved  into  antimony 
and  antimonite  of  potash:  2(KO,2SbO»)  =  2KO,3SbO*+ Sb ;  but 
according  to  H.  Rose,  because  the  compound  of  sulphide  of  potassium 
and  tersulphide  of  antimony  is  converted  into  a  compound  of  sul- 
phide of  potassium  with  pentasulphide  of  antimony, — somewhat  in 
the  following  manner  :  lOKS  -H  6SbS»  =  lOKS  4-  8SbS»  +  2Sb.— B;r 
boiling  tersulphide  of  antimony  with  aqueous  potash,  a  solution  is 
obtained  which  contains  sulphide  of  potassium  in  combination  with 
tersulphide  of  antimony,  and  a  small  quantity  of  the  compound  of  anti- 
monic oxide  and  potash,  while  a  yellowish-brown  mixture  of  the  latter 
compoand  and  oxy-sulphide  of  antimony  (Crocus  (mtimonvC)  is  left  behind. 
The  reaction  is  the  same  in  this  case  as  in  the  dry  way,  if  we  assume  that 
the  metallic  sulphides  dissolve  in  water  without  change  of  composition : 
3K0-hSbS>  yield  3KS  and  SbO^*  the  3KS  then  dissolves  a  Quantity  of 
the  undecomposed  SbS',  increasing  with  the  temperature  of  the  liquid ; 
and  the  SbO'  produced  combines  partly  with  potash,  forming  a  compound 
which  remains  for  the  most  part  undissolved,  and  partly  with  the  excess 
of  sulphide  of  antimony.  If,  however,  we  suppose  that  the  metallio 
sulphides  dissolve  as  hydrosnlphates  of  the  metallic  oxides,  then  the 
reaction  will  be  as  follows:  8KO  +  SbS»  +  3HO  =  3(KO,HS)-f  SbO*5 

z2 
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the  3(K0,HS)  then  dissolve  a  portion  of  the  remaining  SbS*,  which, 
by  undergoing  mutual  decomposition  with  3  atoms  of  water,  is  con- 
verted into  Sb0^3HS,  so  that  a  double  hjdrosulphate  is  produced 
=(K0,HS)-^-x(Sb0^3HS).  The  other  changes  are  explained  as  in  the 
first  scheme.  Boiling  carbonate  of  potash  or  soda  acts  on  sulphide  of 
antimony  in  a  similar  manner,  but  much  less  strongly.  Grey  sulphide  of 
antimony  is  but  very  sparingly  soluble  in  aqueous  ammonia.  If  one  part 
of  finely  powdered  sulphide  of  antimony  is  left  in  contact  with  1000  parts 
of  ammonia  for  soipe  days,  about  half  of  it  dissolves;  the  other  portion 
remaining  undissolved  even  when  treated  with  fresh  ammonia.  The 
yellow  solution  gives  a  red  precipitate  with  hydrochloric  acid.  (Garot.) 

6.  Amorphous  Tersulphide  of  Antimony. — ^Brownish  red  Sulphide  of  Anti- 
mony, Mineral  Kermes,  Carthusian  powder,  Kermes  Minerale,  Pulvis  Carthusianorum. 
— [The  kermes  which  Becquerel  obtained,  apparently  in  octohedrons,  by 
electrolysis  (1. 394),  deserves  more  precise  examination.] — Formation  and 
Preparation, — 1.  This  substance  is  obtained  by  fusing  grey  sulphide  of 
antimony  in  a  thin  glass  vessel  for  a  long  time  till  it  forms  a  perfectly 
uniform  mass,  and  then  throwing  the  whole  as  quickly  as  possible  into 
cold  water.  (Fuchs,  Fogg.  31,  578.)  The  shorter  the  time  of  fusion,  and 
the  slower  the  cooling,  the  larger  in  the  quantity  of  crystallized  sulphide  of 
antimony  mixed  with  the  kermes. 

2.  Antimonic  oxide  is  precipitated  from  its  solutions  in  acids  by 
hydrosulphuric  acid. — a.  By  passing  hydrosulphuric  acid  gas  through  the 
aqueous  solution  of  tartar-emetic,  as  long  as  a  precipitate  is  formed,  and 
afterwards  washing  the  precipitate  continuously  with  hot  water. — Since 
the  precipitated  kermes  is  mixed  with  cream  of  tartar,  which  is  diflicultly 
soluble,  Schmidt  {Mag.  PJiarm,  13, 56)  decants  the  solution  from  the  pre- 
cipitate, adds  water  to  the  latter  and  enough  carbonate  of  potash  to  render 
the  liquid  slightly  alkaline — ^whereby  the  cream  of  tartar  is  converted 
into  the  easily  'soluble  monotartrate  of  potash — and  lastly  washes  the 
kermes  on  a  filter. — 6.  By  precipitating  the  clear  solution  of  terchloride  of 
antimony  in  aqueous  tartaric  acid  with  hydrosulphuric  acid.  At  first, 
a  reddish  yellow  compound  of  sulphide  of  antimony  with  a  small  quantity 
of  the  terchloride  is  precipitated;  so  that  it  is  necessary  to  saturate  the 
liquid  completely  with  hydrosulphuric  acid,  and  then  to  heat  the  mixture 
very  gently  for  some  time;  after  this,  the  kermes  contains  but  a  trace 
of  terchloride  of  antimony.  (H.  Rose.) 

3.  Finely  pounded  grey  sulphide  of  antimony  is  boiled  for  a  lon^  time 
with  an  aqueous  solution  of  carbonate  of  potash  or  soda,  the  liquid  filtered 
at  a  boiline;  heat,  and  then  left  to  deposit  the  kermes  on  cooling.  The 
alkaline  solution  filtered  from  the  precipitated  kermes,  if  boiled  with  the 
insoluble  residue  and  filtered  hot,  again  deposits  kermes,  and  so  on, 
several  times. — This  is  the  oldest  method  of  preparing  kermes,  as  practised 
by  Glauber,  Simon,  and  La  Ligerie. — When  the  grey  sulphide  of  antimony 
is  boiled  with  a  strong  solution  of  carbonate  of  potash,  carbonic  acid  is 
evolved;  but  with  a  dilute  solution  this  is  not  the  case  (Duflos);  neither  is 
carbonic  acid  evolved  when  carbonate  of  soda  is  used, — an  alkaline  sesqui- 
carbonate  being  probably  formed.  (Duflos,  0.  Henry,  H.  Rose.) — While  the 
greater  part  of  the  alKaline  carbonate  remains  unchanged,  or  becomes 
charged  with  more  carbonic  acid,  a  small  portion  of  the  alkali  acts  npon 
the  sulphide  of  antimony,  in  such  a  manner  as  to  produce  antimonic  oxide 
and  a  sulphide  of  the  alkali-metal.  The  latter  dissolves  part  of  the 
remaining  sulphide  of  antimony,  the  greater  part  of  which  separates  in 
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the  form  of  kennes  on  cooling.  The  antimonio  oxide  is  contained  in  the 
liquid  in  combination  with  the  alkali^  but  partly  separates  on  cooling, 
combined  with  a  small  quantity  of  alkali  and  mixed  with  the  kermes,  in 
the  form  of  acuminated  six-sided  needles,  which  may  be  detected  by  the 
microscope.  Since,  however,  it  does  not  separate  so  rapidly  as  the 
kennes,  the  latter  may  be  obtained  free  from  antimonio  oxide,  by  collecting 
it  on  a  filter  immediately  after  its  formation.  Carbonate  of  potash  pre- 
cipitates a  smaller  quantity  of  antimonio  oxide  than  carbonate  of  soda. 
The  larger  the  excess  of  alkaline  carbonate  present,  the  smaller  is  the 
proportion  of  antimonic  oxide  thrown  down.  Thus,  by  boiling  1  part  of 
grey  sulphide  of  antimony  with  1  part  of  crystallized  carbonate  of  soda, 
only  a  small  quantity  of  antimonic  oxide  is  precipitated,  and  with  still 
more  carbonato  of  soda  (which,  however,  fi^ives  but  a  scanty  precipitate  of 
kermes),  the  whole  of  the  antimonic  oxide  remains  dissolved,  provided 
the  kermes  be  rapidly  collected  on  a  filter.  (H.  Rose.)  The  solution 
filtered  from  the  kermes  contains — ^besides  a  large  quantity  of  alkaline 
carbonate — more  or  less  sulphide  of  potassium  or  sodium,  still  combined 
with  a  small  proportion  of  sulphide  of  antimony,  and  accordingly,  when 
treated  with  the  stronger  acids,  it  evolves  carbonic  acid  and  hydrosulphuric 
acid  gas,  and  deposits  a  yellowish-red  precipitate.  (0.  Henry,  Liebig.) 
According  to  H.  Rose,  it  does  not  give  off  hydrosulphuric  acid  gas, 
because  it  likewise  contains  antimonic  oxide,  in  quantity  more  than  suffi- 
cient to  form  sulphide  of  antimony  with  the  hydrosulphuric  acid  separated 
from  the  sulphide  of  sodium.  When  grey  sulphide  of  antimony  is 
boiled  with  a  dilute  solution  of  carbonate  of  potash  (which  likewise  does 
not  evolve  any  carbonic  acid  gas),  the  solution  filtered  from  the  kermes 
does  not  give  off  hydrosulphuric  acid  on  the  addition  of  the  stronger  acids. 
(Dufios.) — The  yellowish  red  precipitate  produced  by  acids  is  kermes 
mixed,  after  a  while,  with  pentasulphide  of  antimony:  the  longer  the 
solution  had  previously  been  exposed  to  the  air,  the  sooner  does  the  pre- 
cipitation of  pentfusulphide  take  place. 

The  residue  obtained  after  e:diausting  grey  sulphide  of  antimony  with 
the  boiling  solution  of  an  alkaline  carbonate,  consists  of  sulphide  of  anti- 
mony, antimonic  oxide,  and  free  alkali.  (Dufios.) 

when  grey  sulphide  of  antimony  is  boiled,  for  10  minutes  only,  with 
carbonate  of  soda  in  a  close  vessel  furnished  with  a  gas-delivery  tube,  the 
filtrate  yields  a  fiocculent,  greyish-brown  kermes,  which,  when  digested 
with  a  hot  solution  of  tartaric  acid,  deepens  in  colour,  and  gives  up  a 
large  quantity  of  antimonic  oxide  and  soda — ^the  latter  being  contained  in 
the  kermes  in  the  form  of  sulphide  of  antimony  and  sodium;  the  superna- 
tant mother-liquid  contains  sulphide  of  sodium.  If^  on  the  contrary,  the 
mixture  be  boiled  for  an  hour  in  an  open  vessel,  a  bright-coloured,  pulveru- 
lent kermes  is  obtained,  which  gives  up  to  acids  a  large  quantity  of  anti- 
monic oxide,  and  very  little  soda,  and  when  decomposed  by  hycfrogen  gas 
yields  71 '3. ...73*8  per  cent,  of  antimony,  with  a  small  proportion  of  sul- 
phide of  sodium.  (Liebig.) 

The  kermes  2,  b,  precipitated  by  hydrosulphuric  acid,  is  not  soluble  in 
a  cold  solution  of  carbonate  of  soda;  but  in  a  hot  solution,  it  dissolves  much 
more  abundantly  than  the  grey  sulphide  of  antimony,  and  evolves  car- 
bonic acid  gas.  The  kermes  which  separates  from  the  filtrate  on  cooling 
contains  antimonic  oxide,  and  the  supernatant  liquid  contains  sulphide  of 
sodium.  (Liebig.)  In  this  case,  a  much  larger  quantity  of  antimonio 
oxide  is  aeposited  with  the  kermes  than  when  the  grey  sulphide  of  anti- 
mony is  used,  because  the  solution  contains  a  much  smaller  excess  of  car- 
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bonate  of  soda.  (H.  Rose.)  When  the  boilinp;  is  oontinned  for  10  minuteA 
only,  the  resulting  dingy  coloured  kermes  behayes  in  a  similar  manner  to 
that  which  is  prepared  from  the  grey  sulphide  by  the  same  process,  and 
the  supernatant  liquid  holds  in  solution  but  a  small  quantity  of  antimouic 
oxide  and  sulphide  of  sodium.  But  if  the  boiling  be  continued  for  an 
hour,  a  more  brilliant  and  finely  diyided  kermes  is  precipitated,  having 
the  same  properties  as  the  kermes  obtained  by  boiling  my  sulphide  of 
antimony  for  an  hour,  and  the  supernatant  mother-liquid  contains  more 
sulphide  of  sodium,  together  with  a  snuill  quantity  of  pentasulphide  of 
antimony,  produced  by  Uie  action  of  the  air  during  the  prolonged  ebulli« 
tion.  ^Liebig.) 

With  100  parts  of  grey  sulphide  of  antimony,  the  following  propor- 
tions of  dry  carbonate  of  potash  and  of  water  have  been  used;  25  parts  of 
carbonate  of  potash  to  200  parts  of  water.  {ParU  Codex,  1748.)— 222 :  1788; 
yields  after  boiling  for  a  quarter  of  an  hour,  18  parts  of  kermes  free  from 
oxide,  the  mother-liquid  containing  but  a  trace  of  sulphide  of  antimony; 
but  after  two  hours*  boiling  the  yield  is  only  13  parts  of  kermes  free  from 
oxide,  and  the  mother^liquid  contains  more  sulphide  of  antimony.  (Duflos.) 
—400  :  1600;  an  old  recipe  of  La  Ligerie. — 1600  :  4800;  yields,  after  a 
quarter  of  an  hour's  boiling,  20  parts  of  pure  kermes.  (Duflos.) — By  boil- 
ing 100  parts  of  sulphide  of  antimony  with  200  parts  of  carbonate  of 
potash  and  1800  parts  of  water  for  two  hours,  and  then  precipitiEtting  the 
nitrate  immediately  with  hydrochloric  acid,  28  parts  of  kermes  free  from 
oxide  are  obtained.  (Duflos.) 

Oluzel  boils  1  part  of  grey  sulphide  of  antimony  with  20  parts  of  crys- 
tallized carbonate  of  soda  and  200  parts  of  water.  The  resulting  kermes 
contains,  according  to  Gay-Lussac,  80  per  cent,  of  antimouic  oxide.  When 
the  mixture  is  boued  for  half  an  hour,  it  contains  18  per  cent,  of  oxide, 
but  in  reality,  the  portions  of  kermes  first  precipitated  contain  only  14 
per  cent  of  oxide,  while  the  subsequent  portions  are  contaminated  with 
nearly  29  percent.  (Dufios.) — A  mixture  of  100  parts  of  sulphide  of  anti- 
mony with  800  parts  of  crystaHised  carbonate  of  soda  and  2400  parts  of 
water  boiled  for  half  an  hour,  deposits  8  parts  of  kermes  containing 
inore  than  1  part  of  antimouic  oxide;  by  again  boiling  the  mother-liquid 
with  the  residue,  9  parts  of  kermes  are  obtained,  contaminated  with  1  *5 
parts  of  oxide.  /Duflos.) 

Carbonate  or  potash  produces  a  larger  quantity  of  kermes  than  car- 
bonate of  soda  (0.  Henry) ;  but  the  kermes  prepared  with  carbonate  of 
soda  has  a  finer  red  colour.  (Cluzel.) 

As  the  grey  sulphide  of  antimony  is  diflicultly  soluble  in  carbonate  of 
soda,  the  precipitated  red  sulphide  is  preferable  for  this  process.  One 
part  of  finely  powdered  grey  sulphide  should  therefore  be  boiled  with 
1  part  of  hydrate  of  potash  and  90  parts  of  water  for  one  hour;  the  filtrate 
precipitated  while  still  hot  by  dilute  sulphuric  acid;  and  the  mixed  salts  di- 
yided into  three  equal  parts,  each  of  which  is  then  to  be  washed  with  water 
in  a  separate  yessel,  by  subsidence  and  decantation,  and  afterwards  collected 
on  a  filter.  The  precipitate  collected  on  the  first  filter  is  then  thrown  by 
successive  portions  into  a  boiling  filtered  solution  of  1  part  of  dry  car- 
bonate of  soda  in  34  parts  of  water,  and  the  whole  boiled  for  an  hour; 
and  the  solution — which  need  not  be  filtered,  since  nothing  remains  undis- 
solved— is  then  slowly  cooled  to  separate  the  kermes.  The  solution 
poured  ofiT  from  the  precipitated  kermes  is  again  raised  to  the  boiling 
point,  and  the  contents  of  the  second  filter  added  to  it,  and  similarly  with 
the  third  filter.  The  kermes  deposited  after  the  second  boiling  has  usually 
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the  finest  colour.  The  kermes  thus  prepared  amounts,  after  washing  with 
oold  water  and  drying,  to  half  the  quantity  of  the  grey  sulphide  used. 
It  must  be  regarded  as  Sb0^2SbS^  (a  composition  similar  to  that  of  red 
antimony  ore),  but  it  still  contains  between  1  and  l\  per  cent,  of  soda. 
(Liebig,  ffandworterb,  1,  427.) 

4.  Grey  sulphide  of  antimony  is  boiled  with  solution  of  potash,  not  in 
excess,  and  the  liquid  filtered  hot  and  then  left  to  cool.  The  solution 
filtered  from  the  precipitated  kermes,  if  boiled  afresh  with  the  undissolved 
residue,  yields  a  small  additional  quantity  of  kermes.  Caustic  potash 
dissolres  sulphide  of  antimony  much  more  abundantly  than  the  carbonate; 
in  other  respects,  the  process  is  mainly  the  same.  Thus  dKO  is  resolved 
with  SbS^  into  3KS  and  SbO^;  the  8KS  then  dissolves  a  certain  quantity 
of  the  remaining  SbS*,  a  portion  of  which  separates  on  cooling  in  the 
form  of  kermes.  The  SbO'  thus  formed  remains  partly  dissolved  in  the 
alkaline  solution,  and  partly,  together  with  potash,  combines  with  the 
SbS^  which  remains  undissolved,  thereby  converting  it  into  a  yellow  or 
brown  crocus,  from  which,  after  a  while,  the  liquid  filtered  from  the 
kermes  is  unable  to  abstract  any  more  SbS'.  According  to  Rose,  however, 
the  kermes  thus  obtained  diners  from  that  prepared  with  alkaline 
carbonates.  It  is  not  precipitated  in  the  state  of  powder,  but  forms  a 
dark  brown  jelly  on  cooling;  it  is  difiicult  to  wash  and  dry,  and  in  drying 
shrinks  up  to  a  hard  dark-brown  mass  having  a  conchoidal  fracture.  It 
does  not  contain  antimonic  oxide,  but  is  in  reality  a  feeble  compound 
of  tersulphide  of  antimony  with  a  small  quantity  of  sulphantimoniate 
of  potassium.  After  washing  for  a  short  time,  its  composition  is 
2SbS^-f  KS,SbS^  after  longer  washing  with  hot  water,  9SbS^+KS,SbS^ 
The  formation  of  the  KS,SbS^  is  to  be  attributed  either  to  the  partial 
resolution  of  the  SbS'  by  boiling  into  metallic  antimony  and  SbS',  or — as 
Rose  considers  more  probable — ^to  the  action  of  the  air,  whereby  a  portion 
of  the  antimony  is  oxidized  and  the  proportion  of  the  sulphur  to  the 
antimony  increased.  Hence  kermes  of  this  kind  does  not  yield  antimonic 
oxidb  when  digested  with  a  boiling  solution  of  cream  of  tartar,  but  merely 
gives  off  a  small  quantity  of  hydrosul^huric  acid  gas;  with  dilute  hydro- 
chloric acid  it  evolves  hydrosulphunc  acid  gas  in  abundance;  and  on 
Ignition  in  a  current  of  hydrogen,  it  yields  water  (previously  contained  in 
the  KS,SbS*  as  water  of  crystallization)  and  metallic  antimony,  sur- 
rounded however  by  fused  KS,SbS^  (H.  Rose.) 

When  grey  sulphide  of  antimony  is  boiled  with  excess  of  potash,  the 
filtrate  does  not  deposit  kermes  on  cooling.  (Duflos,  H.  Rose.)  But  if 
carbonic  acid  gas  he  passed  through  the  solution,  a  brilliant  kermes  is 
precipitated  in  large  quantity;  and  when  the  carbonic  acid  ceases  to 
cause  any  further  precipitation,  the  stronger  acids,  after  expelling  the 
carbonic  acid,  throw  down  pentasulphide  of  antimony  from  the  liquid 
filtered  from  the  kermes.  Moreover,  if  the  liquid  precipitated  by  car- 
bonic acid  and  filtered  from  the  kermes  be  boiled  with  a  fresh  quantity 
of  sulphide  of  antimony,  it  deposits  kermes  on  cooling,  because  the 
solution  then  contains  carbonate  of  potash;  on  again  passing  carbonic 
acid  through  the  liquid,  no  further  precipitate  is  formed.  (Hennsman, 
Tasehenb.  1822,  184.)  [The  carbonic  acid  precipitates  not  only  the 
tersulphide  but  also  the  pentasulphide  of  antimony,]  The  above  solution, 
if  treated  with  bicarbonate  of  potash  or  soda,  instead  of  carbonic  acid, 
likewise  deposits  a  large  quantity  of  kermes  which  is  free  from  antimonic 
ozide^  but  on  being  treated  with  dilute  hydrochloric  acid,  deepens  in 
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colonr  anid  gives  up  a  small  portion  of  potash;  when  reduced  by  hydrogen 
gas,  it  leaves  antimony  together  with  a  double  sulphide  of  antimony  and 
potassium.  (Liebig.) 

If  100  parts  of  grey  sulphide  of  antimony  are  boiled  for  a  quarter 
of  an  hour  with  30  pts.  of  hydrate  of  potash  and  300  pts.  of  water, 
the  filtrate  deposits,  on  cooling,  25  pts.  of  kermes  free  from  antimonic 
oxide;  by  boiling  the  residue  a  second  time  with  the  mother-liquid, 
10  pts.  of  kermes  are  obtained;  a  third  boiling  yields  3 '2  pts.  The 
insoluble  residue  amounts  to  49  pts.  By  boiling,  for  a  quarter  of  an  hour, 
a  mixture  of  100  parts  of  sulphide  of  antimony,  33  pts.  of  hydrate  of 
potash,  and  700  pts.  of  water,  13  pts.  of  kermes  free  from  oxide  are 
obtained;  and  by  the  second  boiling,  10  pts.;  after  this,  nothing  more  is 
deposited.  The  mother-liquid  yields,  on  the  addition  of  sulphuric  acid, 
18  pts.  of  brick-red  kermes,  containing  but  little  pentasulphide  of  antimony, 
since  it  dissolves  entirely  in  strong  hydrochloric  acid,  with  the  exception  of 
a  small  quantity  of  sulphur.  A  mixture  of  100  pts.  of  sulphide  of  antimony 
and  60  pts.  of  hydrate  of  potash  yields,  after  boiling  with  water  a  quarter 
of  an  hour,  a  filtrate  which  does  not  deposit  any  kermes  on  cooling.  But 
by  boiling  100  pts.  of  sulphide  of  antimony  and  100  pts.  of  hydrate  of 
potash  with  2770  pts.  of  water  for  an  hour  and  then  filtering,  a  solution 
is  obtained  which  deposits  9  parts  of  yellowish  kermes  containing  a  large 
quantity  of  antimonic  oxide.  The  mother-liquid,  if  boiled  three  times 
with  the  residue,  deposits  a  yellow  powder — amounting  to  6*3, 5*3,  and  4 pts. 
-^which  becomes  richer  in  oxide  after  each  boiling,  so  that  the  powder 
obtained  by  a  fourth  boiling  contains  more  than  half  its  weight  of  antimonic 
oxide.  When  the  mother-liquid  from  the  kermes  has  been  boiled  with 
the  insoluble  residue  till  it  no  longer  deposits  kermes,  it  may  again  be 
made  to  yield  that  substance  in  abundance  and  free  from  impurity,  by 
boiling  it  with  fresh  sulphide  of  antimony;  and  this  process  may  be 
repeated  several  times.  (Dufios.) 

According  to  some  formulffi,  the  potash-solution  is  boiled  with  sulphide 
of  antimony  and  free  sulphur.  For  instance :  a  mixture  of  100  pts.  of 
grey  sulphide  of  antimony,  25  pts.  of  sulphur,  150  pts.  of  hydrate  of 

Sotash,  and  2400  pts.  of  water,  boiled  for  half  an  hour  and  then  filtered, 
eposits,  on  cooling,  33  pts.  of  fine  brownish-red  kermes  free  from 
antimonic  oxide  or  excess  of  sulphur;  and  by  boiling  the  mother-liquid  a 
second  time  with  the  residue,  the  latter  is  entirely  dissolved,  and  the 
solution  yields,  on  cooling,  a  kermes  nearly  as  pure  and  abundant  as  in 
the  first  case.  The  mother-liquid  contains,  not  antimonic  oxide,  but 
hyposulphite  of  potash.  With  100  pts.  of  sulphide  of  antimony,  50  pts. 
of  sulphur,  150  pts.  of  hydrate  of  potash,  and  4800  pts.  of  water,  a 
mixtuie  of  kermes  and  sulphur  is  deposited;  and  with  100  pts.  of  sulphide 
of  antimony,  100  pts.  of  sulphur,  300  pts.  of  hydrate  of  potash,  and 
4800  pts.  of  water,  the  filtrate  deposits  nothing  on  cooling,  and  only 
pentasulphide  of  antimony  on  the  addition  of  acids.  (Dufios.) 

Kermes  may  also  be  prepared  by  the  displacement  method.  Thus : 
coarsely  pounded  glass  or  quartz  is  placed  at  the  bottom  of  a  funnel, 
and  upon  it  an  intimate  mixture  of  1  pt.  of  very  finely  pulverized  grey 
sulphide  of  antimony  and  2  pts.  of  dry  carbonate  of  soda  (carbonate  of 
potash,  according  to  Boullay,  produces  a  less  brilliant  kermes),  3  pts.  of 
slaked  lime,  and  4  pts.  of  washed  and  dry  sand ;  the  mixture  is  covered 
with  a  layer  of  sand;  and  cold  water  allowed  slowly  to  trickle  upon  it,  as 
long  as  the  liquid  which  passes  through  is  precipitated  by  acids.     The 
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Icermes  is  thrown  down  from  the  filtrate  by  a  current  of  carbonic  acid  gas 
or  hj  bicarbonzite  of  soda.  (Musculus,  /.  Fharm,  22,  241 ;  also  Ann, 
Fharm.  18,  344.) 

According  to  Liebig,  kermes  free  from  antimonic  oxide  may  be  most 
conveniently  prepared  by  the  following  process :  a  mixture  of  1  pt.  of 
finely  pounded  sulphide  of  antimony  with  1  pt.  of  carbonate  of  potash, 
1^  pt.  of  hydrate  of  potash,  and  15  pts.  of  water  is  digested  in  a  close 
vessel  for  two  hours;  the  filtrate  diluted  with  a  large  quantity  of  water, 
and  precipitated  by  sulphuric  acid;  the  precipitate  boiled  with  dilute 
sulphuric  acid — to  decompose  the  sulphide  of  potassium  mixed  with  the 
sulphide  of  antimony — and  the  residue  washed  with  water. 

5.  Grey  sulphide  of  antimony  is  fused  with  carbonate  of  potash  or 
soda,  and  the  mass,  consisting  of  a  mixture  of  sulphantimonite  of  potassium 
or  sodium  and  the  compound  of  antimonic  oxide  and  potash  or  soda,  is 
exhausted  with  water,  filtered  hot,  and  the  solution  left  to  cool.  If 
37 '5  pts.  ^upwards  of  7  At.)  of  carbonate  of; potash  are  used  with  100  pts. 
(8  At.)  01  sulphide  of  antimony,  the  following  decomposition  takes  place: 

SSbSs  +  7(K0,  C02)  =  6(KS,  SbS»)  +  KO,  2SbO«  +  7CO«. 

The  compound  of  antimonic  oxide  and  potash  is  resolved  by  strong 
ignition  into  metallic  antimony  and  antimonite  of  potash.  Hot  water 
dissolves  out  the  sulphide  of  potassium,  together  with  the  greater  part  of 
the  sulphide  of  antimony,  which  partially  separates  in  the  form  of  kermes 
as  the  filtrate  cools;  the  insoluble  residue  contains  sulphide  of  antimony, 
antimonic  oxide,  antimonious  acid,  and  potash.  (Berzelius.)  The  sepa- 
ration of  metallic  antimony  after  prolonged  fusion  is  due  to  the  formation, 
not  of  antimonite  of  potash,  but  of  KS,SbS'.  (Duflos,  H.  Rose.)  This 
decomposition  is  caused  by  the  predisposing  affinity  of  the  sulphide  of 
sodium  for  pentasulphide  of  antimony,  because  the  pentasulphide  is  a 
stronger  acid  than  the  tersulphide.  When  the  fused  mass  is  thoroughly 
boiled  with  water,  the  double  sulphide  of  antimony  and  potassium  (or 
sodium)  dissolves  in  the  water;  and  moreover,  antimonic  oxide  is  dissolved 
by  the  undecomposed  alkaline  carbonate,  and,  on  cooling,  separates, 
together  with  the  kermes,  in  fine  needles,  which  are  free  or  almost  free 
from  alkali*  The  quantity  of  kermes  thus  obtained  is  much  greater  than 
that  which  is  produced  by  boiling  grey  sulphide  of  antimony  with 
carbonate  of  soda,  because  more  sulphide  of  antimony  is  decomposed  by 
fusion;  but  the  kermes  has  more  of  a  yellowish-brown  colour,  and 
contains  a  larger  quantity  of  antimonic  oxide,  though  in  variable  propor- 
tions. The  more  rapidly  the  kermes  is  collected  on  the  filter  after 
cooling,  the  less  is  the  quantity  of  oxide  mixed  with  it.  Besides 
antimonic  oxide,  it  contains  a  compound  of  sulphide  of  potassium  or 
sulphide  of  sodium  with  pentasulphide  of  antimony;  hence  a  kermes 
prepared  in  this  manner  with  carbonate  of  soda  yields,  when  decomposed 
by  chlorine  gas,  8 '5  per  cent,  of  chloride  of  sodium.  The  liquid  from 
which  the  kermes  has  been  deposited  on  cooling  in  close  vessels,  contains 
carbonate  of  soda,  sulphantimonite  of  sodium,  and  sulphantimoniate  of 
Bodium;  so  that  on  evaporation  it  yields,  first  crystals  of  sulphantimoniate 
of  sodium  and  then  of  carbonate  of  soda;  and,  on  the  addition  of  bicarbonate 
of  soda,  deposits  brownish-red  kermes,  in  consequence  of  the  decomposition 
of  the  sulphantimonite  of  sodium.  (H.  Rose.) 

The  larger  the  proportion  of  alkaline  carbonate,  and  the  longer  the 
fusion  is  continued,  the  smaller  is  the  quantity  of  antimonic  oxide  mixed 
with  the  kermes;  but  if  too  much  alkabne  carbonate  is  used,  no  kermes  i$ 
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deposited,  (Duflos.)  When  a  mixture  of  100  pts.  of  grey  sulphide  of 
antimony  with  37 '5  pts.  of  carbonate  of  potash  is  heated  merely  to 
tranquil  fusion,  no  metallic  antimony  is  separated,  but  the  resulting  mass, 
after  repeated  exhaustion  with  water,  yields  21  pis.  of  kermes,  contaiuing 
25  per  cent,  of  antimonic  oxide.  The  same  mixture  if  kept  at  a  red  heat 
for  half  an  hour,  deposits  metallic  antimony,  and  yields  19  pts.  of  kermes 
containing  9  per  cent,  of  oxide.  (Duflos.)  Oeiger  obtained  a  good 
kermes,  containing  not  more  than  4  per  cent,  of  oxide  by  the  following 
process  recommended  by  Berzelius  :>-*100  pts.  of  sulphide  of  antimony 
heated  to  tranquil  fusion  with  50  pts.  of  carbonate  of  soda  yield,  on  the 
first  exhaustion  with  water,  17  pts.  of  kermes,  containing  30  per  cent,  of 
antimonic  oxide;  on  the  second,  12*5  pts.;  and  on  the  third,  11  pts. 
The  mother  liouid  contains  antimonic  oxide.  (With  these  proportions, 
Pagenstecher  ootained,  by  one  exhaustion,  14  pts.  of  kermes  containing  33 
per  cent,  of  oxide.)  The  same  mixture  kept  at  a  red  heat  for  half  an 
hour,  whereby  a  large  quantity  of  metallic  antimony  is  reduced,  yields,  in 
three  exhaustions,  28,  19,  and  17  pts.  (together  =  64  pts.)  of  kermes 
containing  9  per  cent,  of  antimonic  oxide.  The  mother-liauid  contains 
antimonious  acid.  100  pts.  of  sulphide  of  antimony  fusea  for  a  short 
time  with  67  pts.  of  carbonate  of  potash,  yield,  in  one  exhaustion  with 
water,  10*3  pts.  of  kermes  containing  21  per  cent,  of  antimonic  oxide; 
but  after  fusion  for  half  an  hour,  whereby  8  pts.  of  metal  are  reduced,  the 
same  mixture  yields  23  pts.  of  kermes  containing  6'5  per  cent,  of  oxide. 
When  a  mixture  of  100  parts  of  sulphide  of  antimony  and  150  pts.  of 
carbonate  of  potash  is  fused  for  half  an  hour,  12*5  parts  of  metallic 
antimony  are  separated;  but  the  solution,  after  exhausting  with  water, 
does  not  deposit  any  kermes  on  cooling;  it  contains  antimonious  acid,  and, 
when  treated  with  acids,  deposits  a  mixture  of  kermes  and  pentasulphide 
of  antimony.  (Duflos.) 

A  mixture  of  1 00  pts.  of  grey  sulphide  of  antimony  with  50  pts.  of 
dry  carbonate  of  soda,  yields  9  pts.  of  kermes  containing  42  per  cent, 
of  oxide;  100  sulphide  of  antimony  and  100  carbonate  of  soda,  yield 
52  pts.  of  kermes  containing  34  per  cent,  of  oxide.  (Pagenstecher.) 

J  00  pts.  of  sulphide  of  antimony  yield  with  50  pts.  of  dry  carbonate 
of  soda  a  large  quantity  of  kermes,  rich  in  oxide,  and  resembling  that 
obtained  with  carbonate  of  soda  in  the  wet  way.  The  mother-liquid 
gives  with  carbonate  of  ammonia  a  flame-coloured  precipitate,  and  with 
bicarbonate  of  soda,  a  brownish-red  bulky  precipitate ;  both  these  preci- 
pitates are  free  from  antimonic  oxide,  and  dissolve  perfectly  in  a  hot  solu- 
tion of  carbonate  of  soda;  the  solution  deposits  good  kermes  on  cooling. — 
A  mixture  of  100  pts.  of  sulphide  of  antimony  and  100  pts.  of  carbonate 
of  soda  fuses  less  readily,  yields  more  metallic  globules,  and  leaves  a 
smaller  residue  when  exhausted  with  water;  nevertheless,  the  filtrate 
deposits  a  smaller  quantity  of  kermes  on  cooling,  and,  therefore,  gives  a 
larger  precipitate  with  alkaline  bicarbonates. — With  100  pts.  of  sulphide 
of  antimony  to  200  pts.  of  carbonate  of  soda^  a  large  quantity  of  metal  is 
reduced,  and  the  mass  dissolves  almost  completely  in  hot  water;  neverthe- 
less the  filtrate,  when  cooled  in  close  vessels,  does  not  deposit  any  kermes, 
but,  after  a  while,  white  crystalline  flakes  of  antimonite  of  soda  separate 
from  it;  bicarbonate  of  soda,  however,  throws  down  from  the  filtrate  a 
considerable  quantity  of  kermes  free  from  antimonic  oxide.  Hence  by 
using  an  excess  of  carbonate  of  soda,  too  large  a  quantity  of  sulphide  of 
sodium  is  produced,  whereby  the  whole  of  the  sulphide  of  antimony  ia 
retained  in  solution.  (Liebig,) 
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Liebig  fuses  a  mixture  of  100  pis.  sulphide  of  antimony  and 
25  pts.  dry  carbonate  of  soda  at  a  gentle  beat^  stirring  all  the  while 
with  a  pipe-stem ;  then  pours  the  mass  out  upon  a  briok;  reduces  it  t^ 
fine  powoer;  boiLs  1  pt.  of  the  powder  with  2  pts.  of  crystallised  carbo- 
nate of  soda  and  16  pts.  of  water,  for  an  hour;  filters;  sets  the  liquid 
aside  to  cool ;  decants  the  solution  from  the  kermes ;  boils  it  with  the 
undissolved  residue ;  and  so  on  repeatedly,  till  only  yellow  or  yellowish* 
brown  Orociu  antimonii  remains.  A  single  exhaustion  yields  but  little 
kermes ;  but  by  repeating  the  boiling  several  times,  a  large  quantity  of 
very  fine  kermes  is  obtained. 

In  some  oases,  a  small  quantity  of  sulphur  is  added  to  the  fused 
mixture  of  sulphide  of  antimony  and  alkaline  carbonate ;  e.  g.  according 
to  DoUfuss,  100  pts.  of  sulphide  of  antimony,  4*7  parts  of  sulphur  and  50 
pts.  of  dry  carbonate  of  soda;  according  to  Trommsdorf,  100  :  6  :  50; 
according  to  the  Fharmac.  BoruM.  ed.  5,  100  :  50  :  75 ;  and  according  to 
Bucholz,  100  pts.  of  sulphide  of  antimony,  22  pts.  of  sulphur,  and  150 
pts.  of  carbonate  of  potash.  These  mixtures  yield  kermes  in  larger 
quantity  and  less  contaminated  with  antimonic  oxide,  but  of  a  dingy 
colour,  probably  because  it  contains  more  sulphantimoniate  of  sodium 
(or  potassium).  A  mixture  of  100  pts.  of  sulphide  of  antimony  with 
22  pts.  of  sulphur  and  150  pts.  of  carbonate  of  potash,  yields  63  pts.  of 
dingy  kermes,  containing  29  per  cent,  of  oxide.  (Ps^nstecher.)  The 
fus^  mass  dissolves  in  boiling  water,  with  the  exception  of  1 1  pts.  and 
yields  50  pts.  of  kermes  containing  13*5  per  cent,  of  oxide.  With 
100  pts.  of  sulphide  of  antimony,  25  pts.  of  sulphur,  and  100  pts.  of 
carbonate  of  potash,  45  pts.  of  kermes  are  obtained,  contaminated  with 
9  per  cent,  of  antimonic  oxide.  (Duflos.) 

6.  Grey  sulphide  of  antimony  is  ignited  with  a  mixture  of  charcoal 
and  carbonate  or  sulphate  of  potash  or  soda,  the  resulting  mass  boiled 
with  water,  and  the  filtrate  set  aside  to  cool. — As  the  liquid  cools,  a 
gelatinous  brown  kermes  separates,  which  consists  of  a  compound  of  ter- 
sulphide  of  antimony  with  sulphide  of  potassium  or  sodium,  and  is  totally 
different  from  officinal  kermes.  (Liebig.) 

By  fusing  100  pts.  of  sulphide  of  antimony  with  100  pts.  of  black 
flux,  exhausting  the  mass  with  water,  and  filtering  hot,  a  solution  is 
obtained,  which  solidifies  on  cooling  to  a  brown  jelly;  this  substance 
colours  the  water  yellow,  even  after  long-continued  washing,  and  is  very 
difficult  to  dry.  But  if  carbonate  of  potash  or  soda  is  added  to  the  hot 
filtrate  before  it  gelatinizes,  and  the  whole  boiled  for  half  an  hour,  offi- 
cinal kermes  is  precipitated  on  cooling,  in  the  form  of  a  brilliant,  finely 
divided  powder,  which  is  easily  purified  with  water  and  dried.  (Liebig.) 
— The  mass  obtained  by  strongly  igniting  a  mixture  of  100  pts.  of  sul- 
phide of  antimony  and  200  pts.  of  black  flux,  yields,  after  exhaustion 
with  water,  a  colourless  filtrate,  which  yields  nothing  on  cooling,  but 
on  the  addition  of  alkaline  carbonates,  deposits  a  dense  kermes  free 
from  oxide.  (Liebig.)  To  this  head  likewise  belongs  the  kermes  prepared 
by  exhausting  with  water  the  antimony-slag  which  covers  the  metal 
when  reduced  by  cream  of  tartar  and  nitre,  (p.  318,  2.) 

When  100  pts.  of  sulphide  of  antimony  are  heated  with  300  pts.  of 
cream  of  tartar,  till  the  latter  is  merely  carbonized,  a  kermes  containing 
oxide  is  produced,  because  the  carbonate  of  potash  formed  exerts  an 
oxidating  action  on  the  antimony.  (Liebig.) — Again,  if  100  pts.  of  sulphide 
of  antimony  are  strongly  ignited  with  400  pts.  of  cream  of  tartar,  56  ptsu 
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of  metallic  antimony  are  rednced,  and  the  filtrate,  after  exhaiisting  the 
mass  with  water,  deposits  nothing  on  cooling,  and  only  a  small  quantity 
of  hrick-red  kermes  on  the  addition  of  acids.  (Duflos.) 

A  mixture  of  100  pts.  of  sulphide  of  antimony,  12*5  pts.  of  sulphnr, 
BO  pts.  of  carhonate  of  potash,  and  4  pts.  of  charcoal,  yields  metallic  anti- 
mony ;  and  the  remainder  dissolves  almost  entirely  in  boiling  water,  the 
solution  depositing  48 '4  pts.  of  kermes,  free  from  antimonio  oxide. — With 
25  pts.  of  sulphur,  100  pts.  of  carbonate  of  potash,  and  8  pts.  of  charcoal, 
9  pts.  of  metallic  antimony  are  obtained ;  and  the  residue  dissolves  in 
hot  water  and  yields  16  pts.  of  kermes  free  from  oxide.  ^Duflos.) 

A  mixture  of  100  pts.  of  sulphide  of  antimony  with  100  pts.  of 
sulphate  of  potash  and  17  pts.  of  charcoal,  yields,  alter  fusion  and  sub- 
sequent solution  in  hot  water,  from  83  to  100  parts  of  kermes.  (Bucholz.) 
Pagenstecher  obtained  with  these  proportions,  22  pts.  of  kermes  of  a  very 
bad  colour,  and  containing  43  per  cent,  of  oxide.  Duflos  likewise  obtained 
but  one-third  as  much  as  Bucholz,  and  the  kermes  contained  22*75  per 
cent,  of  oxide.  This  large  quantity  of  oxide  arises  from  the  charcoal  not 
being  in  sufficient  quantity  to  convert  the  whole  of  the  sulphate  of  potash 
into  sulphide  of  potassium.  Hence  the  sulphuric  acid  is  but  partly  decom- 
posed, and  the  potash  set  free  converts  a  portion  of  the  sulphide  of 
antimony  into  antimonic  oxide.  (Duflos.) — ^A  mixture  of  100  pts.  of 
sulphide  of  antimony,  100  pts.  of  sulphate  of  potash,  and  25  pts.  of 
charcoal,  kept  for  some  time  at  a  red  heat,  yields  1 9  pt«.  of  metallic 
antimony,  and  only  1 1  pts.  of  kermes  free  from  antimonio  oxide.  Whence 
it  appears  that,  in  this  case  also,  the  sulphantimonite  of  potassium  is, 
by  prolonged  fusion,  partially  resolved  into  sulphantimoniate  of  potas- 
sium and  metallic  antimony. — ^With  100  pts.  of  sulphide  of  antimony, 
50  pts.  of  sulphate  of  potash,  and  12*5  pts.  of  charcoal,  6  pts.  of  metallic 
antimony  are  obtained,  together  with  a  much  larger  quantity  of  kermes 
than  in  the  former  instance,  and  free  from  antimonio  oxide.  (Duflos.) 
The  kermes  prepared  from  sulphate  of  potash  and  charcoal  forms  a 
gelatinous  mass,  similar  to  that  prepared  with  black  flux.  (Liebig.^ 

By  boiling  sulphide  of  antimony  with  an  a(|ueous  solution  ot  proto- 
sulphide  of  sodium,  and  filtering,  a  solution  is  likewise  obtained,  which 
deposits  a  similar  dingy  kermes,  containing  a  large  quantity  of  sulphide 
of  sodium.  (Liebig.)  A  kermes  having  the  same  composition,  is  like- 
wise precipitated,  by  dissolving  sulphide  of  antimony  in  a  boiling  aqueous 
solution  of  protosufphide  of  potassium,  and  leaving  the  filtrate  to  cool. 
The  kermes  thus  prepared,  after  washing  with  cold  water,  imparts  sul- 
phide of  potassium  with  a  small  quantity  of  sulphide  of  antimony  to 
boiling  water,  but  cannot  be  entirely  freed  from  sulphide  of  potassium 
even  by  long  boiling.  (Soubeiran,  J.  Pharm,  27,  294.) 

7.  An  aqueous  solution  of  sulphantimoniate  of  sodium  is  boiled  with 
metallic  antimony,  till  it  is  converted  into  a  solution  of  sulphantimonite 
of  sodium,  and  then  precipitated  by  an  acid. — Inasmuch  as  the  sulph- 
antimoniate of  sodium  may  be  freed  from  every  trace  of  arsenic  by 
crystallization,  a  kermes  free  from  arsenic  may  be  prepared  from  it, 
provided  also  that  the  metallic  antimony  used  is  free  from  that  impurity. 
— A  mixture  of  100  parts  of  the  crystallized  compound,  and  32  pte.  of 
washed  antimony,  is  boiled  for  an  hour  or  two  with  1000  pte.  of  water 
in  a  clean  iron  vessel,  the  water  being  replaced  as  it  evaporates.  The 
filtrate  is  then  diluted  with  boiling  water,  and  nearly  saturated  with 
dilute  hydrochloric  acid,   whereupon   92  pte.  of  a  fine  reddish-brown 
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kermes,  free  from  antimonic  oxide^  is  deposited.  (Duflos.) — If  the  sulph* 
autimoniate  of  sodium  is  not  freed  from  adhering  soda  bj  re-crjstalliza- 
tioD;  or  if  the  mixture  is  exposed  to  the  air  while  cooling,  or  if  unboiled 
water  is  used  for  diluting  the  filtrate  or  washing  the  product^  the  kermes 
may  contain  antimonio  oxide.  But  if  the  quantity  of  hydrochloric  acid 
added  is  less  than  sufficient  to  saturate  the  soda,  so  that  the  latter  is 
only  converted  into  bihydrosulphate  of  soda,  the  precipitation  of  the 
kermes  is  complete,  and  the  hydrosulphuric  acid  converts  any  antimonio 
oxide  that  may  be  formed,  into  sulphide  of  antimony.  (Duflos.) — Formerly 
Duflos  filtered  the  boiling  liquid,  stirring  frequently,  into  a  solution  of 
16  pts.  of  common  salt  and  32  pts.  of  Glauber's  salt  m  640  pts.  of  water; 
these  salts  accelerated  the  separation  of  the  kermes^  which  amounted  to 
between  40  and  48  parts. 

In  the  third,  fourth,  and  fifth  methods  of  preparing  the  kermes,  it  is 
usual  to  boil  the  solution  decanted  from  the  precipitated  kermes,  with  the 
insoluble  residue  obtained  on  the  previous  boiling,  as  long  as  the  filtrate 
continues  to  deposit  good  kermes  on  cooling. — In  the  third,  fourth,  fifth, 
and  sixth  methods,  it  is  best  to  let  the  filtrate  run  into  a  large  quantity  of 
warm  water,  so  that  the  kermes  may  be  precipitated  as  the  liquid  cools. 
•—The  kermes  is  washed,  first  by  subsidence  and  decantation,  and  after- 
wards on  a  filter  with  water  freed  from  air  by  boiling,  and  still  warm ; 
because,  according  to  Cluzel,  water  containing  air  gives  rise  to  oxidation. 
Duflos  recommends  washing  with  boiling  hot  water,  to  remove  the 
antimonio  oxide.  H.  Rose  recommends  the  same  treatment,  in  order 
to  remove  the  sulphantimoniate  of  potassium  or  sodium.  The  first 
portions  of  the  hot  wash-water  deposit  kermes  on  cooling,  because  the 
sulphide  of  potassium  or  sodium  which  is  dissolved  out,  carries  sulphide 
of  antimony  with  it.  By  long  treatment  with  boiling  water,  however,  a 
portion  of  the  kermes  itself  may  be  decomposed,  (vid,  infra.)  Hence 
the  hot  washing  of  Gay-Lussao  and  others  cannot  be  employed.  Liebig 
purifies  the  varieties  of  kermes  obtained  by  the  fourth,  fifth,  and  sixth 
methods  from  the  sulphide  of  potassium  or  sodium  which  they  contain, 
by  digesting  them  in  dilute  tartaric  acid,  washing  with  cold  water,  and, 
lastly,  drying  at  ordinary  temperatures. 

Properties, — The  kermes  prepared  by  method  1  is  a  dense,  fissured 
mass,  having  a  specific  gravity  of  4*15  and  a  conchoidal  fracture;  it 
scratches  grey  antimony  ore  pretty  strongly;  has  a  dark  leaden-grey 
colour,  and  when  in  thin  plates,  exhibits  a  dark  hyacinth-red  colour  by 
transmitted  light ;  it  yields  a  reddish-brown  powder,  rather  darker  than 
that  of  ordinary  kermes.  (Fuchs.)  Kermes  obtained  by  process  2,  is  a 
brownish-red,  loosely  coherent  powder.  The  kermes  containing  antimonio 
oxide,  prepared  by  methods  3, 4,  and  5,  is  a  loosely  agglomerated,  reddish- 
brown  powder,  which,  when  rubbed  on  paper,  leaves  a  brownish-red  streak, 
(after  washing  with  boiling  water,  a  blackish-grey  streak.)  (Liebig.) — 
The  kermes,  rich  in  sulphantimoniate  of  potassium  or  sodium,  obtained 
by  method  6,  dries  up  in  hard  brown  masses,  having  a  conchoidal  fracture 
and  yielding  a  brown  powder. — ^When  kermes,  free  from  antimonio  oxide, 
(method  1  or  2,)  is  slowly  cooled  after  fusion,  it  is  wholly  converted  into 
crystalline,  radiated  grey  sulphide  of  antimony,  which  yields  a  blackish 
powder.  Kermes,  containing  antimonio  oxide,  yields,  on  the  contrary,  a 
slag-like  mass.  (Fuchs.)  Cold  hydrochloric  acid  likewise  converts 
kermes,  in  a  few  days,  into  grey  sulphide  of  antimony.  (Proust.) 

Pure  mineral  kermes  must  be  regarded,  with  Berzelius,  H.  Rose,  and 
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FaohB^  M  amorphons  tersulpfaide  of  antimony.  Thia  view  ia  eonfirmed 
by  the  following  facts.  Grey  sulphide  of  antimony  is  converted  by  fusion 
and  rapid  cooling  into  the  red  salphide.  (Fuohs.)  The  kermes  precipi- 
tated from  salts  of  antimonic  oxide  by  hydrosulphniic  acid  is  free  from 
antimonic  oxide  and  water^  and  exhibits  the  colonr  and  other  properties 
of  ordinary  kermes.  1 58  pts.  (1  At)  of  antimonic  oxide  dissolved  in  a 
boiling  solution  of  cream  of  tartar  and  precipitated  by  hydrosulphuric 
acid,  yield  a  quantity  of  kermes  amounting  to  177*16  pts.  after  drying  in 
a  sand  bath;  this  when  fused  loses  8*25  pts.  of  water,  and  leaves  173*91 
pts.  of  grey  sulphide  of  antimony.  [The  quantity  of  sulphide  of  antimony 
produced  should  be  177  pts.  (1  At.);  the  slight  difference  is  probably  due  to 
the  presence  of  moisture  in  the  antimonic  oxide  or  to  some  incidental  loss 
in  the  process.]  When  100  pts.  of  the  kermes  thus  obtained  and  dried 
in  the  sand-batn  are  dissolved  in  strong  hydrochloric  acid  and  precipitated 
by  water,  the  resulting  powder  of  algaroth  amounts  to  86*7  pts.,  while 
100  pts.  of  grey  sulphide  of  antimony  treated  in  the  same  way  yield 
87  pts.  Hence  this  kermes  must  consist  of  tersulphide  of  antimony  with 
a  small  quantity  of  hydrosulphate  of  antimonic  oxide  [or  water]  adhering 
to  it.  (R.  Phillips,  Ann,  FhU.  25,  378.)  The  kermes  precipitated  from 
100  pts.  of  tartar-emetic  by  hydrosulphuric  acid  and  dried  in  a  water 
bath,  fuses  when  heated  in  a  glass  tube  drawn  out  to  a  fine  point,  yielding 
grey  sulphide  of  antimony  with  loss  of  only  0*37  pts.  (^  per  cent.)  of 
yellowish  water  containing  a  small  quantity  of  hyarosnlphuric  acid  and 
ammonia.  [Robiquet,  Gay-Lussac,  and  0.  Henry  likewise  obtained 
ammoniacal  water  by  heating  kermes;  probably  the  kermes  absorbs 
ammonia  from  the  air.]  The  conversion  of  kermes  into  grey  salphide 
of  antimony  takes  place  at  a  temperature  considerably  below  redness, 
commencing  at  the  part  most  heated,  and  extending  throughout  the 
whole  mass;  the  portions  adherine  to  the  glass,  however,  partly  retain 
their  red  isolour.  (Gmelin.)  The  kermes  precipitated  from  tartar-emetic 
by  hydrosulphuric  acid  and  dried  in  a  water  bath,  loses  when  fused 
only  ^  per  cent,  of  hydrosulphuric  acid,  and  is  converted  into  grey 
sulphide  of  antimony.  (Geiger  d^  Reimann,  Afag.  Pharm,  17,  132.) 
According  to  Robiquet,  the  kermes  obtained  from  tartar-emetic  should 
yield  10  per  cent,  of  water;  but  he  does  not  state  whether  it  must  be 
previously  dried,  or  in  what  manner. 

The  kermes  obtained  by  methods  3,  4,  and  5  contains  variable  and 
often  large  quantities  of  antimonic  oxide  (partly  in  combination  with 
potash  or  soda)  and  smaller  quantities  of  sulphantimoniate  of  potassium 
or  sodium;  that  prepared  by  method  6  does  not  contain  antimonic  oxide, 
but  a  proportionably  larger  quantity  of  the  latter  compound,  which  gives 
it  its  dingy  colonr.  The  antimonic  oxide  in  the  kermes  is  not  chemically 
combined  with  the  sulphide  of  antimony,  but  merely  mixed  with  it,  in  the 
form  of  crystals,  so  that  it  is  best  detected  by  the  microscope.  It  contains 
little  or  no  alkali.  (H.  Rose.)  According  to  Liebig,  however,  the  anti* 
monic  oxide  is  chemically  combined,  at  least  in  part,  with  the  sulphide 
of  antimony.  Liebig  nevertheless  remarks  that  the  whole  of  the  antimonic 
oxide  and  the  compound  of  antimonic  oxide  and  alkali  may  be  removed 
by  prolonged  washing,  leaving  pure  sulphide  of  antimony.  When  kermes 
containing  antimonic  oxide  is  fused  in  a  stream  of  pure  carbonic  acid  gas, 
the  mass  does  not  yield  a  pure  grey  powder,  but  a  powder  having  a  tinge 
of  red  or  brown;  very  small  quantities  of  antimonic  oxide  may  however 
be  better  recognized  under  the  microscope  than  by  this  method.  (H.  Rose.) 
A  solution  of  cream  of  tartar  boiled  with  pure  grey  sulphide  of  antimony 
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or  kermes  free  from  oxide  takes  up  but  a  mere  trace  of  antimonio  oxide- 
just  sufficient  to  exhibit  a  red  colour  on  treating  the  filtrate  with  hydro- 
sulphurio  acid  gas.  From  freshly  precipitated  and  still  moist  kermes 
containing  antimonio  oxide,  the  aboYO  solution  separates  a  large  quantity 
of  the  oxide,  but  after  drying,  not  much  more  than  from  kermes  originally 
free  from  antimonio  oxide.  (H.  Rose.)  But,  according  to  Buchner  and 
Pagenstecher,  cream  of  tartar  separates  the  antimonio  oxide  from  kermes 
containing  that  substance,  after  drying  and  even  after  fusion.  Kermes 
containing  antimonio  oxide  likewise  yields  it  to  a  hot  solution  of  tartaric 
acid  or  to  cold  hydrochloric  acid.  Kermes  containing  antimonio  oxide 
does  not  dissolve  completely  in  the  moist  state  in  cold  solution  of  potash, 
but  leaves  a  yellow  mixture  of  the  compound  of  antimonio  oxide  and 
pot^ash  with  sulphide  of  antimony.  (Liebig.)  If  the  kermes  prepared  by 
method  6,  which  contains  no  antimonio  oxide,  but  sulphantimoniate  of 
sodium,  be  dried  at  65°  (149^  F.)  it  does  not  afterwards  give  off  any 
water  at  140^  (284°  F.];  but  when  ignited  in  a  current  of  hydrogen  gas, 
it  evolves  the  water  of  crystallization  belonging  to  the  sulphantimoniate : 
the  sulphur-salt  undergoes  no  further  decomposition,  but  remains  in  the 
tube  together  with  the  reduced  antimony*  This  kermes  cannot  be  per- 
fectly freed  from  the  sulphur-salt,  even  by  long-continued  washing  with 
hot  water.  (H.  Rose.)  In  the  moist  state,  it  dissolves  completely  in  cold 
solution  of  potash;  and  the  solution,  on  the  addition  of  acids,  evolves 
hydrosulphuric  acid  and  deposits  sulphide  of  antimony.  (Liebig.)  When 
heated  with  tartaric  acid,  it  gives  off  hydrosulphuric  acid.  (Liebig.) 

The  old  theory,  according  to  which  kermes  was  regarded  as  hydro- 
sulphate  of  antimonio  oxide  =  SbO',dHS, — and  the  similar  view  of 
Buchner  and  Gay-Lussac,  which  regarded  it  as  a  hydrate  of  tersulphide  of 
antimony,  combined  in  part  with  antimonio  oxide,  are  no  longer  tenable : 
for,  if  either  of  these  views  were  correct,  kermes  should  yield  considerable 
quantities  of  water  when  heated. 

Since  the  pure  tersulphide  of  antimony  obtained  by  methods  I  and  2 
exhibits  the  red  colour  and  the  other  characters  of  kermes,  it  follows  that 
the  presence,  in  variable  proportions,  of  antimonic  oxide,  the  compound  of 
antimonio  oxide  and  alkali,  sulphantimoniate  of  potassium  or  sodium,^  and 
water,  cannot  be  regarded  as  essential  to  the  constitution  of  kermes. 
These  substances,  indeed,  rather  impair  than  heighten  its  colour.  They 
all  however^— especially  the  antimonio  oxide— increase  the  medicinal 
action  of  the  kermes.  But,  as  the  amount  of  antimonio  oxide  is  very 
yariable,  and  may  even  differ  when  the  same  process  is  followed, 
according  to  the  temperature  at  which  the  solution  is  cooled,  and  the  time 
which  elapses  between  the  formation  of  the  kermes  and  its  separation  from 
the  liquid,  &o.,  it  is  yet  doubtful  whether  kermes  free  from  antimonio 
oxide  would  not  be  preferable  for  medicinal  purposes — inasmuch,  as  like 
the  pentasulphide  of  antimony,  it  exerts  a  more  powerful  action  than  the 
grey  sulphide,  in  consequence  of  its  finer  state  of  division  and  amorphous 
aggregation.  And  if  in  particular  cases  its  power  were  required  to  be 
increased,  definite  quantities  of  antimonio  oxide  or  tartar-emetic  might  be 
mixed  with  it  For  this  purpose,  the  kermes  free  from  arsenic,  prepared 
by  methods  2,  a  and  7  would  answer  better  than  the  kermes  2,  6;  but  a 
kermes  of  this  kind  free  from  oxide  may  be  most  readily  prepared  by 
Liebig*s  process  (p.  344). 

[For  analyses  of  kermes,  chiefly  of  old  date,  and  no  longer  satis- 
fiactory — especially  as  the  hydrated  sulphantimoniate  of  potassium  or 
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sodium   \¥as    overlooked  —  vid,    Clazel,   Th^nard^    Robiquet,   Bncbner, 
Brandes,  and  0.  Henry,  in  the  memoirs  above  quoted,  p.  317.] 

The  following  analyses  are  by  H,  Rose.— a.  Kermes  prepared  by 
method  3,  by  boiling  with  carbonate  of  soda;  not  very  carefully 
dried. — h.  Kermes  (3)  prepared  by  boiling  with  carbonate  of  potash. — 
c,  Kermes  (4)  obtained  by  boiling  with  solution  of  potash,  slightly  washed' 
=2SbS'4-KS,SbS*-|-2Aq. — d.  The  same,  after  long-coutinued  washing 
with  hot  water  =  9SbS»  +  KS,SbS«. 
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Decompositions  of  Minei*al  Kermes. — Kermes  undergoes  the  same 
decompositions  as  the  grey  sulphide  of  antimony;  in  the  wet  way,  however, 
they  are  more  readily  produced,  in  consequence  of  the  greater  mechanical 
division  of  the  kermes;  the  admixture  of  antimonic  oxide  may  also 
occasion  slight  differences.  It  exhibits  the  following  peculiar  reactions : 
— 1.  When  kermes  free  from  antimonic  oxide  is  brought  in  contact  with 
a  red-hot  body  in  the  open  air,  it  becomes  incandescent,  and  is  converted 
into  sulphurous  acid,  antimonious  acid,  and  antimonic  oxide  (Liebig.)^^ 
2.  When  recently  precipitated  kermes  is  boiled  for  a  long  time  with  a 
large  quantity  of  water,  out  of  contact  of  air,  it  is  completely  resolved 
into  hydrosulphuric  acid  gas  and  antimonic  oxide,  which  remains  dissolved 
in  the  water.  If  it  be  covered  with  a  large  quantity  of  water  and  exposed 
to  the  air,  it  disappears  entirely  after  a  while,  with  the  exception  of  a  few 
white  flakes.  (Geiger  &  Hesse,  Ann.  Pharm,  7, 19.)  A,  Vogel  {J,  Fftarm, 
8,  148)  likewise  found  that  water  repeatedly  boiled  with  kermes,  ex- 
tracted antimonic  oxide  from  it  at  each  boiling. — 3.  Kermes  precipitated 
from  tartar-emetic  by  hydrosulphuric  acid  forms  with  ammonia,  a  co- 
lourless solution^  which  again  deposits  kermes  on  exposure  to  the  air. 
(Capitaine.)  One  part  of  kermes  dissolves  almost  completely  in  600  pts. 
of  aqueous  ammonia.  (Garot.)  Kermes  containing  antimonic  oxide,  e,  g, 
that  obtained  by  fusing  100  pts.  of  sulphide  of  antimony  with  37*5  pts.  of 
carbonate  of  potash,  according  to  Berzelius'  method  (p.  345),  is  but  very 
sparingly  soluble  in  ammonia,  either  cold  or  hot,  strong  or  dilute,  so 
that  acids  ^produce  but  a  scanty  precipitate.  The  addition  of  milk  of 
sulphur  renders  the  kermes  more  soluble,  because  it  induces  the  formation 
of  pentasulphide  of  antimony,  which  is  accordingly  precipitated  from  the 
solution  by  acids.  Hence  ammonia  serves  to  detect  the  presence  of 
pentasulphide  of  antimony  in  kermes.  (Geiger.) — 4.  Freshly  precipitated 
and  still  moist  kermes  evolves  heat  when  mixed  with  hydrate  of  potash, 
and  forms  a  lemon-yellow  mass,  from  which  water  extracts  sulpnide  of 
potassium,  sulphide  of  antimony,  and  a  small  quantity  of  the  compound  of 
antimonic  oxide  and  potash,  leaving  a  yellow  mixture  (crocus  containing 
•potash)  of  the  latter  compound  with  a  compound  of  kermes  and  antimonic 
oxide.  (Berzelius.)  From  the  filtrate,  bicarbonate  of  potash  throws  down 
a  dense  brown  precipitate,  consisting  of  a  compound  of  3  atoms  of  tersnl- 
phide  of  antimony  with  1  atom  of  sulphide  of  potassium  mixed  with 
antimonic  oxide,  ^om  which  the  combined  potash  has  been  separated  by 
the  carbonic  acid.     The  supernatant  liquid  evolves  hydrosulphuric  acid 
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on  tlie  addition  of  acids^  and  deposits  a  small  quantity  of  pentasulphide 
of  antimony,  formed  by  the  action  of  the  air.     With  monocarbonate  of 
potash,  the  solution  solidifies,  after  a  whiJe,  forming  a  brown  jelly,  in 
consequence  of  the  separation  of  the  same  compound.  This  compound  is  also 
frequently  precipitated  in  the  gelatinous  form,  on  diluting  the  liquid  with 
water,  because  the  power  of  the  sulphide  of  potassium  to  dissolve  the 
sulphide  of  antimony  is  diminished  by  dilution.  (Liebig.)     The  kermes 
precipitated  from  hydrochlorate  of  antimonic  oxide  by  hydrosulphuric 
acid,  is  rapidly  and  completely  dissolved  by  an  excess  of  cold  dilute 
solution  of  potash,  because  the  quantity  of  potash  is  sufficient  to  combine 
with  the  antimonic  oxide,  and  that  of  the  water  is  sufficient  to  dissolve 
the  resulting  compound.     The  colourless  solution  deposits  the  whole  of 
the  antimony  in  the  form  of  sulphide  of  antimony,  on  the  addition  of 
hydrochloric  acid,  without  evolving  any  hydrosulphuric  acid  gas.     Car- 
bonate of  ammonia  added  to  the  dilute  solution  likewise  precipitates  all 
the  antimony  and  sulphur,  in  the  form  of  yellowish-red  kermes ;  bicarbo- 
nate of  potash  or  soda  acts  in  a  similar  manner,  but  the  brownish-red 
gelatinous  precipitate  which  it   throws  down,   consists  of  3   atoms   of 
tersulphide  of  antimony,  1  atom  of  sulphide  of  potassium,  and  more  or 
less  antimonic  oxide;  monocarbonate  of  potash  or  soda  causes  the  liquid 
to  gelatinize  after  a  while;  the  precipitate  has  the  same  composition. 
When  antimonic  oxide  or  powder  of  algaroth  is  digested  with  a  solution 
of  kermes  in  caustic  potash,  it  separates  the  whole  of  the  sulphide  of 
antimony,  and  forms  a  brown  compound  of  sulphide  of  antimony,  anti- 
monic oxide,  and  potash.     The  solution  rapidly  absorbs  oxygen  from  the 
air  and  deposits  brilliant  crystals  of  antimonite  of  potash,  after  which 
it  contains  sulphantimoniate  of  potassium.     By  boiling  tersulphide  of 
antimony  prepared  in  the  moist  way  with  solution  of  potash,  a  solution  is 
formed  containing  the  same  elements,  but  a  larger  proportion  of  sulphide  of 
antimony,  which  is  deposited  on  cooling,  in  combination  with  a  small 
quantity  of  sulphide  of  potassium  and  antimonic  oxide.     The  filtered 
solution  yields  with  bicarbonate  of  potash,  a  precipitate  consisting  of 
sulphide  of  antimony  with  a  small  quantity  of  sulphide  of  potassium,  but 
free   from  antimonic   oxide.      The  solution   obtained  by   treating  grey 
sulphide  of  antimony  with   solution  of  potash  and   filtering  from  the 
residual  crocus,  behaves  precisely  in  the  same  manner.  (Liebig.)    Kermes, 
while  still  moist,  likewise  dissolves  readily  in  solution  of  soda,  but  much 
more  slowly  after  drying,  and  forms  a  solution  which  is  colourless  and 
transparent  at   first,  but  becomes  turbid  on  exposure  to  the  air,  and 
deposits  a  greyish-white  powder  of  antimonious  acid.  (Geiger.)  Kermes  is 
easily  soluble   in  hydrosulphate   of  ammonia.  (Buchner.)     It  does  not 
dissolve  in  the  aqueous  solution  of  sulphurous  acid.  (Berthier.)     [For  its 
decomposition  with  calomel,  vid.  Mercury^  vol,  VL] 

Compounds  of  Tersulphide  of  Antimony, — a.  With  Antimonic  oxide. 
— h.  With  Basic  Metallic  Sulphides,  forming  salts  called  Sulphanti- 
MONITES.  In  these  compounds,  the  tersulphide  of  antimony  plays  the 
part  of  a  very  feeble  acid.  Of  the  native  compounds  of  this  class,  the 
most  abundant  are  those  of  tersulphide  of  antimony  with  the  sulphides  of 
lead,  iron,  copper,  and  silver;  they  contain  I,  1^,  1^,  2,  3,  4,  6,  or  9 
atoms  of  the  basic  metallic  sulphide,  united  with  1  atom  of  tersulphide  of 
antimony. — In  these  sulphur- salts,  tersulphide  of  arsenic  and  tersulph'de 
of  antimony  replace  each  other,  without  any  change  in  the  crystalline 
form  of  the  compound.  (H.  Bose,  Fogg,  15,  414,  and  587;  28,  435.)—. 

VOL.    IV.  2  A 
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The  oompoondft  obtlkined  hj  fueioa  with  «ulphide  of  poiamiam  or  flodinm^ 
constitute  the  ordinary  Liver  of  andimcmy^  Hepar  antimcmii,  which,  when 
it  contains  but  little  sulphide  of  antimony,  is  perfectly  soluble  in  hot 
water,  but  when  it  contains  a  larger  quantity,  dissolves,  with  partial  sepa- 
ration of  the  latter  substance.  On  cooling,  the  solution  deposits  a  portion 
of  the  tersulphide,  in  the  form  of  kermes,  and  the  remainder  is  preoi- 
pitated  by  acids,  eren  by  carbonic  acid. 

B.  Tetrcuutphide  of  Antimony  f — Formed  when  hydrosnlphuric  acid 
gas  is  passed  through  a  solution  of  antimonious  acid  or  antimoniate 
of  potash  in  hydrochloric  acid.  (Berselius,  H.  Rose.) — Yellowish^red 
powder,  resembling  sulphide  of  gold.-— When  heated,  it  evolves  1  atom 
of  sulphur,  and  is  converted  into  grey  sulphide  of  antimony.  It 
dissolves  in  boiling  hydrochloric  acid,  and  forms  hydrochlorate  of 
antimonic  oxide,  hydrosulphuric  acid  gas  being  evolved  and  sulphur 
deposited.  (Berselius.)  Dissolves  in  ammonia,  forming  a  yellow  solution. 
(Capitaine.)  Probably  a  mere  mixture  of  tersulphide  and  pentasulphide 
of  antimony. 

CalcuUtioii.  H.  Rose. 

Sb 129       ....       66-84        66-14   —    66-65 

4S 64       ....      S3'16        33-86   —    33*45 


SbS^  193       .„.     10000        10000   —  10000 

G.  Pentasulphide  of  Antimony,  Antimonic  Sulphide,  Sulph- 
ANTiMONio  Acid. — Oolden  Stdphuret  of  Antimony,  Spie8$glanz9(kwefd. 
Gold$chwefel,  Sulphur  Antimonii  auratum. — Known  only  in  the  amor^ 
phous  state.— /V/rma^ion  and  Preparation,'— i.  By  passing  hydrosul- 
phuric acid  gas  through  a  mixture  of  pentachloride  of  antimony  with 
water  and  tartaric  acid,  and  then  collecting  the  precipitate  (H.  Kose); 
or  by  passing  hydrosulphuric  acid  gas  through  antimonic  acid  diffused  in 
water.  ^Berzelius.) — 2.  An  aqueous  solution  of  the  sulphide  of  an  alkali- 
metal,  \e.  g,,  potassium,  sodium,  barium,  calcium,)  with  sulphide  of  anti- 
mony and  sulphur,  is  prepared  as  in  the  formation  of  kermes,  the  quantity 
of  the  sulphur  being  such,  that  the  solution  shall  contain  pentasulphide  of 
antimony  together  with  the  protosulphide  of  the  alkali-metal.  For  this 
purpose,  sulphur  is  added  to  the  mixture  of  tersulphide  of  antimony  and  the 
alkalims  ingredients,  either  during  the  fusion  or  the  subsequent  boiling  with 
water,  in  quantity  sufficient  to  convert  the  tersulphide  of  antimony  into 
pentasulphide.  Or  the  change  may  be  effected  by  exposing  an  aqueous 
solution  of  the  alkaline  sulphantiinonite  to  the  air,  because  the  oxygen  of 
the  air  combines  with  a  portion  of  the  alkali-metal,  and  the  sulphur  thereby 
liberated  unites  with  the  tersulphide  of  antimony. — Prom  the  solution  of 
sulphantinioniate  of  potassium,  sodium,  &c.  thhs  obtained,  the  pentasul- 
phide of  antimony  is  precipitated  by  the  addition  of  a  stronger  acid, 
while  the  sulphide  of  the  alkali-metal  gives  off  hydrosulphuric  acid,  and 
is  converted  into  an  alkaline  salt.     For  example : 

3NaS,SbS»  +  380"  +  3HO  =  3(NaO,S03) +  3HS  +  81S*. 

If  an  excess  of  sulphur  be  added  to  the  boiling  solution,  pentasulphide  of 
the  alkali-metal  may  be  formed,  in  addition  to  the  sulphantirooniate;  and 
in  that  case,  the  a<Idition  of  an  acid  precipitates  pentasulphide  of  anti- 
mony  from  the  latter  compound,  and  milk  of  sulphur  from  the  former, 
whereby  a  paler  golden  sulphide  is  produced* 
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'  a,  Meihodi  involving  the  me  of  wlvenU  orUy.-^A  caustic  alkali  is 
boiled  with  grey  sulphide  of  antimony,  sulphur,  and  water,  and  the 
filtrate  precipitated  by  an  acid,  which  forms  a  soluble  salt  with  the 
alkali. — During  the  ebullition,  antimoniate  of  the  alkali  and  sulph- 
antimoniate  of  the  alkaline-sulphide  are  produced,  and,  according  to 
Mitsoherlich,  in  the  following  manner,  taking  soda  for  example : 

18NaO  +  8SbS»+  16S  ==  3(NaO,8bO«)  +  5(3NaS,SbS5). 

The  antimoniate  of  soda  formed,  remains  for  the  most  part  undissolved 
If  we  assume  that  the  filtrate  contains  only  3NaS,SbS^  then  with 
8  atoms  or  more  of  SO'  and  the  decomposition  of  3  atoms  of  water,  we 
obtain  the  following  products: 

3NaO,SbS«  +  3808  +  3HO  =  (3NaO,SO»)  +  SbS*  +  3H8. 

But  inasmuch  as  a  small  quantity  of  antimoniate  of  soda  is  also  dissolved 
from  which  the  sulphuric  acid  sets  the  antimonic  acid  free,  the  latter  is 
also  converted,  by  the  decomposition  of  a  portion  of  the  disengaged 
hydrodulphuric  acid,  into  SbS^ 

a,  A  mixture  of  1  pt.  of  grey  sulphide  of  antimony  and  1  pt.  of 
sulphur  is  boiled  with  solution  of  potash  or  soda,  and  the  liquid  diluted 
filtered,  and  precipitated  by  dilute  sulphuric  acid.  (Westrumb.) 

/9.  A  mixture  of  1  pt.  of  sulphide  of  antimony  and  1^  of  sulphur  is 
similarly  treated  (Gottling) ;  the  precipitate  in  this  case  is  too  pale. 

y.  A  mixture  of  72  pts.  (8  At.)  of  grey  sulphide  of  antimony,  13  pts. 
(16  At.  )  of  sulphur,  48  pts.  (18  At.)  of  dry  carbonate  of  soda,  and  52  pts. 
(36  At.)  of  lime,  is  boiled  and  treated  as  above  (18  atoms  of  lime  would 
be  sufficient  to  separate  the  carbonic  acid  from  the  carbonate  of  soda;  the 
excess  of  lime  is  used  merely  to  accelerate  the  decomposition).  (Mit- 
scherlich,  J.  pr.  Chem,  19,  458.) 

^.  The  method  of  displacement  may  also  be  employed,  exactly  as  in 
the  preparation  of  kermes,  (p.  344,)  excepting  that  to  the  mixture  of 
2  pts.  of  finely  powdered  sulphide  of  antimony,  4  pts.  of  dry  carbonate 
of  potash  or  soda,  6  pts.  of  slaked  lime,  and  8  pts.  of  washed  sand,  an 
additional  1  pt.  of  flowers  of  sulphur  must  be  added.  The  filtrate,  on 
being  precipitated  with  hydrochloric  acid,  yields  a  very  brilliant  golden- 
coloured  sulphide,  the  quantity  of  which  is  nearly  equal  to  that  of  the 
sulphide  of  antimony  originally  used.  (Musculus,  J,  Fharm,  22,  241.) 

I.  A  mixture  of  1  pt.  of  sulphide  of  antimony  with  1  pt.  of  sulphur, 
2  pts.  of  lime,  and  8  pts.  of  water,  is  boiled  for  an  hour,  the  water 
being  replaced  as  it  evaporates,  and  the  filtrate  precipitated  by  hydro- 
chloric acid.  The  insoluble  residue  is  again  twice  exhausted  with  water. 
(Abesser,  Repert  9,  274.) 

^.  Boiling  solution  of  potash  is  saturated  with  sulphur;  and  for  every 
7  pts.  of  sulphur  dissolved,  13  pts.  of  powdered  metallic  antimony  are 
added,  and  the  whole  boiled  for  a  quarter  of  an  hour ;  the  solution  is  then 
diluted,  filtered,  and  precipitated  by  sulphuric  acid.  A  portion  of  sulphur 
is  however  mixed  with  the  pentasulphide,  in  consequence  of  the  decom- 
position of  hyposulphite  of  potash.  (Duflos.) 

i».  55  pts.  of  protosulphide  of  potassium,  obtained  by  igniting  sul- 
phate of  potash  with  \  its  weight  of  charcoal,  is  dissolved  in  165  pts.  of 
water,  and  the  mixture  boiled  with  40  pts.  of  sulphur  till  it  disappears. 
The  solution  is  then  filtered  from  charcoal;  boiled  with  64  pts.  of  finely 

2a2 
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powdered  antimony,  till  the  metal  is  completely  disaolred ;  again  filtered, 
diluted,  and  precipitated  by  Bolphuric  acid.  (Doflos,  Br,  Arch,  29,  94; 
31,  94.) 

6.  Methods,  in  which  the  sulphide  of  antimony  is  Jirst  ignited  with  a 
substance  containing  alkali. 

aa.  With  an  alkaline  sulphate  and  charcoal.  The  charcoal  conyerts 
the  sulphate  into  a  metallic  sulphide;  and  by  subsequent  boiling  with 
water  and  sulphur,  the  tersulphide  of  antimony  is  converted  into  penta- 
sulphide. 

a.  A  mixture  of  6  pts.  of  grey  sulphide  of  antimony  with  16  pts.  of 
inonosulphate  of  potash,  and  3  pts.  of  charcoal  is  fused,  and  the  resulting 
moss  boiled  with  1  pt.  of  sulphur  and  6  times  its  weight  of  water,^-then 
diluted,  filtered,  and  precipitated  with  sulphuric  acid.  (Bucholz, 
Trommsdorfil) 

&.  A  mixture  of  12  pts.  of  sulphide  of  antimony,  24  pts.  of  bisul- 
phate  of  potash,  and  4|^  pts.  of  charcoal  is  fused  at  a  gentle  heat,  with 
freauent  stirring,  till  a  portion  dissolved  in  water,  supersaturated  with 
hydrochloric  acid,  and  filtered,  gives  but  a  slight  cloud  with  chloride  of 
barium ;  the  mass  is  then  boiled  with  water  and  3  pts.  of  sulphur  for  a 
few  minuter,  till  the  black  colour  of  the  liquid  changes  to  pure  pale 
yellow  (by  longer  boiling,  sulphide  of  antimony  would  be  precipitated); 
after  which,  the  solution  is  filtered  and  precipitated  by  an  acid.  The 
product  is.  15  pts.  of  pentasulphide  of  antimony.  (Geiger,  Eepert,  9, 
251.) 

y.  Schlippe's  crystallized  sulphantlmoniate  of  sodium,  prepared  by 
either  of  the  methods  given  on  page  385,  is  dissolved  in  water,  and  pre- 
cipitated by  sulphuric  acid.  (Schlippe,  Schw,  33,  323.)  The  crystals 
must  be  treated  with  cold  water,  (so  that  the  kermes  may  be  left  undis- 
solved,) and  the  solution  afterwards  filtered:  hot  water  dissolves  the 
kermes  also,  and  the  resulting  solution  yields  a  darker  preparation  on  the 
addition  of  acids.  (Jahn,  N.  Br,  Arch.  22,  43.)  By  washing  the  crystals 
of  Schlippe*s  salt  several  times  with  cold  water,  reducing  them  to  fine 
powder,  digesting  them  with  14  times  their  weight  of  cold  water  for 
24  hours,  with  frequent  stirring — filtering  from  kermes — and  precipitating 
as  above — a  sulphide  is  obtained,  always  having  the  same  intensity  of 
golden  colour.  (Artus,  J.  pr.  Chem,  27,  381.) 

i.  A  mixture  of  4  pts.  of  sulphide  of  antimony  with  16  pts.  of  heavy 
spar  and  4  pts.  of  charcoal  is  ignited — the  resulting  mass  boiled  with 
water  and  1  pt.  of  sulphur — and  the  liquid  filtered  and  precipitated  by 
hydrochloric  acid.  In  this  process  chloride  of  barium  is  likewise 
obtained.  (Lampadius,  Trommsdorfi^,  N.  Tr.  1,  1,  33.)  Strong  and  con- 
tinued ignition  is  necessary  to  ensure  the  success  of  the  process :  more- 
over, unless  the  product  is  carefully  washed,  the  pentasulphide  of  anti- 
mony may  contain  a  portion  of  the  poisonous  chloride  of  barium. 

66.  Sulphide  of  antimony  is  fused  with  sulphur  and  an  alkaline 
carbonate,  the  product  dissolved  in  water,  and  the  filtrate  precipitated  by 
an  acid.  In  this  case,  either  a  decomposition  into  alkaline  antimoniate 
and  stilphantimoniate  of  the  alkali-metal  takes  place — similar  to  that 
described  by  Mitscherlich,  in  the  preparation  by  the  method  of  solution, 
(p.  355,)— or,  as  in  the  formation  of  kermes :  3K0  and  SbS'  are  resolved 
into  3KS  and  SbO',  whereupon  the  3KS  take  up  the  remaining  SbS^ 
which  is  oon verted  into  SbS^  by  the  sulphur. 

The  following  proportions  of  grey  sulphide  of  antimony,  sulphur^ 
and  carbonate  of  potash  are  recommended ;  30  : 6  :  24.  (Berzelins.)— -* 
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30  :  15  :  90.  (Wieglieb.)— 30  :  80  :  50.  (Westrnmb.)— 30  :  60  :  120. 
(Hirsching.) 

Properim, — Yellowish-red  powder   or    loosely  agglomerated  mass, 
haviDg  a  very  feeble  smell  of  sulphur  and  a  sweetish  sulphurous  taste; 


sUghtlj  emetic. 

Calculation. 

Sb 129        ....        61-72 

5S 80         ....         38-28 


SbS* 209        ....       100-00 


The  peuiasulphide  of  antimony  prepared  by  method  l,  after  being 
dried  at  a  gentle  heat,  contains  neither  hydrogen  nor  oxygen,  but 
consists  of  1  atom  of  antimony  combined  with  5  atoms  of  sulphur ;  acd 
accordingly,  when  ignited  in  a  current  of  hydrogen  gas,  it  yields  metallic 
antimony,  sublimed  sulphur,  and  hydrosulphuric  acid  gas,  but  no  water. 
(H.  Rose,  Berzelius.)  But  according  to  Thenard,  Geiger,  and  Buchner, 
who  have  also  given  analyses  of  the  pentasulphide,  it  either  contains 
water  already  formed,  or  the  elements  of  water,  which  are  evolved  in  the 
form  of  water  on  heating  the  compound. 

Decompositions, — 1.  When  heated  out  of  contact  of  air — according  to 
Mitscherlich,  even  at  the  boiling  point  of  sulphur — it  gives  off  2  atoms 
of  sulphur  and  is  converted  into  grey  sulpbide  of  antimony. — 2.  Swells 
up  in  the  fire  and  bums  with  flame  (whereas  kermes  does  not  exhibit  any 
appearance  of  flame).  (A.  Vogel.) — 3.  When  it  is  exposed  to  the  air  in 
the  moist  state  for  a  few  days,  or  in  the  dry  state  in  as  many  months,  a 
very  small  portion  of  it  is  decomposed,  yielding  a  small  quantity  of 
antimonic  oxide,  which  maybe  separated  by  a  boiling  solution  of  cream  of 
tartar.     The  emetic  properties  of  pentasulphide  of  antimony  may  perhaps 
be  referred  to  this  decomposition.  (Otto,  Ann.  Pharm.  26,  88;  Jahn, 
N,  Br.  A  rch.  22,  43.) — 4.  Chlorine  water  and  nitric  acid  render  it  paler, 
probably  by  oxidation.  (Pagenstecher,  iT.  Tr,  3,  1,  391.) — 5.  Cold  strong 
hydrochloric  acid  turns  it  grey  (Geiger)  [probably  by  resolving  it  into 
grey  sulphide  of  antimony  and  free  sulpnurj;  but  hot  hydrochloric  acid 
dissolves   it,  producing  hydrated  terchloride  of  antimony,  disengaging 
hydrosulphuric  acid,  and  separating  sulphur. — 6.  Pure  pentasulphide  of 
antimony  dissolves  in  about  50  parts  of  cold  dilute  solution  of  ammonia, 
leaving  only  a  slight  residue;  on  the"  application  of  a  gentle  heat,  it 
dissolves  completely.    When  it  contains  too  small  a  proportion  of  sulphur, 
kermes  remains  undissolved;  if  it  contains   an  excess,  sulphur  is  left 
behind.     Occasionally  also  a  small  quantity  of  antimonious  acid  is  found 
in  the  residue.    The  yellow  amnion iacal  solution  when  treated  with  acids, 
again  deposits  the  pentasulphide  without  evolution  of  hydrosulphuric 
acid.  (Geiger,  Mag.  Pharm.  29,  241. J     On  dissolving  the  pentasulphide 
in  ammonia,   3NH^S,SbS^  is  formed,   and   antimonic  acid  left  behind 
(possibly  mixed  with  a  small  quantity  of  sulphur).  (Rainmelsberg.)     The 
solution  when  boiled  deposits  tersulphide  of  antimony  and  free  sulphur. 
(Capitaine.) — 7.  Golden  sulphide  of  antimony  dissolves  rapidly  in  cold 
solution  of  soda,  forming  a  yellow  liquid.   (Geiger.)     On  boiling  this 
solution,  antimoniate  of  soda  is  separated  and  a  solution  of  sulphantimo- 
niate  of  sodium  formed.  (Mitscherlich.)    It  dissolves  in  moderately  strong 
solution  of  potash  with  separation  of  antimoniate  of  potash,  and  mm  the 
solution  diluted  with  water,   bicarbonate  of  potash   precipitates  brown 
bulphantimoniate  of  potassium  oont^inin^an  excess  of  the  sulphur-acid  {se^ 
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this  compound);  tbe  filtrate,  on  being  treated  with  adds,  still  eyolres 
hydrosulphuric  acid  and  deposits  a  small  quantity  of  pentasulphide  of 
antimony.  (Hammelsberg.)  The  solution  in  caustic  potash  is  at  first 
transparent;  but  if  left  overnight,  deposit*  a  crystalline  precipitate  (Jahn) 
[of  antimoniate  of  potash.]  A  cold  solution  of  carbonate  of  potash  does 
not  sensibly  afiect  pentasulphide  of  antimony ;  but  on  boiling,  it  evolves 
carbonic  acid  gas  and  behaves  like  caustic  potash,  viz.  precipitating 
antimoniate  of  potash  and  forming  a  solution  of  sulphantimoniate  of 
potassium.  Baryta- water  behaves  like  solution  of  potash,  but  separates  a 
larger  quantity  of  antimoniate;  the  solution  contains  3BaS,SbS'.  (Ram- 
melsberg,  Fogg.  52, 204  ) — 8.  When  immersed  in  an  aqueous  solution  of 
nitrate  of  silver,  it  turns  brown,  and  on  boiling  becomes  black,  forming  a 
mixture  of  sulphantimoniate  of  silver  and  antimonic  acid.  A  similar 
effect  is  produced  with  a  solution  of  sulphate  of  copper.  (Rammelsberg.) 
— 9.  Decomposed  by  calomel  (vid.  Calomel). — 10.  Gives  up  sulphur  to 
boiling  bisulphide  of  carbon  and  to  boiling  oil  of  turpentine.  According 
to  Mitscherlich,  the  bisulphide  of  carbon  separates  2  atoms  of  sulphur 
and  leaves  tersulphirle  of  antimony;  according  to  Rammelsberg,  it  extracts 
only  2  per  cent,  after  a  quarter  of  an  hour's  boiling. — 11.  When  mixed 
with  saccharine  solutions  which  are  undergoing  the  vinous  fermentation, 
it  disengages  hydrosulphuric  acid.  (Pagenstecher.) 

Compounds. — With  Basic  Metallic  Sulphides,  forming  salts  called 
SuLPHANTlMONiATES.  Thesc  are  obtained :  1.  By  fusing  together  penta- 
sulphide of  antimony  or  a  mixture  of  tersulphide  of  antimouy  and 
sulphur,  with  the  sulphide  of  an  alkali-metal,  or  with  charcoal  and  a  fixed 
alkaline  carbonate  or  sulphate.  If  a  strong  heat  be  used,  the  addition  of 
sulphur  to  the  tersulphide  of  antimony  is  not  necessary,  because,  at  a 
high  temperature,  it  is  resolved  into  pentasulphide  and  metallic  antimony. 
— 2.  By  dissolving  pentasulphide  of  antimony  in  aqueous  solutions  of  the 
alkaline  hydrosulphates;  if  the  bihydrosulphates  are  used,  half  the  hydro- 
sulphuric acid  is  expelled. — 3.  By  dissolving  pentasulphide  of  antimony 
in  the  solution  of  a  caustic  alkali,  or  of  an  alkaline  carbonate  at  a  boiling 
heat.  In  this  process,  antimoniate  of  the  alkali  is  formed  at  the  same 
time,  and  is  deposited  almost  completely  in  the  form  of  a  white  powder. 
— 4.  By  decomposing  aqueous  solutions  of  the  terbasic  alkaline  anti- 
moniates  by  a  current  of  hydrosulphuric  acid  gas. 

3KO,SbO»  +  8HS  =  3KS,8bS»  +  8HO. 

If  the  alkaline  mono-antimoniates  are  used,  \  of  the  antimonic  acid  is 
precipitated  in  the  form  of  pentasulphide  of  antimony. — 5.  The  com- 
pounds containing  the  heavy  metals  are  obtained  by  gradually  adding  a 
solution  of  one  of  their  salts  to  a  solution  of  the  sulphantimoniate  of  an 
alkali-metal — the  latter  being  in  excess.  When  the  heavy  metallic  salt 
predominates,  the  precipitated  sulphantimoniate  and  the  remaining 
metallic  salt  decompose  each  other,  especially  on  boiling;  and  the  pre- 
cipitate formed  iu  this  manner,  with  lead,  copper,  or  silver,  contains 
1  atom  of  antimony,  8  atoms  of  the  other  metal.  8  atoms  of  sulphur,  and 
5  atoms  of  oxygen,  and  is  probably  a  mixture  of  8  atoms  ot  metallic 
sulphide  and  1  atom  of  antimonic  acid :  e,  g.  In  the  case  of  lead : 
dPbS,SbS^  is  first  precipitated;  and  this,  with  5PbO  contained  in  the 
solution,  forms  8PbS  +  SbO\  Generally  speaking,  these  oompounds 
contain  3  atoms  of  the  basio  metallic  sulphide  with  1  atom  of  penta- 
sulphide of  antimony.     Those  of  the  alkali-metals  are  colourless  or 
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yellow;  snatain  a  red  beat  without  deoompoeition,  when  heated  oat  of 
contact  of  air;  and  are  soluble  in  water,  but  not  in  alcohol.  Their 
aqueous  solutions  are  slowly  decomposed  in  the  air,  yielding  carbonate 
and  hyposulphite  of  the  alkaline  base  and  depositing  kernies;  all  acids, 
including  even  the  carbonic,  decompose  them,  liberating  hytirosulphuric 
acid  antl  precipitating  pentasulphide  of  antimony.  According  to  Liebig, 
they  are  not  precipitated  by  carbonate  of  ammonia,  nor,  according  to 
H.  Rose,  by  monocarbonate  of  potash  or  soda,  a  property  which  serves  to 
distinguish  them  from  solutions  of  the  tersulphide  of  antimony  in  sulphides 
of  the  alkali -metals.  The  compounds  of  pentasulphide  of  antimony  with 
heavy  metallic  sulphides  are  yellow,  reddish-yellow,  brown,  or  black; 
give  off  two  atoms  of  sulphur  and  leave  SMS  SbS'  when  ignited  out  of 
contact  of  air;  and  are  for  the  most  part  insoluble  in  water.  (Rammels- 
berg.) 

D.  OxY-suLPHTDB  OF  Antimony. — a.  ReguluM  Antimonii  medicincdis, 
'—Hubintu  Aniimonii.^^Th'iB  compound  is  prepared  by  fu  ing  a  mixture 
of  5  parts  of  grey  sulphide  of  antimony  and  1  part  of  carbonate  of  potash, 
and  separating  the  upper  stratum  (consisting  of  sulphantimonite  of 
potassium)  from  the  lower,  filack  mass,  having  a  brilliant  oonchoidal 
fracture,  and  yielding  a  dark  red  powder.  It  appears  to  be  a  compound 
of  tersulphide  of  antimony  with  a  very  small  proportion  of  antiraonic 
oxide. 

b.  Red  j4fUimony^re.  ^—  Anitimony-hlende.  —  (Eathtpiessglanzerz,)  — 
Occurs  in  needles,  having  the  form  of  oblique  rhombic  prisms;  «  :  m  = 
101°  19'.  According  to  Bernhardi  (Br.  Arch,  21,  4),  it  has  the  same 
crystalline  form  as  grey  antimony-ore,  and  is  moreover  formed  by  its 
decomposition. .  (ttid.  Blum,  P»eudamorpho9en,  172.)  Specific  gravity 
=  4*6;  softer  than  gypsum;  cherry-red,  slightly  translucent,  appearing 
scarlet  by  transmitted  light;  has  a  diamond  lustre;  fuses  very  readily 
before  the  blowpipe,  sinking  into  the  pores  of  the  charcoal,  and  volatilisinff 
in  dense  clouds.  When  treated  with  hot  concentrated  hydrochloric  acid, 
it  gives  off  hydrosulphuric  acid.  According  to  H.  Rose  {Pogg,  3,  452), 
when  ignited  in  a  current  of  hydrogen  gas,  it  yields  hydrosulphuric  acid, 
water,  and  antimony.  The  same  compound,  containing  17*94  per  cent, 
of  sulphur,  but  of  an  orange  oolour,  is  sublimed  when  aqueous  vapour  is 
passed  over  ignited  sulphide  of  antimony.  (Regnault.) 

Btd  JfUimony'Or*,  H.  RoflS. 

3Sb    387       ....       76-33  7566    to     7445 

68 96       ....       18  93  20*49     „     20*49 

30 24       ....        4-74  4*27     „       5*29 

Sb08,2SbS"  507       ....     10000        ~,      100*42     „   100*23 

Or: 

8bO» 153        ....        69*82 

2Sb8» 354        ....        30*18 


507        ....       10000 

c.  Antimonial  Safron,  —  Metallic  Saffron. ''-'Spie$9glanz^9afr€m, — 
CrocM  AnUmonii  s.  Mekilhrum. 

a.  Free  from  Potcuh. — 1.  Prepared  by  fusing  a  mixture  of  3  parts  of 
antimonic  oxide  and  1  part  of  tersulphide  of  antimony,  or  a  mixture  of 
antimonio  oxide,  antimonions  acid,  or  antimonic  acid,  with  the  proper 
proportion  of  sulphur.   (Proust.) — 2.  By  diffusing  freshly  precipitated 
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kermes  in  acid  liydrochlorate  of  antimcnio  oxide,  and  adding  water  till 
antimonic  oxide  begins  to  separate;  the  antimonic  oxide  is  taken  np  by 
the  kermes.  (Berzelius.)  Brownieh-jellow.  Converted  into  kermes  bj 
aqaeouB  hydrosulphuric  acid  or  hydrosnlphate  of  ammonia. 

j3.  Containing  Potash.-^When  the  mass  obtained  by  igniting  a  mix- 
ture of  1  part  of  grey  sulphide  of  antimony  with  -^....1  part  of  carbonate 
of  potash  or  1  part  of  nitre,  is  exhausted  with  hot  water,  a  yellowish- 
brown  mixture  remains  consisting  of  oxysulphide  of  antimony  and  the  com- 
pound of  antimonic  oxide  and  potash.  According  to  Liebig,  the  quantity 
of  potash  amounts  to  between  12  and  16  per  cent.  A  similar  but  yellower 
crocus  is  obtained  by  treating  the  grey  sulphide  of  antimony  with  boiling 
solution  of  potash,  or  the  red  sulphide  of  antimony  with  the  same 
solution  cold.  Crocus  foses  when  heated,  forming  a  transparent  yellowish 
glass.  Dilute  hydrochloric  acid  extracts  the  compound  of  antimonic 
oxide  and  potash,  and  likewise  separates  part  of  the  antimonic  oxide  from 
the  oxysulphide.  (Berzelius.) 

d.  Olais  of  Antimony,— SpiessglanzglatM,  Vitrum  Antimonit. — This 
compound  is  prepared  by  roasting  sulphide  of  antimony  on  the  iron  hearth 
of  a  reyerberatory  furnace,  stirring  constantly  by  means  of  a  rake,  and 
regulating  the  temperature  so  that  the  sulphide  may  neither  melt  nor 
burst  into  flame,  but  only  give  off  a  moderate  quantity  of  fumes.  The 
heat  is  then  gradually  raised  to  low  redness,  till  sulphurous  acid  ceases 
to  pass  off,  and  the  sulphide  of  antimony  is  converted  into  antimonioas 
acid.  The  antimony-ash,  as  it  is  called,  is  next  rapidly  fused  in  a 
covered  earthen  crucible  with  about  -^  of  its  weight  of  grey  sulphide  of 
antimony,  till  its  molten  surface  becomes  bright  like  a  mirror;  it  is 
then  poured  out  on  a  marble  slab  or  a  polished  plate  of  copper.  A 
mixture  of  100  pts.  of  the  antimony-ash  with  3*35  pts.  of  sulphide  of 
antimony,  yields  a  reddish-yellow,  transparent  glass;  with  4*39  pts.,  a 
yellowish-red  transparent  glass ;  with  5*28  pts.,  a  hyacinth-red  transparent 
glass;  and  with  6*69  pts.,  a  dark  hyacinth-red  translocent  glass.  (Werner, 
J,  pr.  Chem.  12,  53.)  The  antimonious  acid  is  reduced  by  a  portion  of 
the  sulphide  of  antimony  to  antimonic  oxide,  with  evolution  of  sulphurous 
acid,  and  in  this  form  combines  with  the  remaining  sulphide  of  antimony. 
Or  again,  the  roasting  may  be  stopped  before  the  whole  of  the  sulphide 
of  antimony  is  decomposed,  in  which  case  no  addition  of  sulphide  is 
required  previous  to  fusion;  but  then  it  is  more  difficult  to  ensure  the 
proper  proportions.  The  mixture  should  be  stirred  with  a  pipe-stem, 
because  when  iron  is  used,  it  is  apt  to  contaminate  the  glass.  According 
to  Proust,  this  compound  may  be  prepared  by  fusing  together  8  parts  of 
antimonic  oxide  and  1  part  of  sulphide  of  antimony,  or  by  fusing  either  of 
the  three  higher  oxides  of  antimony  with  a  quantity  of  sulphur  smaller 
than  that  which  is  required  to  form  crocus  of  antimony. 

Brilliant;  appears  reddish-black  by  reflected,  and  dark  hyacinth-red 
by  transmitted  light. — Contains,  according  to  Proust,  88*9  per  cent,  of 
antimonic  oxide  and  11*1  of  sulphide  of  antimony;  according  to  Soubeiran 
{J.  Pharm,  10,  528)  91*5  per  cent,  of  antimonic  oxide,  1'9  of  sulphide  of 
antimony,  4*5  of  silica,  and  3*2  of  ferric  oxide. — ^When  treated  with  acids, 
it  gives  up  antimonic  oxide;  with  hot  hydrochloric  acid  it  evolves  hydro- 
sulphuric  acid  gas. — Glass  of  antimony  may  be  fused  with  silica  {e.g.  from 
the  crucible)  and  with  glass,  the  products  being  hyacinth-coloured  glasses. 

E.  Sulphite  of  Antimonic  Oxide. — Formed  when  antimonic  oxide 
is  digested  with  aqueous  solution  of  sulphurous  acidi  or  when  aolphnrouq 
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acid   gas    is   passed  through  acid  hydrochlorate  of  antimonic  oxide. 
Insoluhle  in  water.  (Berzelius.) 

F.  Sulphate  op  Antimonic  Oxide. — When  antimony  is  heated  with 
oil  of  vitriol,  the  products  are  sulphurous  acid,  sublimed  sulphur,  and  a 
white  anhydrous  residue,  which  is  probably  the  salt  c, 

a.  DisulphcUe  f — 1.  Formed  by  digesting  the  aboye-mentioned  white 
residue  in  cold  water,  whereby  sulphuric  acid  and  a  small  quantity  of 
antimonic  oxide  are  separated. — 2.  By  dissolving  1  part  of  the  white 
residue  in  2  parts  of  water,  enough  oil  of  vitriol  being  added  to  render 
the  liquid  clear,  and  then  precipitating  W  water.  (Brandos.)  White 
powder  containing  3  per  cent,  of  water.  Wnen  boiled  with  water,  it  loses 
the  greater  part  of  the  sulphuric  acid,  so  that  99  parts  of  antimonic  oxide 
retam  no  more  than  1  part  of  sulphuric  acid.  (Brandos.)  IT  Peligot  has 
since  examined  this  compound  and  shown  that  it  is  really  a  disulphate. 
(Ann.  Chim.  Phys.  3,  20,  283.)  T 

h,  Monomlphate, — Formed  by  reducing  the  salt  c  to  powder,  agitating 
with  alcohol,  collecting  the  resulting  powder  on  a  filter,  and  drying  it. 
(Brandos.) 

IT  c.  Buulphate. — Obtained  by  treating  powder  of  algaroth  with 
fuming  sulphuric  acid;  crystallizes  in  small  brilliant  crystals.  (Peligot.)  H 

d.  Teraulphate, — 1.  The  white  residue  obtained  by  heating  antimony 
with  oil  of  vitrioll — 2.  Crystallizes  in  small  needles  from  a  solution  of  the 
white  compound  in  excess  of  sulphuric  acid.  (Brandes.) — The  white  resi- 
due, when  ignited,  evolves  sulphurous  acid  and  oxygen  gas  (Gay-Lussac), 
together  with  anhydrous  sulphuric  acid  (Bussy),  and  often  yields  a  subli- 
mate of  antimonic  oxide  in  the  form  of  needles.  (Bucholz.)  W  hen  ignited 
in  a  current  of  hydrogen  gas,  it  yields  a  mixture  of  antimony,  sulphide  of 
antimony,  and  antimonic  oxide.  (Arfvedson,  Fogg.  1,  24.)  The  salt  is 
converted  by  water,  either  into  a  or  into  nearly^  pure  antimonic  oxide, 
according  to  the  temperature  of  the  water. 

IT  e.  Quadrotulphate. — When  powder  of  algaroth  is  treated  with  con- 
centrated sulphuric  acid  (SO^  HO)  hydrochloric  acid  gas  is  evolved,  and 
quadrosulphate  of  antimony  obtained  in  needles,  which  can  only  be  dried 
by  keeping  them  for  a  long  time  on  a  piece  of  burnt  clay  in  vacuo  over 
oil  of  vitriol.  (Peligot.)  IT 

By  digesting  c  in  strong  sulphuric  acid,  a  sulphate  is  formed  contain- 
ing excess  of  acid. 

At. 
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AntimoniottB  aoid  is  sparingly  soluble  in  oil  of  Titriol,  (Benelius.) 

Antimont  anp  Selenium. 

A.  Sklbnide  op  Antimont. — The  two  elements  readily  nnite  on  the 
application  of  heat^  the  temperature  during  combination  frequently  rising 
to  redness.    The  product  is  a  lead-grey  mass,  which  fuses  at  a  red  heat — 

•  has  a  crystalline  fracture — and  when  heated  in  the  air,  gives  off  a  small 
quantity  of  selenium  and  becomes  covered  with  a  vitreous  slag.  A 
similar  compound  is  precipitated  from  a  solution  of  tartar-emetic  by 
hydroselenic  acid  gas.  (Berielius.) 

B.  OxT-SELENiDB  OF  Antimont. — The  two  compounds  fuse  readily 
together,  yielding  a  brownish-yellow,  translucent,  vitreous  mass,  like 
glass  of  antimony.  (Berzelius.) 

Antimont  and  Iodine. 

A.  Teriodidb  of  Antimont. — The  two  elementB  unite  at  ordinary 
tempemtures,  the  combination  being  attended  with  great  rise  of  tempera- 
ture and  evolution  of  iodine  vapour,  and  even  with  explosion,  if  large 
quantities  are  used. — On  one  occasion,  when  a  few  ounces  of  the  mixture 
were  put  into  a  retort,  the  retort  burst  with  a  loud  report,  even  before 
heat  was  applied,  and  the  compound  was  thrown  up  to  the  ceiling  of  the 
laboratory.  (Brandos,  ^.  Br,  Arch.  21,  319.) — When  powdered  antimony 
is  added  to  iodine,  the  first  portions  render  the  iodine  fluid;  after  which 
the  antimony  must  be  gradually  added  till  saturation  is  effected.  (SeruUas, 
J,  Pharm.  14,  19.)  Or  a  mixture  of  129  parts  (1  At.)  of  antimony,  and 
not  quite  378  parts  (3  At.)  of  iodine  is  heated  in  a  retort,  and  the  resulting 
compound  separated  from  the  excess  of  antimony  by  distillation.  (Brandos, 
N,  ir.  Ai'ch,  14,  135;  17,  283.) — Crystalline,  brownish-red  mass,  which 
yields  a  cinnabar-red  powder.  (SeruUas.)  Has  a  semi-metallic  lustre; 
becomes  blackish-red  every  time  it  is  heated;  and  at  higher  tempera- 
tures softens,  and  afterwards  fuses  to  a  dark  garnet-red  liquid,  which 
evolves  violet-red  vapours  at  first,  but  afterwards,  when  more  strongly 
heated,  gives  off  scarlet  vapours,  and  either  sublimes  in  the  form  of  a  scarlet 
film,  or  distils  over  in  the  liquid  state.  (Brandos.)  The  distillation  takes 
place  at  a  moderate  heat  (SeruUas),  a  little  above  the  boiling  point. 
(Berthemot.) 

Calculation.  Brandes. 

Sb 129       ....       25-44         25*5 

31  378      ....       74-56 

Sbl> 507       ....     10000 
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Nitrio  acid  is  coloured  yellow  by  iodide  of  antimony;  if  heat  be 
applied,  violent  action  takes  place,  and  iodine  is  set  free. — When  iodide 
of  antimony  is  treated  with  oil  of  vitriol  at  ordinary  temperatures,  the 
iodine  is  separated  with  great  rapidity.  —  Hydrochloric  acid  dissolves 
iodide  of  antimony,  forming  a  yellow  liquid  which  is  precipitated  white 
by  water. — When  it  is  mixed  with  cold  solution  of  ammonia,  hydriodate 
of  ammonia  is  formed,  with  separation,  first  of  a  yelluw,  and  afterwards 
of  a  yellowish-white  powder.  (Brandos.)— Water  resolves  iodide  of  anti- 
mony into  yellow  pulverulent  oxy-iodide  of  antimony  and  a  reddish  yel- 
low liquid,  which  may  be  regarded  as  solution  of  iodide  of  antimony  in 
aqueous  hydriodic  acid,  or  as  an  aqueous  solution  of  acid  hydriodate  of 
antimonic  oxide. — In  this  case,  two-thirds  of  the  iodine  are  separated  by 
the  water.  (Serullas.)  Spirit  containing  80  per  cent,  of  alcohol  behaves 
like  water;  the  yellow  powder  separated  by  it  amounts  to  one-fourth  of 
the  iodide  of  antimony  used;  the  reddish -yellow  liquid,  when  distill  ed^ 
yields  free  iodine  and  a  second  reddish-yellow  liquid,  having  the  odour 
of  horse-radish,  and  leaves  a  brownish-red  substance  containing  33*4  per 
cent,  of  antimony.  (Brandos.) 

B.  Hydrated  Oxy-iodide  op  Antimony  or  Basic  Hydriodate  op 
Antimonic  Oxide. — The  pale  yellow  powder,  separated  by  decomposing 
teriodide  of  antimony  with  water,  has  this  composition.  —  Even  when 
dried  at  a  temperature  at  which  it  begins  to  decompose,  it  still  gives  off 
water  if  more  strongly  heated,  and  likewise  yields  a  sublimate  of  iodide  of 
antimony  and  a  residue  of  antimonic  oxide.  It  may  be  deprived  of  the 
whole  of  its  iodine  by  repeated  washing  with  small  quantities  of  water. 
(Serullas.) — If  it  be  washed  with  boiling  water  till  the  filtrate  no  longer 
reddens  litmus,  and  the  washing  still  further  continued,  it  is  partially 
decomposed,  and  the  water  deposits  micaceous  scales  on  cooling.  When 
this  compound  is  boiled  in  water  with  zinc  or  iron  (tin  acts  less  readily), 
antimony  is  reduced  in  the  form  of  a  black  powder.  Alkalis  and  mag« 
nesia,  or  their  carbonates,  separate  antimonic  oxide  and  dissolve  an 
iodide  of  the  alkali  metal.  (Bert heme t.) — Brandos  &  W.  Bottger  regard 
the  compound  as  SbP,  because  in  their  analysis  they  obtained  61*77  parts 
of  antimony  to  34*76  parts  of  iodine, — and  on  heating  the  compound  in  a 
narrow  glass  tube,  teriodide  of  antimony  was  sublimed,  and  metallic 
antimony  left,  together  with  a  mere  trace  of  antimonic  oxide  [the  author 
obtained  as  residue,  a  yellow  glass  consisting  of  antimonic  oxide  with 
a  small  quantity  of  iodide  of  antimony] ;  nevertheless  they  add,  that  when 
digested  with  potash,  the  compound  left  a  perfectly  white  powder,  and 
that  it  dissolved  completely  in  a  warm  solution  of  tartaric  acid. 

C.  Solution  op  Iodide  op  Antimony  in  Hydriodic  Acid,  or  Acid 
Hydriodate  op  Antimonic  Oxide  — The  reddish-yellow  liquid  formed 
in  the  decomposition  of  teriodide  of  antimony  by  water.  When  1  part  of 
the  teriodide  is  decomposed  by  6  parts  of  water,  the  resulting  solution 
contains  6*17  per  cent,  of  antimony  and  90*83  of  iodine;  on  further  dilu- 
tion, a  reddish-yellow  powder  is  deposited.  This  compound,  when  dis- 
tilled, yields  free  iodine  and  a.  reddish-yellow  and  subsequently  a  black 
distillate,  while  reddish-brown  teriodide  of  antimony  is  left  in  the  retort. 
(Brandos  &  W.  Battger,  N.  Br.  Arch,  17,  283.) 

D.  loDO-scLPHiDE  OP  Antimony. — On  exposing  a  dry  and  intimate 
mixture  (reddish-brown  in  colour)  of  equal  parts  of  iodine  and  sulphide 
of  antimony  to  a  moderate  heat  in  a  retort  placed  in  a  sand  bath,  the 
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new  compound  is  evolved  in  red  vaponrs,  and  deposited  in  the  form  of  a 
sublimate. — The  following  mixture  may  also  be  sublimed:  24  parts  of 
antimony  with  9  parts  of  sulphur  and  68  parts  of  iodine;  or  2  parts  of 
antimony  with  9  parts  of  iodide  of  sulphur;  but  in  this  case,  crystallized 
sulphur  is  likewise  mixed  with  the  sublimate.* — BriUiant,  transparent, 
blood-red  scales  and  needles,  which  fuse  at  a  gentle  heat,  and  volatilize  in 
red  vapours  at  a  lower  temperature  than  iodide  of  antimony,  and  withoat 
decomposition.     Has  an  unpleasant  odour,  and  a  nauseous,  pungent  taste. 


Sb 
3S. 
31. 


Calcolatioii. 

Heiuy  &  Garot. 

129      ....      23*24 

23-2 

48      ....        8-65 

8-8 

378      ....      6811 

66-4 

8bS»,P?  555       ....     10000        984 

When  strongly  heated  in  the  air,  it  is  resolved  into  iodine,  sulphur, 
sulphurous  acid,  metallic  antimony,  and  antimonic  oxide  which  volatilizes. 
It  dissolves  in  sulphuric  acid,  nitric  acid,  hydrochloric  acid,  and  aqua-regia» 
with  separation  of  the  iodine,  and  partly  also  of  the  sulphur. — Chlorine 
converts  it  into  chloride  of  iodine,  chloride  of  sulphur,  and  chloride  of 
antimony. — Hydrosulphuric  acid  and  sulphurous  acid  gas  do  not  affect  it. 
— When  mixed  with  water,  it  is  resolved  into  hydriodic  acid  which  dis- 
solves, and  an  insoluble  orange-yellow  mixture  of  sulphur,  antimonic 
oxide,  and  a  small  quantity  of  iodide  of  antimony.  Solution  of  ammonia 
separates  hydriodic  acid  in  a  similar  manner :  so  likewise  do  alcohol  and 
ether,  excepting  that  they  also  dissolve  a  small  quantity  of  sulphur.  The 
fixed  alkalis  likewise  cause  decomposition.  (0.  Henry  &  Garot,  J,  Pkaitn, 
10,  511  j  also  Schw.  43,  53.) 

E.  Iodide  op  Antimony  -h  Stjlphidb  op  Antimony. — From  a  very 
dilute  solution  of  iodide  of  antimony  in  hydrochloric  acid,  hydrosulphuric 
acid  precipitates  a  mixture  of  iodide  and  sulphide  of  antimony,  from 
which  the  iodide  of  antimony  is  sublimed  by  heat.  (Johnston,  AT.  Edinh. 
Fhil  J.  18,  43.) 

Antimony  and  Bromine. 

A.  Terbromidb  of  Antimony. — Antimony  takes  fire  when  brought 
in  contact  with  bromine,  the  metal  running  about  in  glowing  fused 
globules  on  the  surface  of  the  bromine.  (Balard,  Serullas.)  Bromide  of 
antimony  is  prepared  in  a  similar  manner  to  bromide  of  arsenic  (p.  283), 
but  the  neck  of  the  retort  must  be  kept  hot  during  the  distillation  to  pre- 
vent stoppage. — Colourless  mass  crystallized  in  needles,  which  fuse  at  94° 
and  boil  270°. — Absorbs  moisture  from  the  air.  Water  instantly  resolves 
it  into  hydrobromic  acid — ^which,  if  a  large  quantity  of  water  be  added, 
does  not  retain  a  trace  of  antimonic  oxide — and  basic  hydrobromate  of 
antimonic  oxide.  (Serullas,  Ann.  Ckim,  Fhps,  38,  322;  also  Pogg^.  14, 112.) 
— Cold  nitric  acid  does  not  decompose  terbromide  of  antimony,  but  at  a 
boiling  heat,  resolves  it  into  bromine  vapour  and  a  white  insoluble  powder 
(nitrate  of  antimonic  oxide);  oil  of  vitriol  likewise  does  not  disengage 
bromine  vapour  unless  aided  by  heat.  (Lbwig,  Repert,  29,  266.) 

Calculation,  according  to  Semllaa. 

Bb  129-0        35-42 

3Br 2352        6458 

SbBr» 3642        lOOOQ 
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B.  Hydrated  Oxy-bromide  op  Antimony^  or  Basic  Hydrobromate 
OF  Antimonic  Oxide. — Prepared  by  decomposing  terbromide  of  antimony 
by  water.  Wben  dried  at  a  temperature  at  which  decomposition  com- 
mences, it  still  retains  water,  which,  at  a  higher  temperature,  is  evolved 
together  with  terbromide  of  antimony,  while  antimonic  oxide  is  left 
behind.  By  washing  it  repeatedly  with  small  quantities  of  water,  the 
whole  of  the  bromine  may  be  removed*  (Serullas.) 


Antimony  and  Chlorine* 

A.  Terohloride  of  Antimony. — Butter  of  Antimanp,  SpiestglanZ" 
butter,  BtUyrum  Antimonii,  CauBticum  antimoniale,'--^!.  Terchloride  of 
antimony  is  formed  by  passing  chlorine  gas  over  heated  sulphide  of  anti- 
mony, and  separating  the  chloride  of  sulphur,  produced  simultaneously 
with  the  chloride  of  antimony,  by  volatilization  at  a  gentle  heat.  (H.  Rose.) 
— The  affinity  of  the  chloride  of  sulphur  for  terchloride  of  antimony  pre- 
vents the  latter  from  combining  with  more  chlorine,  and  thereby  passing 
into  pentachloride  of  antimony.  (Mitscherlich.) — 2.  By  distilling  3  parts 
(1  At.)  of  antimony  with  8  parts  (nearly  3  At.)  of  corrosive  sublimate. 
(Basil  Valentine.) 

Sb  +  3HgCI »  SbCP  +  3Hg. 

If  the  heat  be  not  kept  very  moderate,  mercury  likewise  passes  over  into 
the  receiver. — 8.  By  distilling  2  parts  (1  At.)  of  sulphide  of  antimony 
with  5  parts  (or  better  with  4'6  pts.=d  At.)  of  corrosive  sublimate. 

SbSS  +  3Hga  «  SbCl' +  3HgS.  (Sch.  45.) 

Towards  the  end  of  the  process,  CinnabarU  Antinumii  is  sublimed.— > 
4.  Acid  hydrochlorate  of  antimonic  oxide  is  moderately  heated  in  a 
retort,  till  the  water  and  excess  of  hydrochloric  acid  are  driven  off^ 
and  the  residue  has  acquired  the  consistence  of  butter;  the  receiver 
is  then  changed,  and  the  terchloride  of  antimony  distilled  over  at  a 
higher  heat. — Glauber  used  for  this  purpose  a  solution  of  flowers  of 
antimony  in  hydrochloric  acid. — Robiquet  (Ann.  Chim^  Phys.  4,  165, 
also  Sckw,  19,  189,)  dissolves  1  part  of  antimony  in  a  mixture  of  4  parts 
of  hydrochloric  acid  and  1  part  of  nitric  acid ;  the  latter  must  be  added 
in  small  successive  portions,  and  a  gentle  heat  applied.  If  too  much 
chlorine  is  given  off  on  evaporation,  the  nitric  acid  is  in  excess,  and  an 
additional  quantity  of  antimony  and  hydrochloric  acid  must  be  added. 
It  is  always  advisable  to  have  a  portion  of  metallic  antimony  at  the 
bottom  of  the  retort. — Gbbel  {Br,  Arch,  2,  216),  treats  1  part  of  sulphide 
of  antimony  with  3  pts.  hydrochloric  acid  of  specific  gravity  1*2,  and 
•|- pt.  nitric  acid  of  specific  gravity  1*55 — decants  the  liquid  from  the 
sulphur — and  distils  till  half  has  passed  over. — Brandos  {N.  TV.  3,  1, 261> 
and  Repert,  11, 289),  treats  1  part  of  sulphide  of  antimony  with  a  mixture 
of  5  pts.  of  strong  hydrochloric  and  1  pt.  of  nitric  acid;  decants  the  solution 
thus  obtained ;  digests  the  residue  in  a  mixture  of  \  pt.  hydrochloric  aud 
^  pt.  nitric  acid;  and  distils  the  two  liquids  together,  whereby,  after  the 
watery  portion  has  passed  over,  1  \  pt.  butter  of  antimony  is  obtained. — 
Oeiger  &  Reimann  (Mag.  Pharm.  17,  126),  gently  heat  1  pt.  of  sulphide 
of  antimony  with  a  mixture  of  3  pts.  hydrochloric  acid,  of  specific 
gravity  1*16,  and  0*72  pt.  nitric  acid,  of  specific  gravity  1*171,  till  the 
solution,  which  is  at  first  yellow,  becomes  colourless,  and  then  decant 


366  ANTIMONY. 

it.  An  ezo6M  of  niirio  acid  ie  to  b«  ayoided,  beoaosd  it  product  aAti- 
monic  acid  on  evapofation. — Liebig  dissolvea  1  pt.  of  sulphide  of  antimoDy 
in  3  pts.  of  hot  faming  commercial  hydrochloric  acid;  evaporates  the 
decanted  solution,  till  a  drop  solidifies  when  placed  upon  cold  metal ;  and 
then  distils  it  from  a  retort,  changing  the  receiver  as  soon  as  the  distillate 
solidifies  on  cooling. — 6.  By  distilling  sulphate  of  antimonic  OKidoi  or 
some  substance  capable  of  producing  it,  with  common  salt. 

Sb03, 3SO»  +  3NaCl  =  SbCP  +  3(NaO,  SO>). 

Berzelius'  evaporates  snlphnric  acid  with  antimony  or  antimonic  oxide, 
and  distils  the  residue  with  twice  its  weight  of  common  salt. — A  mixture 
of  1  pt.  of  roasted  sulphide  of  antimony  with  8  pts.  of  decrepitated 
common  salt  is  distilled  with  1^  pt.  of  faming  oil  of  vitrioL  {GrtU.  Chem, 
«/.  6,  76.) — Glauber  and  Beoher  distil  1  pt.  of  salphide  of  antimony  with 
2  pts.  of  common  salt  and  4  pts.  of  burnt  sulphate  of  iron .  Rolfink  uses 
equal  parts. — In  distilling  butter  of  antimony,  it  is  necessary  to  use  a 
wide-necked  retort;  if,  however,  it  becomes  stopped  up  by  the  solidi- 
fication of  the  compound,  the  solid  mass  must  be  melted  by  holding  a  hot 
coal  under  it. 

Translucent,  colourless,  'solid,  crystalline  mass,  which  at  72°  (Capi- 
taine),  fuses  to  a  colourless  or  yellowish  oil;  boils  at  197*8°  (H.  Davy),  at 
230°  (Oapitaine);  emits  scanty  white  fumes  in  the  air;  is  very  cor- 
rosive. 

Cilcnlatioii.  J.  Dftvy.  6ob«ll.  H.  Rose. 

Sb  129»0     ...     54-86         ....         60*42         ...         64-98         ....        53-27 

3C1 106-2     ....     45-15         ....         3958         ....         45-02         ....        46-73 

SbCl»  235-2     ....  10000         Z       10000         Z.       10000         Z       10000 

When  distilled  with  an  equal  weight  of  sulphur  (whereby  a  small  quan-* 
tity  of  butter  of  antimony  is  volatilized  undecomposed),  it  is  resolved  into  a 
volatile  liquid,  [pentachloride  of  antimony  or  chloride  of  sulphur?]  which 
distils  over,  and  grey  sulphide  of  antimony  which  remains  in  the  retort. 
(A.  Vogel,  Schw.  21,  70.) — When  treated  with  hot  nitric  acid,  it  evolves 
chlorine  gas,  and  leaves  a  white  powder  (antimonic  acid).— It  is  not 
decomposed  by  u<;ld  oil  of  vitriol;  but  when  boiled  with  that  liquid,  it  is 
resolved  into  hydrochloric  acid  gas,  and  sulphate  of  antimonic  oxide 
which  remains  in  the  form  of  a  white  mass.  (A.  Vogel.) — When  heated 
with  sulphocyanide  of  potassium,  it  yields  vapour  of  bisulphide  of  carbon, 
tetrasulphide  of  antimony,  and  mellonide  of  potassium.  (Liebig.) — It 
gradually  absorbs  moisture  from  the  air,  and  deliquesces  to  a  turbid 
liquid. — 100  parts  of  terchloride  of  antimony,  exposed  for  70  days  to  air 
saturated  with  moisture,  absorb  110  parts  of  water,  but  no  more  i^ter^ 
wards;  during  the  absorption,  the  chloride  first  deliquesces  and  then 
deposits  a  white  precipitate.  (Brandes,  Schw.  51,  437.) — It  is  only  when 
free  hydrochloric  acid  is  present,  that  the  chloride  deliquesces  without 
turbidity.  (H.  Rose,  Pogg,  55,  551.)  When  small  pieces  of  terchloride 
of  autiraony  are  laid  on  mercury,  they  revolve  about  for  some  time,  till 
the  mercury  becomes  covered  with  a  film  of  acid  hydrochlorate  of  anti- 
monic oxide  (Jacquelain,  Ann.  Chim,  Fhys.  66,  123.) — When  chloride 
of  antimony  is  mixed  with  a  large  quantity  of  water,  it  is  resolved 
without  perceptible  rise  of  temperature,  into  oxy-chloride  of  antimony, 
which  is  precipitated,  and  acid  hydrochlorate  of  antimonic  oxide,  which 
dissolves. 
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Terohloride  of  antimony  combinefl  with  ohloride  of  Bulpliar.    It  does 
not  absorb  hydrochloric  acid  gas. 

B.  OxY-cHLORiDB  OP  ANTIMONY. — Fowder  qf  Algaroth,  Fulvis  Alga- 
roik  t,  angeliciUy  MtrcuHiM  vUce. — This  compound  is  precipitated  on 
adding  water  to  terchloride  of  antimony  or  to  acid  hjdrochlorate  of  anti- 
monio  oxide.  It  may  also  be  obtained  by  mixing  1  pt.  of  glass  of  anti- 
mony with  8^  pts.  of  common  salt,  2|-  pts.  of  oil  of  vitriol,  and  2  pts.  of 
water'^heating  the  liquid  for  12  hours  nearly  to  the  boiling  point — 
diluting  the  solution  with  water  till  a  precipitate  begins  to  appear- 
then  filtering,  and  precipitating  with  more  water.  (Scheele,  Bucholz.) 
Instead  of  common  salt  and  oil  of  yitriol,  strong  hydrochloric  acid  may 
also  be  used.  Liebig  boils  strong  commercial  hydrochloric  acid  with 
finely  powdered  sulphide  of  antimony  to  saturation ;  then  adds  enough 
water  to  precipitate  a  small  quantity  of  powder  of  algaroth,  whereby  the 
hydrosttlphurio  acid  present  in  the  liquid  is  carried  down  in  the  form  of 
sulphide  of  antimony ;  and  lastly,  filters  and  precipitates  by  a  further 
addition  of  water. 

The  precipitate  is  washed  with  a  very  small  quantity  of  cold  water. 
When  the  snow-Tvhite  bulky  precipitate  is  collected  on  a  filter  imme- 
diately after  its  formation,  and  then  washed  and  dried,  it  yields  a  powder; 
but  if  it  be  allowed  to  stand  under  the  liquid  for  two  or  three  days,  it 
forms  a  greyish- white  mass,  consisting  of  small  prisms.  The  crystals  are 
dried  between  folds  of  bibulous  paper;  if  washed  with  water,  they 
become  dull  in  consequence  of  superficial  decomposition.  (Johnston,  N» 
Edinh,  Phil.  J.  18,  40;  also  «/.  pr.  Gkem.  6,  55;  Malaguti,  Ann,  Chim, 
Phys,  59,  220;  also  J.pr,  Ghem.  6,  253.)  IT  Peligot  {Ann.  Chim.PhyB, 
3,  20,  283),  regards  the  oxy-chloride  obtained  by  treating  butter  of 
antimony  with  cold  water,  as  SbClO^  and  the  compound  which  is  deposited 
in  dense  brilliant  crystals,  on  boiling  terchloride  of  antimony  or  hydro* 
chlorate  of  antimonic  oxide  with  water,  and  subsequent  cooling,  as 
2SbC10».  IT 

White  powder,  or  fine,  greyish-white,  highly  brilliant  needles, 
(Bucholx,  Tcuchenh.  1806,  18),  which,  according  to  Johnston  &  Miller, 
are  oblique  rectangular  prisms,  having  the   obtuse  summits   replaced 

by  planes* 

Calculation.  Johniton.       Duflos.        Bucliolx.        Phillips 

6Sb 774-0     ....     77-38     ....     7682     ....  ....  ....     77-98 

3C1 1062     ....     10-62     ....     11-25     ....    10-37     ....    10*05     ....       7-80 

150    1200     ....     12-00 


SbC1^6SbOa....  1000*2     ....  100*00 

Peligot. 
Or:  Calculation.  (1)  (2) 

2Sb 258-00       ....       77*3         76*5     ....     76*8 

CI  35-41       ....       10*6         Ill     ....     11-4 

80 24*00       ....       12*1 


2SbC10« 317-41       ....     100*0 


Or  t  Malaguti.  Groavelle. 

SbCl* 235*2       ....       76-48         74*51         ....         82 

6Sb03   765*0       ....       23*52         2570        ....         18 


1000*2       ....     100-00        100-21         ....       100 


The  slight  excess  of  chlorine  obtained  by  Johnston  probably  arose 
from  not  washing  the  product.   (Johnston  regards  the  powder  of  algaroth 
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aa  2SbCl'+9SbO');  Bucholz  and  Grouvelle  (Sekw.  33,  431),  and  espe- 
ciallj  Phillips  (Phil.  Mag,  Ann,  8,  406;  also  Br.  Arch.  39,  40),  fonnd 
too  little  chlorine,  doubtless  from  aver-washing  j  GrouTelle's  analysis 
gives  the  formula  SbCl',7SbO'. — Powder  of  algaroth  does  not  lose  weight 
at  lOO**,  and  only  0*38  per  cent,  of  water  by  ignition  with  dry  carbonate 
of  soda.  (Johnston.) 

Powder  of  algaroth  fuses  when  strongly  heated,  and  is  resolved  into 
terchloride  of  antimony  which  distils  over,  and  a  residue  of  antiinonio 
oxide.  (Bergman.)  The  crystals  decrepitate  during  the  decomposition. 
(Johnston.)  When  the  powder  is  strongly  heated  in  a  glass  tube,  the 
antimonie  oxide  likewise  volatilizes,  so  that  nothing  remains.  (H.  Rose.) 
— When  ignited  with  sulphur,  it  gives  off  sulphurous  acid  [and  penta- 
cliloride  of  antimony  or  chloride  of  sulphur?]  and  is  converted  into 
110*5  percent,  of  grey  sulphide  of  antimony.  (Grouvelle.)  By  boiling 
with  nitric  acid  it  is  converted  into  antimonie  oxide.  (Bucholz.)  By 
long  continued  washing  with  hot  water,  the  whole  of  the  chlorine  is 
removed  in  the  form  of  hydrochloric  acid,  and  pure  antimonie  oxide  left 
on  the  filter.  (N.  E.  Henry,  J,  Pliarm.  12,  79;  Duflos,  Sckw,  67,  268; 
Malaguti.)  The  chlorine  is  likewise  completely  removed  by  aqueous 
solutions  of  the  alkaline  carbonates. 

When  powder  of  algaroth  is  precipitated  from  a  liquid  containing 
hydrosulphuric  acid, — t,  g.,  from  a  solution  of  grey  sulphide  of  antimony 
in  strong  hydrochloric  acid,  by  diluting  with  water  after  decantation— 
it  forms  a  bulky  yellowish  precipitate,  which  aggregates  in  red  crystals, 
if  kept  under  the  liquid  for  a  few  days.  These  crystals  consist  of  powder 
of  algaroth  mixed  with  a  variable  quantity,  at  most  2  per  cent.,  of 
sulphide  of  antimony.  (Malaguti.) 

C.  Solution  of  Hydrochloratb  of  Terchloride  of  Antimony  or 
Acid  Hydrochlorate  of  Antimonic  Oxide. — Liquor  Stibii  muricUici 
of  the  Pharmac,  Bor.--\,  Prepared  by  decomposing  terchloride  of  anti- 
mony with  a  small  quantity  of  water,  and  decanting  the  liquid  from  the 
powder  of  algaroth  thereby  produced.  This  solution  is  the  old  Spiritut 
Vitrioli  philosophicus. — 2.  By  dissolving  terchloride  of  antimony  in 
aqueous  hydrochloric  acid;  the  solution  being  effected  without  any  preci- 
pitation.— 3.  By  dissolving  sulphide  of  antimony  in  strong  boiling  hydro- 
chloric acid.^— 4.  By  dissolving  antimonic  oxide,  glass  of  antimony,  or 
crocus  of  antimony,  in  strong  hydrochloric  acid,  and  decanting  or  distilling 
the  liquid. — 5.  By  the  same  process  as  that  given  for  the  preparation  of 
tcrciiloride  of  antimony  under  (5^,  either  without  distilling  the  resulting 
solution,  or  distilling  it  without  changing  the  receiver,  so  that  the  aqueous 
hydrochloric  acid  which  first  passes  over,  may  mix  with  the  subsequent 
di.>jtillate  of  terchloride  of  antimony. — 6.  By  distilling  a  mixture  of  glass  of 
antimony,  crocus  antimonii,  or  sulphide  of  antimony,  with  common  salt  and 
dilute  sulphuric  acid,  the  retort  being  heated  nearly  to  redness  towards  the 
cud  of  the  process;  e,  g.  1  pt.  of  glass  of  antimony,  4  pts.  of  common  salt, 
3  pts.  of  oil  of  vitriol,  and  2  pts.  of  water,  (Gottling) ; — 1  pt.  of  crocus 
of  antimony,  3  pts.  of  common  salt,  2  pts.  of  oil  of  vitriol,  and  1  pt.  of 
water  (Pharmac.  Bof'uss,,  edit.  3); — 2  ptfl.  of  grey  sulphide  of  antimony, 
3  pts.  of  common  salt,  2  pts.  of  oil  of  vitriol,  and  2  pts  of  water.  The 
hydrosulphuric  acid  which  passes  over,  re-precipitates  a  small  quantity  of 
sulphide  of  antimony  from  the  distillate. — 7.  By  distilling  to  dryness  a 
mixture  of  8  pts.  of  antimony,  14  pts.  of  common  salt,  5  pts.  of  peroxide 
of  manganese,  12  pts.  of  oil  of  vitriol,  and  12  pts.  of  water.  (Brandos.) 
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Yellowish  liquid,  of  specific  grayitj,  1*85....! '50;  fames  when  con^ 
ceDtiated,  and  when  considerably  diluted,  deposits  a  large  quantity  of 
powder  of  algarotlu 

D.  Solution'*of  Acid  Hydroohloratb  of  Antimonious  Acid. — The 
hydrate  of  antimonious  acid  dissolves  sparingly  in  strong  hydrochloric  acid. 
The  pale  yellow  solution  is  precipitated  white  by  water,  after  a  short 
time;  with  a  large  excess  of  water,  howerer,  no  precipitation  takes  place. 

E.  Pentachloridb  of  Antimony. — Powdered  antimony  takes  fire 
in  chlorine  gas  at  ordinary  temperatures,  and  bums  with  a  reddish  white 
light  and  emission  of  sparks,  formiug  pentacbloride  of  antimony.  Ter- 
cMoride  of  antimony  is  neyer  formed  in  this  manner.  (H.  Kose.) — 
Terohloride  of  antimony  absorbs  chlorine  eas,  till  it  is  converted  into  the 
pentacbloride.  (Liebig.) — The  pentacbloride  may  be  prepared  by  passing 
dry  chlorine  gas  over  powdered  antimony  gently  heated.  App.  45  may 
be  used  for  the  preparation^  excepting  that  a  tubulated  retort,  containing 
antimony  and  provided  with  a  receiver,  must  be  substituted  for  cL — Liebig 
passes  chlorine  gas,  dried  by  means  of  oil  of  vitriol,  over  terchloride  of 
antimony. — Colourless,  or  very  pale  yellow,  mobile  liquid,  specifically 
heavier  than  water,  very  volatile,  fumes  strongly  in  the  air,  and  has 
a  sharp  acid  odour. 

Calculation.  H.  Rose. 

Sb  129       ....      42-16        40-56 

5C1 177       ....       57-84        5944 

SbCl* a06      ....     10000        ~.      100-00 

Pentacbloride  of  antimony  when  heated  gives  ofi*  chlorine  gas,  together 
with  a  small  quantity  of  undecomposed  pentacbloride,  and  leaves  a 
residue  of  terchloride  of  antimony.  The  liquid,  supersaturated  with 
chlorine,  begins  to  boil  at  24°;  gives  off  the  first  drops  of  pentacbloride  of 
antimony  at  140°;  and  leaves  a  residue  of  terchloride  of  antimony  at  200°: 
the  pentacbloride  of  antimony  which  passes  over  may  be  further  decom- 
posed by  a  second  distillation.  (Mitscherlich.)  Pentacbloride  of  antimony 
gives  up  chlorine  to  a  few  organic  compounds — defiant  gas  for  example 
— and  is  thereby  converted  into  the  terchloride.  When  exposed  to  the 
air,  it  absorbs  moisture,  and  is  converted  into  a  white  crystalline  mass  of 
hydrated  pentacbloride.  of  antimony,  or  crystallized  hydrochlorate  of 
antimonic  acid;  with  a  larger  quantity  of  water,  considerable  heat  is 
disengaged,  and  the  pentachloiide  is  resolved  into  insoluble  hydrate  of 
antimouic  acid  and  aqueous  hydrochloric  acid,  wbich  retains  only  a  small 
quantity  of  antimonic  acid  in  solution.  (H.  Rose.) 

HydraUd  Pentackloride  of  Antimony  or  Crystallized  Hydrochlorate  of 
Antimonic  Acid. — This  compound  forms  colourless,  transparent,  rhombic 
prisms,  with  dihedral  summits  resting  on  the  obtuse  lateral  edges.  Fig.  63, 
without  the  j9-fiELce.  The  crystals  deliquesce  in  the  air  without  becoming 
milky;  but  a  larger  quantity  of  water  precipitates  antimonic  acid. 

SoltUion  of  Add  Hydrocklorate  of  Antimonic  -4  etc/.-— When  hydrate  of 
antimonic  acid  is  treated  with  hot  concentrated  hydrochloric  acid,  a 
yellowish  solution  is  obtained,  which  becomes  cloudy  after  a  while  when 
mixed  with  a  small  quantity  of  water,  but  remains  perfectly  clear  if 
treated  at  once  with  a  large  excess. 

VOL.   IV.  2  B 
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F.  Pshtaobloridb  ov  Knrimsmt  with  PHMmuuinui  Htmhwbk. 
— ^Wben  pvnticliloride  of  ftntinonj  m  treated  with  plMMphcratted  liyiM^ 
gen,  the  gas  is  absorbed — a  small  ouantity  of  bjdrochlorie  fm4.  m  er^ved 
— ^and  a  red  solid  substance  formed,  wbich,  with  ammonia,  yields  spontar 
neonslj  inflammable  phoflphnietted  hydrogen,  but  with  water  and  ether 
aqueons  solutions,  the  non-spontaneonsly  inflammable  Taiiety  of  thai 
compound.  (H.  Rose,  Pogff.  24,  165.) 

G.  Bichloride  of  Sulphur  with  Prntasulphidb  of  Antimokt. — 
Grey  aalphide  of  antimony  is  not  affected  by  a  eoirait  of  cklofine  gas  at 
ordtnaiy  temperatares ;  bnt  if  the  snlphide  be  gentlj  heated  at  one  poiaft 
only,  it  is  completely  converted,  first  into  a  brown  liqmd,  and  then,  after 
absorbing  more  chlorine,  into  a  white  powder.  To  prevent  the  deeom- 
poeition  of  the  new  oompovnd  by  the  hcntt  eTolved  daring  the  abeorption 
of  chlorine,  the  tabe  is  kept  cool  by  mmsiening  it  with  tdcohol  or  ether. 
177  parts  of  sulphide  of  antimony  yield  493*2  parts  of  the  compound;  the 
calculated  quantity  is  566*4  parte;  bat  portions  of  chloride  of  sulphur  and 
chloride  of  antimony  are  volatiliied  by  the  heat,  and  the  peBtachlorida 

fives  off  chlorine  and  is  thereby  partiidly  converted  into  terohloride. 
H.  Rose.) 

White,  amorphous  powder.  When  heated,  it  fusee,  evolves  chloride 
of  sulphur  and  free  chlorine,  and  leaves  terchloride  of  antimony.  Die- 
solves  in  very  dilute  nitric  acid,  with  evolution  of  nitrous  acid  fumes,  but 
without  aoy  separation  of  antimonic  acid  or  antimonic  oxide.  Water 
resolves  it  into  hydrochloric  acid,  antimonic  acid,  sulphuric  acid,  and 
hyposulphurous  acid.  It  absorbs  a  quantity  of  ammoniacal  gae,  amounting' 
to  -|  of  the  sulphide  of  antimony  used.  (H.  Rose,  Pogg.  42,  532.) 


H.  Roie. 

8b   

....      1290      ....      22-77 

25-67 

88   

48*0       ....        8*48 

7-63 

IICI    

S89-4       ....      68-75 

«6-7e 

Bba».38bCl« 

....       566*4       ....     10000 

10000 

The  want  of  accordance  between  the  analysis  and  the  calcnlation  is 
explained  by  the  sources  of  error  mentioned  in  the  preparation. 

H,  TEfUBULFHIDE  OP  AWTIllfONT  WITR  TbROHLORIDB  OP  ANTHIOirT.—- 

By  passing  hydrosulphuric  acid  gas  through  acid  hvdrochiorate  of  anti- 
monic oxide,  a  bright  yellowish  red  precipitate  is  K>nned,  which  letaine 
chloride  of  antimony,  however  long  it  may  be  washed.  The  compound 
blackens  even  after  several  hours*  drying  in  a  water  bath,  and  evolves  chlo- 
ride of  antimony;  when  heated  more  strongly  in  a  retort,  it  gives  off  liquid 
acid  hydrochlorate  of  antimonic  oxide, — probably  from  containing  hygro- 
scopic water, — and  a  small  quantity  of  hydrosulphuric  acid,  leaving  90*06 
percent,  of  tersulphide  of  antimony.  (Gmelin.)  Even  when  the  hydro- 
sulphuric acid  gas  is  in  excess,  the  precipitate  contains  terchloride  of 
antimony,  which  is  evolved  on  heating.  (Johnston,  i\r.  Edinh,  Fkil,  J. 
18,  43.)  According  to  H.  Rose,  the  sulphide  of  antimony  is  precipitated 
free  from  chloride,  if  tartaric  acid  is  added  to  the  acid  hydrochlorate  of 
antimonic  oxide  before  treating  it  with  hydrosulphuric  acid  gas.  The 
precipitate  thus  obtained  has  a  deeper  brown-red  colour,  and,  according  to 
the  author*s  experiments,  contains,  after  thorough  washing,  only  a  trace 
of  terchloride  of  antimony.     Duflos  (Schw.  67,  271)  found  that  it  still 
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x«teined  considerable  quantities  of  terehloridey  amoanting  to  between 
•ffg  and  ^  of  the  precipitate,  according  to  the  mode  of  preparation;  thaA 
only  part  could  be  extracted  by  repeated  boiling  with  water;  and  moreover, 
that  it  was  not  decomposed  by  passing  a  cnrrent  of  hydrosulphuric  acid 
through  water  in  which  it  was  difiusea;  but,  on  the  contrary,  that  bibydro- 
snlphate  of  potash  decomposed  it  completely,  so  that  pure  kermes  was 
left  behind  and  partly  dissolved. 

Tersnlphide  of  antimony  dissolves  abundantly  in  boiling  hot  acid 
hydrochlorate  of  antimonic  oxide,  and  the  solution  deposits  yellow  and 
red  crystals  on  cooling.  (Liebig.) 


AMTmONT  AND   FlVORINB. 

A.  Tbrflvoridb  of  Antimony.*— Prepared  by  distilling  powdered 
antimony  with  fluoride  of  mercuiy.  At  ordinarr  temperatures,  solid  and 
snow-white;  more  easily  volatilized  than  oil  of  vitriol,  but  less  easily  than 
water.  (Dumas,  Ann.  Chim,  Phys.  81,  435.)  Crystallizes,  by  slow  evapo- 
ration from  the  aqueous  solution,  in  colourless  crystals.  Has  the  taste  of 
tartar- emetic.  Very  soluble  in  water,  in  which  it  dissolves  without  the 
slightest  decomposition.  (Berzelius,  Fogg.  1,  34.) 

B.  and  C.  Tbtrapluoride  and  Pentafluoride  of  Antimony. — 
These  compounds  are  very  soluble  in  water  and  combine  with  other 
metallic  fluorides,  forming  double  salts  which  have  not  been  further 
examined.  (Berzelius.) 

Antimony  and  Nitrogen. 

A.  Nitrate  oTf  Antimonic  Oxide,  Antimonic  Nitrate.— Anti- 
mony is  oxidized  by  strong  nitric  acid,  even  at  ordinary'temperatures,  bat 
by  mlute  nitric  acid  only  with  the  aid  of  heat;  in  this  process,  water  is 
ItKewise  decomposed  at  the  same  time  and  nitrate  of  ammonia  produced; 
the  excess  of  acid  retains  but  a  small  quantity  of  antimonic  oxide  in 
solution,  and  deposits  small  crystals  [on  cooling?].  The  remaining  oxide 
combines  with  a  certain  portion  of  nitric  acid,  forming  a  white  crystalline 
powder,  which  is  likewise  obtained  on  treating  the  oxide  with  nitric 
acid.  The  same  salt  is  formed  by  heating  antimonic  oxide  with  nitric 
acid — IT  or,  according  to  Peligot,  by  dissolving  the  oxide  in  cold  fuming 
nitric  acid,  and  adding  water  to  the  solution,  whereby  it  is  obtained 
in  crystals  having  a  mother-of-pearl  lustre.  IT — According  to  Bucholz,  it 
contains  84f  per  cent,  of  antimonic  oxide  and  15^  of  nitric  acid.  When 
gently  heated,  it  is  converted  into  antimonio  acid,  which  however  is 
reduced  to  autimonious  acid  by  ignition.  It  gives  up  the  whole  of  its 
acid,  even  to  cold  water,  after  long  continued  digestion,  and  leaves  pure 
antimonic  oxide.  (Bucholz,  TcMchtnb.  1806,  89,  Berzelius.)  Its  formula 
is  2SbO^NO».  (Peligot.) 

Neither  antimonious  acid  (Berzelius)  nor  antimonic  acid  is  aolnble  in 
nitric  acid.  (H.  Rose.) 


B.  Compound  of  Antimonic  Oxide  and  Ammonia.-— Prepared  by 
treating  oxy-chloride  of  antimony  with  solution  of  ammonia.  White  or 
greyish-white  granular  powder,  sparingly  soluble  in  water.  (Berzelius.) 

2  b2 
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C.  Antimonite  of  Ammonia. — The  aqueous  sohition  giyes  off  am- 
tnonia  when  exposed  to  the  air  and  deposits  a  white  powder  consisting  of 
A  cid  A  ntimonite  of  A  mmonia,  (Berzelius.) 

D.  Antimoniate  of  Ammonia. — IT  a.  Bihadc  (Jldetar)atUimoniaU. — 
Obtained  according  to  Fremy  {Ann.  Chim.  Phys,  3,  23,  411)>  ^J  leaving 
hjdrated  meta-antimonic  acid  (p.  331)  in  contact  with  strong  solution  of 
ammonia  for  several  weeks.  The  acid  dissolves  slowly,  forming  a  salt 
which  is  difficult  of  isolation,  and  contains  2  atoms  of  ammonia  with 
1  atom  of  the  acid,  corresponding  to  the  bibasic  potash-salt.  IT 

h,  Mon^aiUimoniate, — 1.  The  hydrate  of  antimonic  acid  dissolves  in 
warm  solution  of  ammonia;  but  on  evaporating  the  solution.  Add  A^iU- 
monicUe  of  Ammonia  is  deposited,  in  the  form  of  a  white  powder  which 
reddens  litmus,  and,  when  strongly  heated,  evolves  the  rest  of  the 
ammonia  together  with  water,  leaving  pure  antimonic  acid.  (Berzelius.) 
IT — 2.  a.  With  6  Atoms  of  Water  (Fremy's  Mono-meta-antimonicUe). — 
Precipitated  in  the  crystalline  form  on  adding  a  few  drops  of  alcohol  to 
a  solution  of  the  bibasic  salt.  Very  instable.  [This  salt  forms  a  good 
test  for  soda,  which  it  precipitates  almost  completely.] 

Calculation,  a.  Fremy. 

NH' 17      ....        6-83 

SbO» 169      ....      67-87        67-1 

7HO 63      ....      25-30 

NH*0,SbO*  +  6Aq 249      ....     10000 

/3.  With  4  Atoms  of  Water. — Fremy's  Ordinary  Antimoniate, — The 
crystalline  salt  a  passes  into  this  variety  spontaneously  and  at  ordinary 
temperatures  in  the  course  of  a  few  days,  even  when  preserved  in  closely 
stopped  bottles;  the  change  is  marked  by  the  crystals  becomiug  slightly 
moist  and  mealy,  after  which  they  are  no  longer  soluble  in  water. — 

2.  The  salt  a  when  boiled  with  water  loses  its  crystalline  aspect  and  is 
converted  into  a  white  insoluble  powder,  without  any  loss  of  ammonia. — 

3.  When  either  antimonic  or  meta-antimonio  acid  is  dissolved  in  warm 
solution  of  ammonia,  this  salt  always  separates  on  cooling.  Moreover,  if 
too  great  an'  excess  of  ammonia  is  used  in  the  preparation  of  a,  a  large 
quantity  of  the  insoluble  variety  appears  likewise  to  be  formed.  (Fremy.)  IT 

P,  dried  in  vacuo.  Fremy. 

NH» 17      ....        7-3 

SbO»    169      ....      73-2        740 

6HO    45       ....       19-6 

NH*0,SbO»  +  4Aq 231       ....     100-0 

E.  SuLPHANTiMONiATE  OP  Ammonium. — A  compouud  of  Penta- 
sulphide  of  Antimony  with  Hydrosulphate  of  jimmonia, — 1.  Obtained  by 
digesting  an  excess  of  pentasulphide  of  antimony  with  the  aqueous 
sointion  of  hydrosulphate  of  ammonia,  and  heating  the  mixture  nearly  to 
the  boilinff  point.  The  pentasulphide  may  likewise  be  digested  with 
ammonia,  but  in  that  case,  a  white  powder  [antimoniate  of  ammonia t]  is 
separated  and  the  solution  is  less  pure.  The  yellow  solution  may  be 
evaporated  without  decomposition.  Acids  decompose  it,  precipitating 
the  pentasulphide  of  antimony;  it  is  also  decomposed  by  alcohol, — but 
then  the  pentasulphide  contains  ammonia.  By  decomposing  the  solution 
with  hydrochloric  acid,  209  parts  (1  At.)  of  precipitated  pentasulphide  of 
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antimony  are  obtained  to  199  parts  (rather  more  than  3  At.)  of  sal- 
ammoniac; — hence  the  solution  contaans  dNH^^SbS*.  (Rammelsberg, 
Foffg.  52,214.) 

It  is  moreover  probable  that  the  following  componnd  has  a  similar 
composition,  though  Kohl  regarded  it  as  consisting  of  hjdrosulphate  of 
ammonia  and  tersulphide  of  antimony.  It  is  thus  prepared:  recently 
precipitated  and  still  moist  tersulphide  of  antimony  is  digested  in  a 
covered  vessel  with  excess  of  a  concentrated  solution  of  monohydro- 
sulphate  of  ammonia,  the  solution  filtered  after  coolings  and  the  filtrate 
mixed  with  three  times  its  volume  of  absolute  alcohol.  The  compound  is 
hereby  completely  precipitated  in  the  form  of  a  white,  sometimes  crystal- 
line, sometimes  cuidy  precipitate,  the  excess  of  hydrosulphate  of  ammonia 
being  retained  in  the  liquid.  In  order  to  obtain  it  perfectly  crystalline, 
it  is  heated  with  the  supernatant  liquid  till  it  dissolves — for  which 
purpose,  the  addition  of  a  small  quantity  of  water  is  often  necessary, — 
and  then  set  aside  to  crystallize  on  cooling.  The  hydrosulphate  of 
ammonia  must  be  in  considerable  excess,  otherwise  the  sucohol  separates 
a  portion  of  it  from  the  compound,  which  then  appears  yellowish-red. 
The  crystals  can  only  be  preserved  from  decomposition  by  keeping  them 
under  the  mother-liquid  in  a  perfectly  air-tight  vessel.  Light  yellow 
rhombohedrons,  havmg  a  pungent,  hepatic,  and  nauseous  metallic  taste. 
They  contain  4d'05  per  cent,  of  hydrosulphate  of  ammonia  and  56*95  of 
sulphide  of  antimony.  [This  would  lead  to  the  formula  4NH^S,SbS*, 
which  is  not  altogether  probable.]  When  distilled,  the  salt  evolves  hydro- 
sulphate of  ammonia  and  sulphur,  and  leaves  grey  sulphide  of  antimony. 
When  exposed  to  the  air,  it  evolves  hydrosulphate  of  ammonia  and  turns 
brown,  the  rapidity  of  the  change  increasing  with  the  warmth  and  moisture 
of  the  atmosphere.  The  salt  dissolves  in  cold  water  free  from  air,  and  forms 
a  colourless  solution;  hot  water,  on  the  contrary,  decomposes  it  imme- 
diately, so  that  the  solution  cannot  be  evaporated  without  sufiering 
decomposition.  Carbonic  acid  and  other  acids  precipitate  kermes  from  the 
solution;  so  likewise  do  alcohol  and  ether,  which  extract  the  hydrosulphate 
of  ammonia.  Alkaline  bicarbonates  precipitate  the  kermes  after  some 
time  only,  and  the  monocarbonates  still  less  readily.  (Kohl,  iT.  £r.  A  rch. 
17,  267.) 

F.  Ammonio-terchloride  of  Antihont. — Terchloride  of  antimony 
absorbs  ammoniacal  gas.  (Grouvelle.)  The  solid  terchloride  absorbs  the 
gas  but  slowly;  but  if  it  oe  fused  at  a  gentle  heat  in  ammoniacal  gas  and 
8ufi*ered  to  cool  in  it,  large  quantities  are  absorbed.  The  compound 
when  heated,  gives  off  the  whole  of  its  ammonia,  so  that  pure  terchloride 
of  antimony  alone  remains.  It  does  not  deliquesce  readily  in  the  air, 
even  after  long  exposure.  (H.  Rose.) 

Calculation.  H.  Rose. 

NH»    17-0        ....  6-74        7-57 

SbCl»  235-2        ....         93-26        92*43 

NH*,8bCl' 252-2        Z       100-00        IZ!       100*00 

G.  Ammonio-pentachloride  of  Antimony. — Pentachloride  of  anti- 
mony absorbs  dry  ammoniacal  gas  with  considerable  disengagement  of 
heat,  and  is  converted  into  a  brown  substance,  which  turns  white 
when  gently  heated,  and  at  a  higher  temperature,  sublimes  without 
decomposition,  provided  it  be  kept  out  of  contact  of  air.  The  sublimate 
is  also  white.  (H,  Rose,  Po^^.  24,  165.)     The  elements  of  this  compound 
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are  in  such  proportion,  that,  when  decomposed  by  water,  the  prodnetft 
are  monohjdrochlorate  and  antimoniate  of  ammonia.  (Persox,  Ann,  Chim* 
Phys,  44,  322.) 

6NH»,SbCl»  -^  5HO  =  5(NH«,  HCl)  +  NH»3bO». 

CfllcttUtion.  PetMS. 

6NH'    102        ....        25        2606 

SbCl» 306        ...        75        73-95 

6NH»,8bCl» 408        Z       100        ZZ       10000 

H.  Compound  of  Tbrchloribe  of  Antimony  and  Sal-ammoniac— 
A  solution  of  285*2  parts  (1  At.)  of  terehloride  of  antimony  and  106*8 
parts  (2  At.)  of  sal-am moniao,  yields  doable  six-sided  pyramids.  (Jaoqne* 
lain,  Ann.  Chim,  Phys,  66,  128.) — Antimonie  oxide  dissolves  in  a  cold 
solution  of  sal-ammoniac.  (Brett,  Phil.  Mag.  J.  10,  97.) 


CrfialUMtd. 

Or: 

2NHKJ1  .... 

....  106-8    ....    31*23 

2NH*  

36     ....     10*53 

8bCl»  

....  235-2     ....     68-77 

8b    

..     129     ....    37*72     ....    37*5 

5Cl  

..     177     ...    51-75     .. 

..     50-8 

2NUK:i,SbCl'  342*0     ....  10000  342     ....  10000 

If  Aocording  to  Poggiale  (Compt  rend.  20,  1180,  also  Ann.  Fharm, 
56,  243),  when  terehloride  of  antimony  is  poured  into  a  solution  of 
sal-ammoniac,  a  slight  cloudiness  only  is  produced,  and  the  mixture  yields, 
on  gentle  evaporation,  rectangular  prisms  composed  of  3NH*Cl  +  SbCl*4- 
SAq. — On  further  evaporating  the  mother-liquid,  cubes  or  pyramidal 
cubes  are  deposited,  the  formula  of  which  is  2NHMI!l+SbCP  +  2Aa. — 
Both  these  compounds  are  colourless  and  transparent,  but  become  yeliow 
and  opaque  on  exposure  to  the  air;  moreover,  they  are  decomposed  by  % 
large  quantity  of  water.  IT 


Antimony  and  Potassium. 

A.  Antimonide  of  Potassium. — 1.  Four  parts  of  powdered  antimony 
combine  readily  with  1  part  of  potassium,  the  union  being  attended  with 
incandescence.  (Gay-Lussao  &  Thenard.) — 2.  The  same  compound,  con- 
taining about  5  per  cent,  of  potassium,  is  formed  by  heating  a  mixture  <^ 
equal  parts  of  antimony  or  roasted  sulphide  of  antimony,  and  cream  of 
tartar,  to  strong  redness  in  a  covered  crucible  for  about  two  hours. 
(Vauqnelin.) — 3.  By  igniting  a  mixture  of  12  parts  of  antimony  with 
10  parts  of  carbonate  of  potash  and  2  parts  of  charcoal.  With  a  larg^ 
proportion  of  charcoal,  a  black  pyrophoric  mass  is  produced.  (Serullas.) 
— 4.  Tartar-emetic  which  has  been  first  roasted  in  the  air  till  it  has 
appeared  incandescent,  and  then  been  powdered,  is  ignited  alone,^-or  un- 
roasted  tartar-emetic  is  ignited  with  y\^  its  weight  of  nitre.  The  alloy 
in  this  case  is  very  rich  in  potassium ;  when  unroasted  tartar-emetic  is 
ignited  by  itself,  it  yields  a  black  pyrophoric  mass.  (Serullas.) — The 
alloy  must  be  preserved  in  well-closed  bottles  under  rock-oil. — Greyish- 
white,  soft,  brittle,  having  a  fine-grained  fracture ;  rather  fusible.  The 
compound  obtained  by  method  (4)  contains  a  larger  amount  of  potassium; 
it  may  be  beaten  out  in  laminss,  and  gives  off  numerous  sparks  under  the 
hammer. — Oxidizes  rapidly  in  the  air,  and,  when  in  powder,  disengages 
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aa  mach  keftt  tbut  ifc  seis  fire  to  paper. — Under  water  it  rapidly  evolves 
bjrdrogen  gaa. — When  the  aQtimony  oontaine  arsenic,  the  hjdrogea  m 
mixed  with  arseniuretted  hydrogen  gas.— The  eompound  richer  in  potas- 
sium revolves  rapidly  when  placed  on  mercury  moistened  with  water 
(L,  381;  Gay-Lussao  &  Thtnard;  Vauquelin,-  Ann.  Chim,  Phya,  7,  32; 
Serullas,  J.  Pkys,  91,  123.) 

B.  Compound  op  Antimonic  Oxipe  with  Potash.-^ When  ozy- 
ohloride  of  antimony  is  digested  with  solution  of  potash,  it  is  converted 
into  a  greyislnwhite  granular  powder,  which  is  but  sparingly  soluble  tn 
water;  the  supernatant  liquid  contains  a  small  quantity  of  antimonio 
oxide.  The  powder  is  slightly  dissolved  by  the  potash  on  boiling,  and  se* 
paratee  again  as  the  liquid  oools  (Berselius)  [in  small,  brilliant,  colourless 
and  transparent  crystads]. — Pure  antimonic  oxide  yields  the  same  com* 
pound  with  solution  of  potash.  After  repeated  washing,  whereby  potash 
is  separated*  it  still  contains  6 '36  per  cent,  of  poitash  to  ^'65  of  anti* 
monio  oxide ;  after  this  it  does  not  give  np  any  more  potash  to  boiling 
water,  but  dissolves  without  decomposition  in  425  parts  of  hot  water. 
(Brandos,  Schm.  62,  199.)-— This  compound  dissolves  less  abundantly  in 
strong  than  in  dilute  canstio  potash.  The  solution  is  rapidly  converted 
in  the  air  into  a  solution  of  carbonate  of  potash,  while  antimonite  of 
potash  crystalliiea  out.  When  ignited  with  carbonate  of  potash,  the 
antimonic  oxide  expels  the  carbonic  acid,  and  if  in  excess,  forms  an  easily 
fusible  compound ;  with  an  excess  of  carbonate  of  potash,  on  the  coBtrary, 
the  mass  is  less  fusible,  and  is  resoHed  into  metallic  antimony  and  anti* 
monite  of  potash.  (Liebig.) — The  zeoently  precipitated  oxicte  dissolves 
abundantly  in  aqueous  solution  of  potarii,  and  in  still  larger  proportion  in 
carbonate  of  potash;  but  if  it  be  treated  with  a  quantity  of  potash 
smaller  than  that  whiiA  is  required  for  solution,  a  small  portion  only  is 
taken  up ;  after  prokmged  washing  with  water,  the  oxide  retains  only 
1  per  cent,  of  potash.  When  antimonic  oxide  is  fused  with  carbonate  of 
potash,  and  the  resulting  mass  is  exhansted  with  water,  the  antimonic 
oxide  which  remains  undissolved,  retains  a  somewhat  larger  quantity, 
but  not  in  any  simple  stoichiomcetrioal  proportion*  (H.  Ruse  &  Varren- 
trapp,  Fogg.  417,  326.) 


G.  Antimonite  of  Potash. — a.  Mono-antimanite. — Prepared  by  fusing 
antimonious  acid  with  excess  of  hydrate  or  carbonate  of  potash,  removing 
the  excess  of  alkali  with  cold  water,  and  then  treating  the  residue  with 
boiling  water.  The  latter  solution  does  not  crystallize  on  evaporation, 
but  dries  up  to  a  yellowish  saline  mass,  which  has  an  alkaline  and 
metallic  taste,  and  is  perfectly  soluble  in  water  (very  sparingly  in  water 
containing  potash).  The  solution,  when  treated  with  carbonic  acid,  even 
in  small  quantity,  deposits  the  salt  h, 

h.  Bi-antimonite,-— White  powder,  from  which  stronger  acids  extract 
the  whole  of  the  potash.  (Berzelins.) 

At.  a.  Berzelius. 

KG 1       ....      47-2      ....      22-67        2337 

BbO*    1       ....     161-0      ....       77-33        76-63 

KO,SbO<   1       ....     208-2       ....     10000        10000 

At.  b,  according  to  Berzelius. 

KO 1       ....        47-2      ....       12-78 

8bO<  2      ....       322-0      ....    -87-22 


KO,2SbO* I      ....      369-2      ....     10000 
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IT  Fremj  (Ann,  Chim.  Phys,  3, 12,  498)  denies  tbe  existenoe  of  tlieee 
salts,  and  regards  the  mass  obtained  bj  fosinff  the  so-called  antimonious 
acid  with  potash,  as  antimoniate  of  potash,  mixed  more  or  less  with  the 
compound  of  antimonio  oxide  and  potash.  ^ 

D.  AyriMONiATB  OP  Potash. — IT  a.  Bibaaie  Aniifni(mUUe, — Fremy's 
NeiUral  Meta-antimoniaU, — 2KO,SbO*.  When  a  mixture  of  1  part  of 
antimonic  acid  and  3  parts  of  potash  is  fused  in  a  silver  crucible,  a  mass 
is  obtained,  which  is  completely  soluble  in  water  containing  potash ;  and 
the  solution,  on  being  slowly  evaporated,  deposits  rounded  crystals  of  this 
salt.  The  crystals  are  purified  with  difficulty,  because  water  decomposes 
them;  they  are  very  deliquescent.  According  to  Fremy,  the  proportion  be- 
tween the  base  and  the  acid  is  (1)  as  1  :  1*729;  (2)  as  1 :  1*63;  the  proportion 
calculated  from  the  formula  is  as  1  :  1*78.  Hence  it  may  be  considered 
bibasic.  When  the  salt  is  boiled  for  some  time  with  water,  and  the 
solution  evaporated,  gummy  antimoniate  of  potash,  h,  7,  is  deposited  after 
a  short  time,  and  free  potash  found  in  the  liquid.  But  if  the  salt  is 
treated  with  cold  water,  it  is  resolved  into  free  potash,,  and  sparingly 
soluble,  granular  antimoniate,  or  acid  meta-antimoniate  of  potash^  6,  Jl 
(E.  Fremy.  N.  Ann.  Chim.  Fkys.  12;  502;  23,  408.) 

b.  Monobagic  antimonicUe. — a.  Jdottohydrate. — ^Obtained  by  exposing 
the  hydrate  with  7  atoms  of  water  to  a  temperature  of  200°. 

p.  TerhydrcUe. — ^Formed  when  the  pentahydrate  is  heated  to  160°  for 
several  hours.  Perfectly  insoluble  in  cold  water;  by  long  continued 
boiling  with  water,  it  recombines  with  2  atoms  of  water,  and  is  recon- 
verted into  the  gummy  pentahydrate.  IT 

y,  Pentahydrate. — This  salt  is  obtained  by  detonating  a  mixture  of 
1  part  of  antimony  or  sulphide  of  antimony  with  6  parts  of  nitre,  and 
washing  the  resulting  mass  with  cold  water;  after  this,  boiling  water 
extracts  the  salt.  When  the  solution — ^which  is  colourless  and  has  a  faintly 
metallic  but  not  alkaline  taste,  and  a  scarcely  perceptible  alkaline  reac- 
tion— is  evaporated  to  the  consistence  of  honey,  it  becomes  covered  with 
a  film  consisting  of  small  crystalline  grains,  and  on  cooling  solidifies  to  a 
white  saline  mass;  if  the  evaporation  be  continued,  it  dries  up  to  a 
transparent  fissured  mass,  which  has  a  honey-yellow  colour,  but  when 
perfectly  diy,  appears  white  and  opaque.  The  dry  salt  dissolves  slowly 
in  cold  but  readily  in  hot  water.  From  the  hot  solution,  carbonic  acid  and 
the  stronger  acids,  when  not  added  in  excess,  precipitate  the  salt  c. 
(Berzelius.)  Hydrosulphurio  acid  gas  passed  through  the  aqueous 
solution  precipitates  f  of  the  antimonic  acid  in  the  form  of  pentasul- 
phide  of  antimony,  while  the  compound  3KS,SbS'  remains  dissolved. 
(Rammelsberg.) 

Anhydroui.  Berzelius. 

KO    47*2       ....      21*83        20*8 

SbQS 169*0      ....      78*17        79*2 

KO,SbO« 216-2      ....     10000        ZZ       100*0 

Crytialline  gratnt.  Rammelsberg. 

KO 47*2      ....       18*07  17*29 

SbO«   169*0      ....      64*70  66*15 

5HO    45*0      ....       17-23  17*17 


+  5Aq 261*2       ....     100*00        100*61 

^  According  to   Fremy,    the    aqueous    solution    above  mentioned, 
contains  a  mixture  of  different  salts,  but  chiefiy  the  gummy  and  the 
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inflolttble  raiietj.  The  pentahydiate  is  solable  in  water;  gives  pre- 
cipitates with  several  solable  salts,  e.  g.,  with  cbloride  of  ammonium; 
ibe  solution  dissolves  the  insoluble  anhydrous  salt  with  facility,  and 
the  liquid  is  then  precipitated  by  all  the  soluble  salts,  including  those 
of  potash. 

^.  With  7  Atoms  of  Water. — Fremy's  Acid  Metorantimoniate. — This 
salt,  according  to  Fremy,  is  the  best  adapted  for  precipitating  soda,  and 
is  prepared  in  the  following  manner : — a  mixture  of  1  part  of  antimony 
and  4  parts  of  nitre  is  heated  to  redness  in  an  earthen  crucible,  whereby 
insoluble  anhydrous  antimoniate  of  potash  is  formed ;  the  mass  is  then 
washed  with  cold  water  to  separate  the  nitrite  and  nitrate  of  potash,  and 
boiled  with  water  for  two  or  three  hours  to  convert  it  into  the  gummy, 
soluble  antimoniate,  the  water  being  replaced  as  it  evaporates.  The 
mass  is  hereby  nearly  all  dissolved,  a  small  quantity  only  of  biantimo- 
niate  of  potash  being  separated.  The  liquid  is  then  rendered  strongly 
alkaline  by  the  addition  of  alcoholic  solution  of  potash,  and  evaporated 
till  a  few  drops  taken  out  crystallize  on  cooling.  The  evaporation  is 
then  stopped,  whereupon  the  meta-antimoniate  separates  in  abundance ; 
the  alkaline  liquid  is  afterwards  decanted,  and  the  salt  dried  on  plates  of 
baked  porcelain.  The  salt  invariably  contains  an  excess  of  alkali;  hence 
it  should  always  be  washed  two  or  three  times  with  water  before  use; 
and  since  it  is  decomposed  by  long  contact  with  water — first  passing 
into  the  gummy  variety,  and  then  depositing  insoluble  bi-antimoniate — it 
shoidd  be  preserved  in  the  dry  state,  and  dissolved  just  before  use.  This 
salt  is  characterized  by  giving  an  instantaneous  crystalline  precipitate 
with  salts  of  soda,  and  not  affecting  the  dilute  solution  of  an  ammoniacal 
salt.  (Fremy.)  H 

Fremy. 
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KO,8bO*+7Aq.       279*2      ....     100*00        99*2      ....     100*0 

c.  £i-antitnoniate, — Antimonium  diaphoreticum  ablutum,  Cenusa  Anii- 
moniiy  CcUx  Antimonii  fUba. — 1.  Prepared  by  mixing  antimony  or  sulphide 
of  antimony  with  excess  of  nitre,  and  projecting  the  mixture  into  a  red  hot 
crucible  by  small  portions  at  a  time ;  igniting  the  mass  for  some  time 
after  the  detonation  has  ceased ;  and  then  exhausting  with  water,  which 
removes  nitrate,  nitrite,  and  mono-antimoniate  of  potash  (and  likewise 
sulphate,  when  sulphide  of  antimony  has  been  used,  and  arseniate  of 
potash  if  any  arsenic  were  present),  and  leaves  the  salt  6. — As  thus 
obtained,  it  is  contaminated  with  the  oxides  of  lead,  iron,  and  copper, 
when  these  metals  are  present  in  the  antimony  used ;  and  also  witii  a 
quantity  of  the  compound  of  antimonio  oxide  and  potash,  (separable  by 
acetic  acid),  the  amount  of  which  is  greater,  the  smaller  the  proportion  of 
nitre  in  the  mixture,  and  the  shorter  the  time  of  ignition.  (0.  Figuier.) — 
2.  A  mixture  of  1  part  of  antimony  purified  by  Liebig's  method  (p.  320) 
with  3  parts  of  nitre  is  detonated ;  the  crucible  kept  at  a  red  heat  for  an 
hour  and  a  half ;  the  mass  when  cold  reduced  to  powder  and  diffused  in 
4  parts  of  water;  the  clear  liquid  decanted;  the  residue  boiled  with 
3  or  4  parts  of  water;  the  insoluble  portion,  which  consists  of  impure 
salt  b,  washed  with  boiling  water;  and  the  resulting  solutions,  which 
contain  the  salt  a,   treated  with  a  current  of  carbonic  acid  gas :   an 
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additional  qvaBtiir  of  tlie  mMh  is  tkes  obiaiaed^  perfddJj  pare  and  whka. 
(0.  Figttier,  J.  Fkarm,  35^  92 ;  also  Ann.  Fharm.  dO»  23a.) — Inatead  of 
carbonie  acid,  aoetie  acid  nay  bo  aaed,  the  acid  being  added  in  such 
quantitj  that  tbe  solution  may  still  bare  a  feeUy  alkaline  reaetion 
(Buchner) ;  with  the  slightest  excess  of  acetic  acid,  the  antimonic  acid 
is  precipitated  neariy  free  from  potash.  (FignierA — ^Tbe  preparation  of 
the  Fharm.  Bor. — wkieh  rec<»ttmettdB  boiling  the  mass  obtained  bj 
igniting  the  mixture  of  antimony  and  nitre  with  water  and  exeeas  ol 
solpharic  acid — is  mtmkv  hydrate  of  antimonic  acid. — ^Moiaoyer,  bj 
boiling  antimonic  acid  to  dryness  with  a  large  excess  of  solution  of  potash, 
and  igniting,  a  mass  is  obtained  which  leares  a  small  quantity  of  bi-antk- 
raoniate  of  potash  nndissoiredy  on  treating  it  with  boiling  water,  (Buchner, 
Repert,  66,  168.)  When  antimonic  aoid  is  boiled  with  eolation  of  potai^ 
it  combines  with  a  portion  of  the  potash,  bat  does  not  dissoWe  eom- 
pletely,  e^en  with  a  large  excess  of  potash  and  water.  (H.  Bose^ 
AfuA,  Chan.) — ^White  powder. 

Mjmiitd.  Bendios. 

KG    47-2      ....       12-26        10-2 

28bO«   3380      ..^      87*74        8^8 

KO,28bO»  ....      Sm      ....     100-«0        ZZ      1000 

UnifpdUd,  Goibovrt. 

KO   „ 47*2      ....      10*75  10*97 

28bO»  3380      ....       76*90  76*73 

OHO 540      ....       12*29  12-8a 

+  6Aq 439*2      ....     10000         ZZ       100*00 

E.  SuLPHANTiMONiTB  OP  PoTAssiUM. — Liver  of  AfitinMnf,  Hfpar 
Antimonii, — Protosulphide  of  potassium  may  be  fused  in  all  propor- 
tions with  tersulphide  of  antimony.  These  compounds  may  be  obtained 
by  igniting  sesquisulphide  of  antimony  with  sulphate  of  potash  and 
charcoal,  or  with  carbonate*of  potash  and  charcoal — eg»y  the  slag  formed  in 
the  preparation  of  antimony  with  black  flux  (p.  318,  2),— or  simply  with 
carbonate  of  potash,  whereby  the  compound  of  antimonio  oxide  and 
potash  (or  if  the  sulphide  of  antimony  predominates,  oxy-sulphide  of 
antimony,)  is  produced  at  the  same  time.  (Ftrf.  p.  375.) 

a.  A  mixtnre  of  177  parts  (1  At.)  of  grey .  sulphide  of  antimony, 
with  485  parts  (about  9  At.)  of  protosulphide  of  potassium,  yields  by 
fusion,  a  liver  of  antimony,  which,  after  being  poured  out  of  the  crucible, 
flies  in  pieces  on  cooling;  it  also  yields  a  greyish-yellow  powder.  (Kohl.) 

ft.  By  treating  sulphide  of  antimony  with  excess  of  carbonate  of 
potash,_a  componnd  of  1  atom  of  tersulphide  of  antimony  with  2  atoms 
of  protosulphide  of  potassium  is  formed,  besides  the  componnd  of  anti^ 
monic  oxide  and  potash.  (Berzelius.) 

7(K0>C0«)  +  5SbS»  «  3(2KS,  SbS»)  +  KO,  2SbO»  +  7C0«. 

c.  By  fusing  3  parts  of  carbonate  <^  potash  with  8  parts  ef  sulphide 
of  antimony,  a  eomponnd  is  produced,  containing  1  atom  ol  tersnlphide 
of  antimony  with  1  atom  of  protosulphide  of  potaaeiam,  hariiig  the  form 
of  a  Mrer-brewn,  easily  fusibls  mass.  (Benelius.) 

7CKO,CO«)  +  8SbS»  =  6(KS,8bS»)  +  KO,2SbO>  +  7CO». 

d.  One  part  of  carbonate  of  potash  yields  with  16  parts  <rf  sulphide 
of  antimony  a  sted-grey,  brittle  mass,  having  a  oonchoidal,  non-ofystal- 
line,  metallie-shining  fraotore,  and  yielding  a  dark-brown  powder.  (Ber- 
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zelias.^ — In  this  case,  besides  Reguliu  antvtiMnii  medicinalis  (p.  959), 
there  is  also  formed  a  compound  of  sulphide  of  potassium  with  a  large 
excess  of  sulphide  of  antimony. 

All  livers  of  antimony  are  brown,  fuse  easily,  and  when  poured  on  a 
flat  surface,  contract  strongly,  decrepitating  and  flying  asunder  as  they 
cool,  ( Vid,  Marx,  Schw,  59,  251.)— When  they  are  strongly  ignited  out  of 
contact  of  air,  metallic  antimony  is  separated,  and  the  liver  of  antimony 
is  partly  converted  into  a  compound  of  protosulphide  of  potassium  with 
pentasulphide  of  antimony,  so  that,  on  dissolving  the  mass  in  water  and 
treating  it  with  an  acid,  kermes  is  precipitated  at  first,  and  then  the 
lighter-coloured  pentasulphide  of  antimony.  (H.  Rose.) — When  ignited 
in  the  air,  they  burn  with  formation  of  white  fumes.  They  colour  the 
skin  brown  (from  containing  crocus  antimcmitS,  rapidly  attract  moisture 
from  the  air,  and  are  resolved  by  water  into  soluble  sulphide  of  potassium 
(which  then  dissolves  a  portion  of  the  sulphide  of  antimony),  and  an 
insoluble  residue  of  sulphide  of  antimony,  mixed  either  with  oxy-sulphide 
of  antimony,  or  the  compound  of  antimonic  oxide  and  potash.  According 
to  Kohl,  the  compound  a,  which  is  rich  in  sulphide  of  potassium,  is  the 
only  variety  which  dissolves  almost  completely. 

Solution   of  SnlphantimonUe    of   Potamttmj   or  HydromtphaU  of 
Antimonic  Oxide  and  Fota$h. — 1.  Obtained  by  dissolving  liver  of  anti- 
mony in  water. — 2.  By  dissolving  sulphide  of  antimony  or  antimonic  oxide 
in  solution  of  hydrosulphate  of  potash. — If  bihydrosulphate  of  potash  is 
used,  hydrosulphuric  acid  gas  is  evolved;  1  At.  of  the  hydrosulphate 
does  not  dissolve  so  much  as  ^  At.  of  sulphide  of  antimony.  (Berzelius.) 
By  saturating  a  hot  aqueous  solution  of  hydrosulphate  of  potash  with 
kermes,  a  compound  of  177  parts  (1  At.)  of  sulphide  of  antimony  with 
485  parts  (9  At.)  of  protosulphide  of  potassium  remains  dissolved  after 
cooling.  (Kohl.) — 3.  By  dissolving  sulphide  of  antimony  in  boiling  solu- 
tion of  potash.     The  compound  of  antimonic  oxide  and  potash  is  hereby 
formed  at  the  same  time.   (p.  375.) — The  more   concentrated  and  the 
hotter  the  alkaline  solution,  the  greater  is  the  quantity  of  sulphide  of 
antimony  dissolved;  and  on  diluting  or  cooling  the  liquid,  a  portion  of 
the  sulphide  is  precipitated,  and  sometimes  forms  a  gelatinous  mass.     An 
excess  of  free  potash,   however,  prevents  the  precipitation  on  cooling. 
(Berzelius.) — The  solution  when  exposed  to  the  air,  deposits  kermes,  and 
is  partially  converted  into  a  solution  of  sulphantimoniate  of  potassium. 
(Berzelius.)     [The  deposition  of  kennes  is  caused  by  the  carbonic  acid 
in  the  air;  the  formation  of  the  sulphantimoniate  of  potassium  arises 
from  a  portion  of  the  potassium  being  oxidized  by  the  air,  and  the 
sulphur,  hitherto  combined  with  it,  passing  over  to  the  tersulphide  of 
antimony.] 

When  the  slightly  yellow  solution  of  the  liver  of  antimony  (a)  in 
water,  or  of  kermes  in  aqueous  sulphide  of  potassium,  is  evaporated  to  a 
syrupy  consistence,  it  yields  colourless  and  transparent  rhombic  laminae, 
and  flattened  needles,  arranged  in  stellated  masses,  which  may  be  dried  by 
exposure  to  gentle  heat  in  a  vessel  containing  chloride  of  calcium.  The 
crystals  have  a  nauseous,  bitter,  alkaline,  and  hepatic  taste;  when  strongly 
heated  they  lose  water,  and  become  opaque,  and  are  converted  into 
brown  liver  of  antimony,  which  redissolves  in  water,  merely  producing 
a  slight  turbidity  in  the  liquid. — They  dissolve  in  hydrochloric  acid, 
foiming  a  nearly  transparent  liquid.  With  water,  they  yield  a  colourless 
solution,  which  is  decomposed  by  acids  including  the  carbonic,  and  also 
by  bicarbonate  of  ammonia^  potash,  or  soda^  hydrosulphuric  acid  being 
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set  free,  and  yellowish-red  sulphide  of  antimonj  precipitated ;  monocar- 
bonate  of  potash  or  soda,  on  the  contrary,  produces  a  precipitate  of  the 
colour  of  kermes.  Even  by  exposure  to  the  air,  amorphous  sulphide  of 
antimony  is  precipitated.  By  boiling  the  solution  with  an  additional 
quantity  of  kermes,  so  large  a  portion  is  taken  up,  that  the  liquid  soli- 
aifies  in  a  brown  magma  on  cooling.  Absolute  alcohol  does  not  dissolve 
the  crystals,  but  precipitates  a  portion  of  the  salt  in  oily  drops  from  the 
aqueous  solution ;  hydrated  alcohol  dissolves  a  quantity  proportional  to 
the  amount  of  water  which  it  contains.  (Kohl,  iv.  Br,  Arch,  17,  259.)— 
It  yet  remains  to  be  determined  whether  these  crystals  are  not  hydrated 
aulphantiraoniate  of  potassium. 

F.  SuLPHANTiMONiATE  OF  PoTAssiUM. — This  compouud  is  likewise 
a  kind  of  Liver  of  Antiirumy. — 1.  It  is  prepared  by  a  method  similar  to 
that  used  in  the  preparation  of  sulphantimonite  of  potassium,  but  with 
the  addition  of  a  sufficient  quantity  of  sulphur,  previous  to  fusion. — 
2.  By  fusing  tersulphide  of  antimony  with  a  mixture  of  bisulphate  of 
potash  and  charcoal. — 3.  Or  by  fusing  the  same  compound  with  tersul- 
phide, tetrasulphide,  or  pentasulphide  of  potassium. — 4.  By  exposing 
sulphantimonite  of  potassium  to  a  strong  red  heat,  whereby  antimony  is 
reduced. — Resembles  the  preceding  compound  in  its  physical  properties 
and  chemical  relations ;  but  its  aqueous  solution  does  not  deposit  penta- 
sulphide of  antimony,  but  only  the  tersulphide  that  may  happen  still  to 
be  mixed  with  it. 

Hydrated  SulphantimoniaU  of  Potasnum  or  Hydrotvlphate  of  Anti- 
manic  Acid  and  Potash, — 1.  Prepared  by  boiling  a  mixture  of  11  parts 
of  purified  grey  sulphide  of  antimony  with  6  parts  of  carbonate  of  pot- 
ash, 1  part  of  flowers  of  sulphur,  3  parts  of  burnt  but  afterwards 
slaked  lime,  and  20  parts  of  water,  for  two  hours,— or  by  leaving  the 
mixture  at  ordinary  temperatures  in  a  covered  vessel  for  24  hours,  stirring 
frequently,  then  filtering,  washing  the  residue,  evaporating  the  filtrate, 
and,  lastly,  setting  it  aside  to  cool.  (Liebig,  Handworterh,  1,  434.) — 
2.  By  fusing  a  mixture  of  bisulphate  of  potash,  grey  sulphide  of  anti- 
mony and  charcoal,  as  in  the  preparation  of  the  pure  pentasulphide, 
(p.  355,  /3)  then  boiling  the  powdered  mass  with  water  and  sulphur,  and 
evaporating  the  filtrate  to  a  thin  syrupy  consistence.  (Geiger,  Mag, 
Pkarm,  29,  236.) — 3.  By  fusing  a  mixture  of  monosulphate  of  potash, 
grey  sulphide  of  antimony,  charcoal,  and  sulphur,  dissolving  the  resulting 
mass  in  water,  and  filtering  the  liquid.  The  product  thus  obtained  is 
less  than  by  method  (1).  (Rammelsberg.) — 4.  By  boiling  sulphantimonite 
of  potassium  with  water  and  sulphur.  The  solution  when  sufficiently 
evaporated,  yields,  on  standing,  colourless  granular,  deliquescent  crystals ; 
but  if  the  evaporation  be  carried  too  far,  a  radiated  mass  is  obtained. 
(Geiger.)  The  crystals  are  yellowish,  and  fuse  when  heated,  giving  off 
water  and  leaving  a  brown  mass.  They  deliquesce  rapidly  in  the  air, 
and^become  covered  with  kermes.  (Rammelsberg.) 

Cryttallized,  Rammelsbei^. 

3KS    165-6      ....      36-35  36-679 

SbS*    209-0       ....       45-87  45167 

9HO   81-0      ....       17-78  18-154 

3KS,SbS*  +  9Aq.       455-6       ....     10000        100000 

When  pentasulphide  of  antimony  is  dissolved  in  moderately  strong 
solution  of  potash,  and  after  dilution  with  water,  precipitated  by  carbonate 
of  ammonia  or  bicarbonate  of  potash,  a  kermes-colourcd  precipitate  is 
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formed,  which,  after  prolonged  washing  and  drying  at  100°,  contains 
potassium  3*06,  antimony  55*40,  and  sulphur  39*45  (loss  2*09)  per  cent. 
(Rammelsherg.)  This  nearly  corresponds  to  KS,6SbS^  but  the  analysis 
giyes  rather  too  much  sulphur. 

G.  Compound  op  Sulphantimoniatb  op  Potassium  with  Anti- 
MONiATE  OP  Potash. — Pentasulphide  of  antimony  dissolves  in  mode- 
rately concentrated  solution  of  potash,  with  separation  of  a  heavy  white 
powder,  consisting  of  bi-antimoniate  of  potash;  the  filtrate  yields,  on 
evaporation,  long  colourless  needles,  which,  when  exposed  to  the  air,  do 
not  deliquesce,  out  acquire  a  brown  coating.  This  salt  is  likewise  pro- 
duced >  by  boiling  tersulphide  of  antimony  with  sulphur,  carbonate  of 
potash,  lime,  and  water.  At  a  temperature  a  little  above  100°,  the  salt 
loses  its  water  of  crystallization,  turns  yellow,  and  fuses  to  a  reddish- 
brown  mass,  which  becomes  orange-yellow  when  cold.  Acids  precipitate 
from  it  a  mixture  of  pentasulphide  of  antimony  and  antimonic  acid  or 
bi-antimoniate  of  potash,  a  small  quantity  of  hydrosulphuric  acid  gas 
being  at  the  same  time  evolved.  Cold  water  dissolves  it  but  partially, 
leaving  a  white  powder  of  mono-antimoniate  of  potash ;  boiling  water, 
on  the  contrary,  dissolves  it  completely.  If  the  antimonic  acid  be  sepa- 
rated from  the  latter  solution  by  chloride  of  barium,  the  filtrate  evolves 
hydrosulphuric  acid  gas  on  the  addition  of  acids,  and  gives  a  precipitate 
of  pure  pentasulphide  of  antimony.  (Rammelsherg.) 


CryitalHzed. 

Rammelsberg. 

4K 

156*8 

•  ••• 

23-03 

22-60 

2Sb   

258*0 
1280 

•  ••• 

•  ••• 

37-90 
18-80 

37*80 

8S 

18*20 

60 

480 

•  ••• 

7-05 

■  •  ■ 

lOHO    

900 

•  ••• 

13-22 

13*30 

3K8,SbS»  +  KO,SbO*  + 

lOAq. 

680*8 

•  ••• 

10000 

Or: 

OaO       .... 

165-6 

•  ••* 

24-32 

SbSs    .... 

209  0 

•  •■• 

30*70 

KG 

47-2 

•  ••• 

6-93 

SbO*  .... 

1690 

•  at* 

24*83 

lOHC... 

900 

•  •>• 

13-22 

680*8 

•  ••• 

....       10000 

H.  Chloride  op  Antimony  and  Potassium. — a.  With  2  Atoms 
of  Chloride  of  Potassium, — The  aqueous  solution  of  a  mixture  of  2  atoms 
of  chloride  of  potassium  and  1  atom  of  terchloride  of  antimony,  yields 
oblique  rhombic  prisms.  (Jacquelain,  Ann,  Chim.  Phys,  66,  128.) 

Calculation.  Jacqaelain.  Or : 

2K 78-4     ....     20*39       ....       20*2  2Ka 149*2     ....     38*81 

Sb  1290     ....     33*56       ....       32*8  SbCl'    ....  235*2     ....     61*19 

5C1 177*0     ....     4605       ....       463 

2KCl,SbCP  ....  384-4     ....  10000       Z.       99^3  384*4     ....  10000 

IT  h.  With  3  Atoms  of  Cidoride  of  Poto*«t«m.— 3KCl-fSbCR  — 
Crystallizes  in  laminse.  Deliquescent;  decomposed  by  boiling  water. 
(Poggiale,  Compt.  rend,  20,  1180.)  IT. 
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ANTnfONT  AND  SODIlTll. 


A.  Antimonide  op  Sodium. — a.  Four  parts  of  powdered  antimony 
combine  with  one  part  of  sodium  at  a  temperature  just  above  the  meltiog 
point  of  antimony,  the  act  of  combination  being  attended  with  incan- 
descence.—  Very  brittle  alloy,  resembling  beli-metal  in^  its  fracture, 
rapidly  decomposed  in  the  air,  and  effervescing  strongly  with  water  and 
aqueous  acids.  (Gray-Lussac  &  Th6nard.) 

h.  When  antimony  is  strongly  ignited  with  an  equal^  weight  of 
tartrate  of  soda  in  a  covered  crucible  for  some  hours,  the  result  is  a  greyish 
black  mass,  which  takes  fire  in  the  air  and  is  decomposed  by  water.  A 
mixture  of  antimony  and  soap,  or  of  8  parts  of  antimonv  with  4  parts  of 
carbonate  of  soda  and  1  part  of  charcoal,  likewise  yielas  a  similar  alloy. 
(SeruUas.) 

B.  Compound  op  Antimonic  Oxide  and  Soda. — When  1  atom  of 
antimonic  oxide  is  fused  with  excess  of  carbonate  of  soda,  1  atom 
of  carbonic  acid  is  expelled:  consequently  the  resulting  compound  is 
NaO,SbO'.  (Mitscherlich.)  The  greater  part  of  the  soda  is  extracted  by 
water.  (Mitscherlich,  H.  Rose.)  A  solution  of  antimonic  oxide  in  solution 
of  soda,  after  exposure  to  the  air  for  some  time,  deposits  crystals  of 
antimoniate  [antimonite  t]  of  soda.  (Mitscherlich.) 

C.  Antimonite  op  Soda. — Soluble  in  water.  (Berzelius.) 

D.  Antimoniate  op  Soda. — %  a,  MonohydraU, — Fremy's  Aeid 
Meta-antimoniate. — NaO,HO,SbO'. — Obtained  by  heating  the  salt  5  to 
between  180°  and  200°.  If — b.  With  7  atoms  of  water, — When  an 
aqueous  solution  of  antimoniate  of  soda  is  supersaturated  with  caustic  soda, 
this  salt  often  separates  in  short,  tabular,  perpendicularly  truncated  square 
prisms.  If  the  liquid  also  contains  the  compound  of  antimonic  oxide  and 
soda,  that  compound  remains  dissolved.  (Mitscherlich.)'^.  Antimoniate 
of  soda  is  nearly  insoluble  in  water.  Hence  a  solution  of  antimoniate  of 
potash  added  to  a  soda-salt  gives,  after  some  time,  a  crystalline  antimo- 
niate of  soda  free  from  potash.  The  solution  of  1  part  of  a  soda-salt  in 
350  parts  of  water  is  still  precipitated  in  this  manner,  and  even  when 
the  solution  contains  100  parts  of  carbonate  of  potash  to  1  part  of 
carbonate  of  soda;  but  in  a  larger  excess  of  oarbonate  of  potash,  the 
antimoniate  of  soda  is  slightly  soluble.  (Fremy,  Compt,  rend,  16,  187; 
also  iV.  J.  Pharm.  3,  97;  also  J,  pr.  Chem,  29,  86.)  Antimoniate  of 
soda  is  but  very  sparingly  soluble  in  boiling  water,  and  separates  from  the 
solution,  on  cooling,  in  brilliant,  colourless,  and  transparent  crystalline 
grains.  (Gmelin.) 

IT  According  to  Fremy,  salts  of  soda  are  precipitated  slowly,  and 
frequently  in  rather  large  crystals,  by  the  gummy  pentabydrated  anti- 
moniate of  potash,  and  immediately  by  the  acid  meta-antimoniate.  In 
the  former  case,  however,  the  antimoniate  of  soda  is  always  more  or  less 
mixed  with  the  floccnlent  precipitate  which  the  insoluble  antimoniate  of 
potash  gives  with  soluble  salts.  In  testing  for  soda  in  organic  salts,  it 
is  necessary  first  to  convert  them  into  carbonates,  chlorides,  or  sulphates, 
— because  antimoniate  of  potash  often  gives  a  floccnlent  precipitate 
with  organic  salts   of  potash  after  standing.     The  addition  of  alcohol 
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Mnden  the  prempitatiMi  of  the  antimoniate  of  soda  complete,  Imt  it  is 
neeesaarj  to  wash  afterwards  with  water,  to  remoTO  the  other  salts 
which  are  thrown  down  at  the  same  time. 

Calcoloiion.  Fremy. 

NaO 31-2     ....       ll-se  12*0 

SbO» l«9-0     ....       64-21  64-8 

7HO 63-0    ....       23-93  24-0 

NaO,8bO»+7Aq 263*2     ....     100-00     100*3  t 

Before  the  blowpipe,  either  of  the  three  oxides  of  antimon  j  gives  with 
tarbofutte  of  $oda,  a  glass  which  is  transparent  and  oolonrless  while  hot, 
Imt  white  and  opaque  when  cold.  (Berzelins.) 

£.  Barag  dissolves  a  lar^e  <|^uantitf  of  antimonions  acid  before  the 
blowpipe,  forming  a  glass  which  is  transparent  and  yellow  while  hot,  bnt 
which,  if  it  contains  a  large  excess  of  antimonions  acid,  becomes  grey  in 
the  inner  flame,  from  reduction  of  antimony.  (Berselins.) 

F.  Microeoimde  saU  likewise  dissolves  antimonions  acid,  producing  a 
dear  colourless  glass,  which  in  the  enter  flame  appears  yellowish  when 
hot,  and  turns  r^  if  ferric  oxide  be  present.  (Berielius.) 

G.  SuLPHANTiMONXTB  OF  SoDiUM. — ^Also  a  Zivtr  of  Antimmny, — 
a,  A  mixture  of  177  parts  (1  At.)  of  grey  sulphide  of  antimony  with 
^5  parts  (9  At.)  of  monosnlphide  of  sodium  and  between  15  and  17 
parts  of  metallic  antimony  yields,  by  fusion  at  a  gentle  heat,  a  liver- 
coloured  mass.  (Kohl.) — h.  A  mixture  of  15  parts  of  sulphide  of  antimony 
with  10  parts  of  fused  Glauber's  salt,  exposed  to  a  white  heat  in  a 
covered  charcoal  crucible,  yields,  besides  0*5  metallic  antimony,  only 
17  parts  (because  a  portion  of  the  compound  volatilises)  of  a  reddish- 
brown  dense  mass,  destitute  of  metallic  lustre,  but  having  a  brilliant 
fracture.  This  substance  deliquesces  in  the  air,  and  is  resolved  by 
boiling  water  into  insoluble  kermes  and  a  brown  solution.  (Berthier.) 

Solution  of  Sulphantimonite  of  Sodiwn  or  Hydrondpkate  ofAntimonic 
Oxide  and  Soda, — 177  parts  of  precipitated  tersulphide  of  antimony 
require  for  solution  Z55  parts  of  aqueous  sulphide  of  sodium.  The 
solution  is  prepared  by  boiling;  but  with  these  proportions,  no  sulphide  of 
antimony  separates  on  cooling.  (Kohl.)  The  solution  gives  a  brownish- 
red  precipitate  with  monocarbonate  of  potash  or  soda.  (H.  Rose.)  A 
solution  of  tersulphide  of  antimony  in  boiling  carbonate  of  soda  deposits^ 
after  long  exposure  to  the  air,  crystals  of  antimoniate  of  soda  contaminated 
with  kermes.  (Mitecherlichi) 

The  crystals  which  are  deposited  from  solutions  of  this  kind,  appear 
to  consist  of  hydrated  sulphantimoniate  of  sodium  (Scfalippe's  salt),  and  not 
of  hydrated  sulphantimonite  of  sodium.  Pagenstecher  {Reperi,  14,  112) 
ignited  a  mixture  of  2  parts  of  grey  sulphide  of  antimony  with  4  parts  of 
dry  sulphate  of  soda  and  1  part  of  charcoal ;  dissolved  the  resulting  mass 
in  15  parts  of  boiling  water;  and  obtained  crystals  by  cooling  or  on 
the  addition  of  alcohol.  These  colourless  and  transparent  crystals, 
however,  did  not  yield  any  kermes  on  the  addition  of  acids,  but  only  the 
golden  sulphide;  and  their  aqueous  solution  could  not  be  made  to  take  up 
an  additional  quantity  of  sulphur.  Kohl  {N",  Br,  Arch.  17,  263)  dissolved 
the  liver  of  antimony — obtained  by  fusing  together  at  a  gentle  heat, 
177  parts  of  tersulphide  of  antimony,  17  parts  of  metallic  antimony,  and 


384  ANTIMONY. 

355  parts  of  protosulphide  of  sodium  in  the  smallest  possible  quantity  of 
boiling  water,  at  the  same  time  adding  powdered  antimony,  and  left  the 
filtrate  to  crystallize  on  cooling.     Or,   again,  he  boiled  a  mixture  of 
177  parts  of  tersulphide  of  antimony,  prepared  in  the  wet  way,  with 
355  parts  of  protosulphide  of  sodium,  water,  and  a  small  quantity  of 
powdered  antimony.     By  these  means  he  obtained  pale  yellow,  regular 
tetrahedrons,  containing   20*9   per  cent    of  protosulphide  of  sodium, 
44'4  of  tersulphide  of  antimony,  and  34*7  of  water.    These  crystals,  when 
heated,  lost  water  and  left  a  yellowish-brown  residue.     They  dissolyed 
in  hot  concentrated  hydrochloric  acid,  with  the  exception  of  a  tnioe  of 
sulphur.     Their  aqueous  solution  took  up  a  large  quantity  of  kermes  at 
the  boiling  point,  and  again  deposited  it  on  cooling.     When  exposed  to 
the  air,  it  deposited  kermes  spontaneously;  with  acids,  including  the 
carbonic,  and  with  alkaline  bicarbonates,  it  immediately  gaye  a  preci- 
pitate of  sulphide  of  antimony;  and  with  monocarbonate  of  potash  or 
soda,  after  some  time,  a  precipitate  having  the  colour  of  kermes,  &o. 
Kohl  himself,  howeyer,  suspected  that  this  salt  contained  a  portion  of 
Schlippe's  salt  mixed  with  it :  according  to  Kircher^s  experiments,  (Ann, 
Pharm,  31,  341)    it   consists  almost  entirely  of    that  salt.      Kiroher 
obtained  these  tetrahedrons  by  boiling  2  parts  of  hydrated  octohedral 
protosulphide  of  sodium  (III.,  96)  with  a  small  quantity  of  powdered 
antimony  out  of  contact  of  air,  and  afterwards  with    1  part  of  tersul- 
phide of  antimony,  prepared  in  the  wet  way,   till  the  whole  was  dis- 
solved  (whereby  metallic   antimony  was   separated,    the   quantity  in- 
creasing considerably  on  cooling),  and  lastly  covering  the  filtrate  with  a 
stratum  of  alcohol.     The  resulting  crystals  contained  23*60  per  cent  of 
protosulphide  of  sodium,  41*50  of  sulphide  of  antimony,  and  35*18  of 
water;  the  sulphide  of  antimony,  however,  on  being  ignited  in  hydrogen 
gas,  yielded  metallic  antimony  corresponding  in-  quantity  to  25*5  per  cent, 
in  the  crystals;  whence  it  follows  that  the  salt  contained  pentasulphide 
of  antimony  with  a  very  small  quantity  only  of  the  tersulphide.    In  other 
respects,  the  compound  exhibited  the  properties  mentioned  by  Kohl,  and, 
like  his  salt,  dissolved  in  hot  concentratea  hydrochloric  acid,  with  sepa- 
ration of  a  small  quantity  of  sulphur. 

Another  salt  prepared  by  Kohl  was  probably  more  free  from  Schlippe*s 
salt :  the  mode  of  preparation  consisted  in  heating  the  mixture  of  177  parts 
of  sulphide  of  autimony  and  354  parts  of  sulphide  of  sodium  at  a  higher 
temperature— till  in  fact  the  fused  mass  became  red  hot — and  then 
treating  it,  as  above,  with  water,  keeping  it  as  much  as  possible  from 
contact  of  air.  The  crystals  thus  obtained  formed  colourless  and  transpa- 
rent prisms  arranged  in  stellated  groups,  and  contained  34  per  cent  of 
sulphide  of  sodium,  25  of  sulphide  of  antimony,  and  41  of  water. 
IMoreover,  they  dissolved  in  hydrochloric  acid  with  scarcely  perceptible 
cloudiness,  deliquesced  in  the  air,  and  in  other  respects  exhibited  nearly 
the  same  properties  as  the  tetrahedral  salt. 

H.  SuLPHANTiMONiATE  OP  SoDiuM.— ZTyc^ro^. — Schlippe$  SaU.^^ 
1 .  Prepared  by  fusing  4  parts  of  grey  sulphide  of  antimony  with  8  parts 
of  dry  sulphate  of  soda  and  2  parts  of  charcoal — boiling  the  mass,  when 
cold,  with  water  and  1  part  of  sulphur — ^and  lastly  filtering  and  setting 
a^ide  to  crystallize.  Nine  parts  of  crystals  are  hereby  obtained;  and  the 
mother-liquid  retains  scarcely  a  trace  of  antimony,  since  it  gives  with 
acids  a  precipitate  of  nearly  pure  sulphur.  (Schlippe,  Schw,  33,  320.) 
During  the  fusion^  a  large  quantity  of  metallic  antimony  separates,  in 
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oonseqnence  of  the  formation  of  pentasnlphide  of  antimony;  and  the  mother- 
liquid  retains  a  considerable  quantity  of  caustic  soda :  consequently^  only 
the  acid  of  part  of  the  Glauber's  salt  is  decomposed  by  the  fusion,  and  the 
sulphur  of  that  salt  combines  with  the  tersulphide  of  antimony,  while  the 
soda  is  set  free;  the  latter  is  then  converted,  by  boiling  with  sulphur,  into 
pentasnlphide  of  sodium  and  hyposulphite  of  soda,  and  does  not  further 
contribute  to  the  formation  of  Schlippe*s  salt.     If  sulphur  is  added  to  the 
other  ingredients,  it  volatilizes  so  quickly  during  the  fusion  that  it  does 
not  assist  in  the  formation  of  the  compound.  (Duflos,  Br.Ardi.  31,  94.) — 
2.  A  mixture  of  24  parts  of  dry  sulphate  of  soda  with  4  parts  of  charcoal 
powder  is  ignited  till  the  frothing  ceases;  the  mass,  after  being  poured 
out  and  cooled,  is  then  boiled  for  half  an  hour  with  6  times  its  weight  of 
water,  18  parts  of  grey  sulphide  of  antimony,  and  3  parts  of  sulphur,  and 
the  liquid  filtered  and  left  to  crystallize.     36  parts  of  crystals  are  thus 
obtained.     By  similarly  treating  a  mixture  of  8  parts  of  sulphate  of  soda, 
2^  parts  of  charcoal,  1   part  of  sulphur,  and  6  parts  of  sulphide  of 
antimony,  12  parts  of  crystals  are  produced.     The  mother-liquid  contains 
hyposulphite  of  soda.  (Duflos.) — 3.  An  intimate  mixture  of  24  parts  of 
grey  sulphide  of  antimony,  24  parts  of  dry  carbonate  of  soda,  1 4  parts  of 
sulphur,  and  3  parts  of  charcoal,  is  ignited  in  a  covered  crucible — the 
resulting  mass,  when  cold,  dissolved  in  water — and  the  solution  filtered. 
{Pharmac.  Boruss,)  The  greater  part  of  the  sulphur  volatilizes  before  fusion 
commences;  consequently,  8  parts  of  metallic  antimony  are  separated. 
On  treating  the  mass  with  water,  a  large  quantity  of  crocus  antimonii 
remains  undissolved,  and  the  product  of  crystals  amounts  to  only  6  parts. 
(Duflos.)     F.   0.   Bucholz   (Br.  Arch.  33,  1)  obtained  by  this  process 
10  parts  of  crystals,  and  by  boiling  the  solution  with  sulphur,  12  parts. 
The  fusion  should  be  continued  till  the  mass  no  longer  swells  up  much ; 
for  if  it  be  sooner  stopped,  carbonate  and  sulphate  of  soda — the  latter 
produced  at  the  commencement  by  the  action  of  sulphur  on  the  carbonate 
of  soda — remain  undecomposed;  and  if  the  fusion  be  prolonged  till  the 
mass  ceases  altoc^ether  to  evolve  carbonic  oxide,  it  gives  off  sulphur  and 
becomes  oxidized,  and  when  subsequently  dissolved  in  water,  yields  a 
large  quantity  of  kermes  and  fewer  crystals.  (Jahn,  i\^.  Br,  Arch.  22,  43.) 
— 4.  A  mixture  of  72  parts  of  elutriated  grey  sulphide  of  antimony,  13  parts 
of  flowers  of  sulphur,  48  parts  of  dry  carbonate  of  soda,  and  52  parts  of 
burnt  lime,  is  boiled  with  water  in  an  iron  vessel  for  2  or  3  hours,  then 
filtered,  and  evaporated  to  the  crystallizing  point.  (Mitscherlich.)     Or  a 
mixture  of  9  parts  of  sulphide  of  antimony,  3  parts  of  flowers  of  sulphur, 
18  parts  of  crystallized  carbonate  of  soda,  5  parts  of  lime  previously 
slaked  with  5  parts  of  water,  and  80  parts  of  water,  is  treated  precisely  in 
the  same  manner.     By  decanting  the  mother-liquid  from  the  crystals,  and 
boiling  a  second  time  with  the  residue,  a  further  crop   of  crystals  is 
obtained.    The  total  quantity  of  crystals  amounts  to  15  parts.  (Frederking, 
iVT.  Br.  Arch.  28,  64.)     Or  a^in,  a  mixture  of  11   parts  of  sulphide 
of  antimony,  1  part  of  flowers  of  sulphur,  13  parts  of  crystallized  carbonate 
of  soda,  and  5  parts  of  burnt  lime  previously  slaked  with  20  parts  of  water 
may  be  used.     The  same  ingredients  may  likewise  be  left  in  a  closed 
vessel  for  24  hours  at  ordinary  temperatures,  the  whole  being  frequently 
shaken.  (Liebig,   Handwbrterb.  1,   433.) — 5.  A   solution  of  soda  liver 
of  sulphur  is  saturated  with  sulphide  of  antimony  and  sulphur  at  a 
boiling  heat,  and  the  liquid  filtered.  (Liebig.)     The  salt  likewise  crys- 
tallizes from  a  solution  of  pentasnlphide  of  antimony  in  caustic  soda, 
and  from  liquid  soap  of  antimony.    (Schlippe.)     A  small  quantity  of 
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caustic  soda  must  be  added  daring  the  eraporation^  to  preyent  the 
precipitation  of  kennes,  whereby  the  crystals  would  be  rendered  impure. 
(Pfaff.) 

H  6.  Jaussen  (J,  pr,  Chem,  33,  336)  projects  an  intimate  mixture  of 
4  parts  (3  At.)  of  crystallixed  sulphate  of  soda,  3^  parts  (1  At.)  of 
tersulphide  of  antimony,  and  1  part  of  charcoal  into  a  red-hot  crucible, 
and  ignites  the  mixture  out  of  contact  of  air  till  it  fuses  tranquilly;  he 
then  adds  f  pt.  (2  At.)  of  sulphur,  stirs  well,  and  pours  the  whole  out. 
The  fusion  must  not  be  continued  too  long,  otherwise  the  tersulphide  of 
antimony  will  be  converted  into  antimonic  oxide,  and  then  reduced  by 
the  charcoal.  The  lirer  of  antimony  thus  obtained  is  exhausted  with 
water  (to  which,  when  crude  sulphide  of  antimony  has  been  used,  a  small 
quantity  of  caustic  soda  is  added  to  precipitate  oxide  of  iron),  and  the 
nitrate  evaporated  to  the  crystallizing  point.  It  may  likewise,  according 
to  Janssen,  be  obtained  in  the  wet  way,  by  gradually  adding  tersulphide 
of  antimony  to  a  boiling  solution  of  pentasulphide  of  sodium,  and  then 
mixing  the  liquid  with  caustic  soda,  till  the  sulphur,  which  at  first 
separates  in  large  quantity,  is  nearly  redissolved — ^tben  again  adding 
tersulphide  of  antimony — and  so  on.  The  pentasulphide  of  sodium  should 
remain  in  excess,  which  may  easily  be  known  by  dropping  the  liquid  into 
solution  of  hydrosulphuric  acid,  when  a  white  cloud  is  formed  if  any  of 
the  salt  is  still  present.  The  solution  is  lastly  filtered  and  evaporated^ 
whereupon  crystals  of  the  pure  salt  are  deposited. 

7.  A  mixture  of  8  parts  of  efiloresced  sulphate  of  soda^  6  parts  of 
sulphide  of  antimony,  and  3  parts  of  charcoal,  is  projected  into  a  red-hot 
hessian  crucible;  the  cover  put  on ;  the  mixture  heated  till  it  ceases  to 
froth  up,  and  then  boiled  with  1  part  of  sulphur  and  a  sufficient  quantity 
of  water.  The  solution^  soon  after  cooling,  deposits  colourless  or  pale 
yellow  tetrahedrons,  which  are  insoluble  in  alcohol,  but  dissolve  in 
3  parts  of  cold  water.  (Van  den  Corput,  Chem.  Gazette,  1848,  268.)  T 

The  crystals,  obtained  by  either  of  these  processes,  are  washed  with  a 
small  quantity  of  cold  water;  dried,  first  between  blottine^paper  and  then 
under  a  receiver  beside  oil  of  vitriol;  and  lastly  preserved  in  well-stopped 
bottles. 

Pale  yellow,  almost  colourless,  transparent  regular  tetrahedrons, 
having  either  the  terminal  edges  replaced  by  planes  (Fig,  14),  or 
acuminated  with  3  fistces  (those  of  the  rhombic-dodecahedron)  restin?  on 
the  faces  of  the  tetrahedron.  Sometimes  also  the  ed^s  of  the  tetrahedron 
are  replaced  by  six-sided  summits,  corresponding  to  those  of  the  pyramidal 
cube.  (Fig,  9.)  (Rammelsberg.)  The  crystals  have  a  bitter  alkaline  and 
metallic  taste.  When  pure,  they  remain  colourless  in  the  air,  and  if 
kept  dry,  undergo  very  little  change ;  but  when  they  contain  the  com- 
pound of  antimonic  oxide  and  soda,  tney  rapidly  change  colour  in  the  air. 
(Janssen.) 

CrystalUzed,         Rammelsberg.  Scfalippe.       Boflos. 

3NbS    117*6     ....    24-07    ....     24-36    ....    24*17    ....    21*76 

SbS*      209-0     ....    42-77     ....    42-29     ....    41*72     ....     56*75 

18HO  162*0     ....    3316     ....     33*35     ....     34*03     ....     20*50 

3NaS,SbS»  +  18Aq 488*6     ....  10000    ....  10000     ....     99*92     ....     9901 

The  crystallized  salt  loses  20*5  per  cent,  of  water  when  pulverized  and 
dried  in  vacuo  over  oil  of  vitriol.  (Duflos.)  When  heated  out  of  contact 
of  air,  it  melts  in  its  own  water  of  crystallization,  after  the  expulsion  of 
which  there  remains  a  greyish-white  mass;  this,  when  exposed  to  the  air, 
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ernmbles  to  a  t)ulkj  powder ;  or  if  strongly  heated  oat  of  contact  of  air, 
fuses  to  a  liyer-coloured  mass,  which,  on  being  dissolved  in  water,  leaves 
but  a  small  residue  of  sulphide  of  antimony.  (Rammelsberg.)  When 
ignited  in  a  current  of  hydrogen  gas,  it  gives  off  its  water  of  crystallization, 
but  no  sulphur.  (H.  Rose.)  When  heated  on  the  open  fire,  it  effloresces, 
rapidly  turns  red,  and  then  black,  burning  with  a  sulphurous  flame  and 
leaving  a  white  mass.  (Schlippe.)  When  a  concentrated  solution  of  the 
salt  is  exposed  to  the  air,  it  deposits  pentasulphide  of  antimony  in  the 
form  of  a  granular  powder ;  and  hyposulphite  of  soda  is  formed  in  it ;  a 
dilute  solution  on  the  contrary,  deposits  white  crystalline  flakes  of 
bi-autimoniate  of  soda.  (Liebig,  inn.  Fkarm,  7,  13.)  This  decomposition 
is  effected  by  the  carbonic  acid  in  the  air;  for  when  air  freed  from 
carbonic  acid  is  passed  through  the  fconcentrated?]  solution,  no  change  is 
produced.  A  solution  which  has  been  perfectly  decomposed  by  many 
nionths'  exposure  to  the  air,  contains  carbonate  and  hjrposulphite  (no 
sulphate)  of  soda;  and  the  dark  reddish  brown  precipitate,  which  colours 
the  wash-water  yellow  and  becomes  lighter,  contains,  after  washing, 
1'94  per  cent,  of  sodium,  e6'39  of  antimony,  and  30-11  of  sulphur 
(loss  1-56).  This  percentage  gives  lNa,eSb,23S=NaS,2SbS»,4SbS'; 
hence  the  pentasulphide  must  lose  a  portion  of  its  sulphur,  which  then 
serves  for  the  formation  of  the  hyposulphite  of.  soda.  (Rammelsberg.) 
The  fact  of  the  imperfectly  dried  crystals  becoming  brown  in  the  air 
likewise  depends  on  this  decomposition.  All  acids,  including  even 
carbonic  acid,  decompose  the  solution,  precipitating  pentasulphide  of 
antimony  and  liberatiug  hydrosulphuric  acid : 

3NaS,  SbS*  +  3S0S  +  3HO  «  3(NaO,  S0>)  +  SbS*  +  3HS. 

fiy  boiling  with  excess  of  hydrochloric  acid,  the  pentasulphide  of  antimony 
is  dissolved,  with  separation  of  sulphur.  Carbonic  acid  gas  passed 
through  the  solution,  precipitates  only  the  greater  part  of  the  pentasul- 
phide; but  if  the  filtrate,  which  is  only  slightly  clouded  by  carbonic  acid  gas, 
be  freed  by  boiling  from  the  hydrosulphuric  acid  accumulated  in  it,  the 
remainder  of  the  pentasulphide  of  antimony  is  precipitated  on  treating  It 
with  a  fresh  current  of  carbonic  acid  gas.  (Gmelin.)  Alkaline  mono- 
carbonates  do  not  throw  down  a  brownish-red  precipitate  from  the  solution 
of  this  salt,  as  they  do  from  a  solution  of  sulphantimonite  of  sodium. 
(H.  Rose.)  On  mixing  a  solution  of  tartar-emetic  with  a  solution  of 
Schlippe's  salt,  an  orange-coloured  precipitate  is  produced.  This  precipi- 
tate contains  2Sb,4S,30,  which  may  be  reduced  to  the  formula:  SbO',SbS* 
or  2SbO»,SbS',SbS».  Of  the  3  atoms  of  SbO*  contained  in  3  atoms  of 
tartar-emetic,  2  atoms  remain  undecomposed ;  the  third  SbO'  reacts 
upon  3NaS,  forming  SbS^  and  3NaO.  (Rammelsberg.)  By  boiling  a 
solution  of  the  salt  with  sulphur  for  several  hours,  it  is  entirely  decom- 
posed, a  kermes-coloured  powder  being  precipitated.  (Gmelin.)  The 
aqueous  solution  at  its  boiling  point  dissolves  antimonic  oxide,  and 
on  cooling  deposits  a  grey  compound,  which  contains  30 '5  per  cent,  of 
antimonic  oxide  and  69'5  of  kermes;  when  an  excess  of  antimonic  oxide  is 
used,  the  above  precipitate  is  accompanied  by  crystalline  grains  of  the 
compound  of  antimonic  oxide  and  so<hi.  (Duflos.)  By  boiling  the  solution 
with  powdered  antimony,  the  sulphantimoniate  of  sodium  is  converted 
into  sulphantimonite  of  sodium,  which  deposits  a  large  quantity  of 
kermes  on  cooling,  still  more  on  the  addition  of  common  salt,  and  the 
remaining  portion  on  the  addition  of  an  acid  (p.  348).  (Duflos.)  The 
solution  aissolves  grey  sulphide  of  antimony  when  boiled  with  it,  and,  on 

2  c2 


388  ANTIMONY* 

cooling,  deposits  it  again  in  the  form  of  kermes  without  farther  decom'*. 
position.  (Duflos.)  The  boiling  solution  does  not  take  up  pentasulphide 
of  antimony.  (Rammelsberg.)  The  salt  dissolves  in  2-9  parts  of  water  at 
15°  (Rammelsberg),  in  4  parts  of  cold,  and  in  1  part  of  boiling  water. 
(Duflos.)  It  is  not  soluble  in  alcohol,  even  when  the  alcohol  is  rather 
largely  diluted  with  water.  (Rammelsberg.) 

I.  Chloride  op  Antimony  and  Sodium. — Terchloride  of  antimony 
dissolves  in  solution  of  common  salt  without  producing  a  precipitate,  and 
the  solution  yields  large  crystals  on  evaporation.  (Liebig,  Handworterb. 
1,  423.)  Crystallizes  in  plates,  having  the  composition  SNaCl^SbCl'. 
(Poggiale.) 

Antimony  and  Barium. 

A.  Antimonitb  of  Baryta. — When  a  boiling,  dilute  solution  of 
antimonite  of  potash  is  added  slowly  and  in  small  quantities  at  a  time  to 
a  boiling  dilute  solution  of  chloride  of  barium,  small  flat  needles,  having  a 
silvery  lustre,  are  deposited.  These  cnrstals  are  permanent  in  the  air, 
difficultly  soluble  in  water,  and  give  up  baryta  to  acids.  (Berxelius.) 

B.  Antimoniate  o*p  Baryta. — White  powder;  not  decomposible 
by  carbonic  acid;  scarcely  sohible  in  water.  (Berzelius.) 

C.  SuLPH ANTIMONITB  OP  Barium. — 1.  Prepared  by  strongly  igniting 
a  mixture  of  sulphide  of  antimony  with  heavy  spar  and  charcoal. — Red- 
dish-brown, slag-like,  infusible  mass,  which  dissolves  in  water,  with  sepa- 
ration of  a  yellowish-brown  powder.  (Pagenstecher.) — The  transparent 
tables  and  radiated  crystals,  which  Pagenstecher  obtained  by  evaporating 
and  cooling  a  solution  of  this  salt,  and  which,  when  exposed  to  the  air, 
rapidly  turned  yellow  and  then  red, — or  when  dissolved  in  water,  evolved 
hydrosulphuric  acid  gas,  and  gave  a  yellowish-red  precipitate— probably 
belong  to  the  next  compound. 

D.  SuLPHANTiMONiATE  OP  Barium. — HydroUd. — Obtained  by  dis- 
solving pentasulphide  of  antimony  in  solution  of  sulphide  of  barium, 
evaporating  the  yellowish  filtrate  to  a  small  bulk,  and  then  mixing  it  with 
alcohol. — Unless  alcohol  is  added,  the  crystallization  is  difficult.  When 
pentasulphide  of  antimony  is  dissolved  m  baryta- water,  antimoniate  of 
baryta  is  separated,  and  the  same  compound  formed. — By  igniting  a  mix- 
ture of  heavy  spar  with  charcoal,  grey  sulphide  of  antimony,  and  sulphur, 
and  exhausting  the  mass  with  water,  a  few  crystals  are  also  obtained. — 
White  needles,  arranged  in  stellate  masses.  When  exposed  to  the  air, 
they  turn  brown,  from  separation  of  pentasulphide  of  antimony.  When 
heated,  they  leave  a  brown  mass  without  previously  fusing.  (Rammels- 
berg.) 


SBaS -., 

SbS» 

6HO 

Ca 

253-8 

209*0 

54-0 

Iculation. 

....      49-11 
....      40-44 
....       10-45 

Rammelsbei^. 

48-85 

41-18 

9-91 

3fiaS,SbS«+6Aq. 

516-8 

....     100-00 

99-94 

IT  E.   Chloride  op  Antimony  and  Barium.— 2BaCl,SbC+ 5 Aq. 
— Formed  by  adding  a  strong  solution  of  chloride  of  barium  to  acid 
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hydrochlorate  of  antimonio  oxide.  Crystallizes  in  fine  needles  grouped 
in  stellate  masses.  Similar  compounds  may  likewise  be  obtained  with 
strontia^  lime,  and  magnesia.  (Poggiale.)  % 


Antimony  and  Strontium. 

SuLPHANTiMONiATE  OP  STRONTIUM. — HydroUd, — Whcu  an  aqueous 
solution  of  sulphide  of  strontium  is  saturated  with  pentasulphide  of 
antimony,  a  solution  is  formed  which  does  not  crystallize,  but,  on  the 
addition  of  alcohol,  deposits  this  compound  in  the  form  of  a  dense,  oily 
liquid.  The  liquid  contains  rather  more  than  3  atoms  of  SrS  to  1  atom 
ofSbS^  (Rammelsberg.) 

Antimony  and  Calcium. 

A.  Antimonite  of  Lime. — Prepared  by  double  decomposition.— 
White  crystalline  powder,  insoluble  in  water.  (Berzelius.) 

B. '  Antimoniate  of  Limb. — Obtained  likewise  by  double  decom- 
position.— White  semi-crystalline  powder,  nearly  insoluble  in  water. 
(Berzelius.) 

EomeUe, — Square  octohedrons  {Fig.  21)  «  :  ^=111°;  e :  e  behind=69°. 
(Dnfr^noy.)  Insoluble  in  acids  before  ignition  with  carbonate  of  potash; 
contains  m  100  parts:  lime  16*67,  manganous  oxide  2*60,  ferrous  oxide  1*20, 
antimonious  acid  (or  perhaps  one  of  the  other  oxygen  compounds  of  anti- 
mony) 79*31,  silica  0*64  (excess  0*42).  (Damour.)  Hence  the  formula  is 
about  (CaO;  MnOj  FeO),SbO'j  though  the  quantity  of  SbO*  is  rather  too 
small. 

C.  Sulphantimoniatb  of  Calcium.  •^- The  product  obtained  by 
igniting  out  of  contact  of  air  a  mixture  of  grey  sulphide  of  antimony, 
sulphur,  and  caustic  lime  or  its  carbonate,  is  the  Calx  Antimonii  cum 
Sulphure  HoffmannL  The  following  are  the  proportions  recommended : 
4  pts.  of  sulphide  of  antimony,  3  pts.  of  sulphur,  and  10  pts.  of  burnt 
oyster  shells.  (Bremser.) — 1  pt.  of  sulphide  of  antimony,|2  pts.  of  sulphur, 
and  8  pts.  of  purified  oyster  shells  {Pharmacopoeia  Boruss.  ed,  5.) — 1  pt.  of 
sulphide  of  antimony,  1  pt.  of  sulphur,  and  4  pts.  of  purified  chalk. 
(Bucholz.) — The  result  is  a  mixture,  either  of  sulphantimoniate  of  calcium 
and  a  compound  of  antimonic  oxide  with  lime,  or  of  sulphantimoniate  of 
calcium  and  sulphate  of  lime. — If  the  ignition  be  stopped  too  soon,  a 
brown  powder  is  obtained;  but  by  continuing  it  for  upwards  of  an  hour,  a 
brownish-yellow  or  yellowish -white  powder  is  produced,  which  must  be 
preserved  in  well-closed  bottles,  as  it  evolves  hydrosulphuric  acid  in  the 
air,  and  turns  brown.  When  repeatedly  boiled  with  a  large  quantity  of 
water,  it  dissolves  partially — the  solution  {SoltUio  Calcis  Antimonii  cum 
Sulphure)  evolving  sulphuretted  hydrogen  on  the  addition  of  hydrochloric 
acid,  and  depositing  pentasulphide  of  antimony,  which,  when  the  mixture 
has  been  sufiiciently  ignited,  amounts  to  about  I-  of  the  sulphide  of 
antimony  originally  used. 

By  boiling  1  part  of  grey  sulphide  of  antimony  with  water  and  3  2>arts 
of  lime,  a  colourless  filtrate  is  obtained,  which  has  a  hepatic  taste,  and, 
when  evaporated  in  a  retort  to  a  small  bulk,  deposits  a  yellowish-white, 
amorphous  powder,  which  turns  brownish-red  in  the  air,  and  gives  a  pre- 
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cipitate  of  pentasulpbide  of  antimonj  with  acids,  and  of  pentasulphide  of 
antimony  and  lime  with  alcohol, — so  that  the  filtrate  no  longer  evolves 
hydrosulphuric  acid  on  the  addition   of  acids.    (Pagenstecher,  Repert, 

14,217.) 

By  boiling  pentasulphide  of  antimony  with  sulphide  of  calcium  and 
water,  a  yellow  solution  is  obtained,  which  does  not  yield  any  crystals, 
but  deposits  an  oily  liquid  on  being  mixed  with  alcohol.  The  solution 
contains  3d'7  per  cent,  of  pentasulphide  of  antimony  and  66*3  of  proiosul- 
phide  of  calcium.  (Rammelsberg.)  [This  must  be  an  error  of  the  press 
in  Kammelsberg's  memoir;  for  since,  according  to  Rammelsberg,  the  com- 
pound consists  of  3CaS,SbS',  the  66*3  must  belong  to  the  sulphide  of 
antimony,  and  the  33*7  to  the  sulphide  of  calcium.] 

Antimony  and  Magnesium. 

SuLPHANTiMONiATE  OF  MAGNESIUM. — By  dissolving  pentasulphidc  of 
antimony  in  water  wherein  hydrate  of  magnesia  is  diffused  and  through 
which  a  current  of  hydrosulphuric  acid  is  passed,  a  yellow  uncrystallizable 
liauid  is  obtained,  from  which  alcohol  precipitates  an  orange-coloured 
substance,  composed  of  3MgS,SbS',  nearly.  (Rammelsberg.) 


Antimony  and  Silictum. 

Hydrofluate  of  Silica  and  Antimonig  Oxide. — Crystallines  by 
slow  evaporation,  in  prisms  which  crumble  to  powder  when  dried  in  the 
air,  and  dissolve  readily  in  water  if  an  excess  of  acid  is  present.  (Ber- 
zelius.) — A  mixture  of  sulphide  of  antimony  and  antimonic  oxide  impart^ 
a  yellow  or  hyacinth-red  colour  to  glass. 


Antimony  and  Molybdenum. 

Molybdate  op  Antimonic  Oxide. — Precipitated  as  a  yellow  powder, 
which  is  soluble  in  boiling  water.  (Berzelius.) 


Antimony  and  Vanadium, 

Vanadiatb  of  Antimonic  Oxide. — A  solution  of  tartar-emetic  gives 
with  vanadiate  of  ammonia  a  yellowish  red-brown  coagulum,  which  dis- 
solves in  the  liquid  on  agitation,  forming  a  solution  of  the  same  coloar. 
(Prideaux.) 

Antimony  and  Chromium. 

Chromate  of  Antimonic  Oxide. — Chromate  of  potash  gives  with 
acid  liydrochlorate  of  antimonic  oxide,  a  brownish-yellow  precipitate, 
which  dissolves  in  an  excess  of  the  antimony- salt,  forming  a  green  solu- 
tion (Thomson):  probably  from  formation  of  chromic  oxide. 
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Antimony  and  Uranium. 

A.  Antimoniate  of  Uranous  Oxide. — Hydrochlorate  of  uranous 
oxide  gives  with  an  excess  of  niono-antimoniate  of  potash,  a  gelati- 
nous green  precipitate,  easily  soluble  in  excess  of  the  hydrochlorate  of 
uranous  oxide.  The  precipitate  when  ignited  loses  14*75  per  cent,  of 
water,  and  turns  yellowish-brown.  Boiling  solution  of  potash  extracts 
the  whole  of  the  antimonic  acid  from  the  precipitate  while  still  moist,  but 
only  a  portion  after  drying.  Nitric  acid  separates  the  uranium  in  the 
form  of  uranic  oxide,  leaving  the  antimonic  acid  unaltered.  Hydrochloric 
acid  dissolves  the  salt  only  when  hot  and  in  a  concentrated  state;  the 
solution  deposits  antimonic  acid  on  the  addition  of  water.  (RammeUberg, 
Fogg.  59,  27.) 

Approximate  calculation.  Rammdaberg. 

5U0  340      ....       34-62  34*94 

3SbO« 507      ....      51-63 

15H0 135       ....       13-75  14*75 

5U0, 3SbO»  +  15Aq oii       ....     10000 

B.  Uranio  Sulphantimoniate. — A  compound  of  pentasulphide  of 
antimony  with  sesquisulphide  of  uranium. — A  solution  of  sulphanti- 
moniate of  sodium  sives  a  yellowish-brown  precipitate  with  hydrochlorate 
of  uranio  oxide  and  ammonia.  (Rammelsberg.) 

Antimony  and  Manganese. 

A.  Antimoniate  of  Manganous  Oxide. — Prepared  by  double  de- 
composition.— Snow-white,  permanent  in  the  air,  sparingly  soluble  in 
water.  When  ignited,  it  turns  grey,  but  at  a  higher  temperature,  again 
becomes  white,  without  exhibiting  any  glow;  after  this,  acids  have  no 
longer  the  power  of  separating  the  manganous  oxide. — (Berzelius.) 

B.  Sulphantimoniate  of  Manganese. — The  solution  of  sulphanti- 
inoniate  of  sodium  gives  with  sulphate  of  manganous  oxide,  a  white 
cloudiness,  and  after  a  while,  a  dense  reddish-brown  precipitate,  which  is 
not  altered  by  boiling  with  the  supernatant  liquid,  but  becomes  reddish- 
grey  when  washed  and  dried,  in  consequence  of  oxidation.  (Rammelsberg.) 

Antimony  and  Arsenic. 


A.  Arsenide  of  Antimony. — a.  Seven  parts  of  antimony  unite  with 
one  part  of  arsenic,  forming  a  grey,  hard,  very  brittle  and  fusible  mass. 
(Bergman.) — b.  By  heating  a  mixture  of  15  parts  of  powdered  antimony 
and  20  parts  of  powdered  arsenic,  16*1  parts  of  arsenide  of  antimony  are 
formed,  without  any  emission  of  light  or  heat.  This  alloy  is  as  brittle 
and  has  the  same  laminar  structure  as  antimony,  but  is  whiter,  and  fuses 
readily.  (Gehlen.)  By  exposure  to  a  white  heat,  out  of  contact  of  air,  the 
arsenic  is  completely  volatilized;  also  in  a  current  of  hydrogen  gas,  even 
at  a  low  red  heat.  (Liebig.) — c.  Found  native,  having  a  fine  granular 
fracture,  and  specific  gravity  =  6*13  (Thomson),  6*203  (Rammelsberg.) 
Gives  up  all  its  arsenic  wlien  ignited  in  a  current  of  hydrogen  gas. 
(Rammelsberg.) 
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Natire. 

Rammekberg. 

Thornton. 

Sb 

62-15 

46-61 

3A8    

225      ....      63*56 

38-51 

SbAs? 

354      ....     10000 

100-00 

85-12 

B.  Arsenitb  of  Antimonic  Oxide. — ^When  an  aqueons  eolution  of 
arsenic  acid  is  digested  with  antimony,  araenite  of  antimonic  oxide  is 
formed,  and  is  precipitated  on  diluting  with  water.  (Berzelius.)  This 
salt  may  also  be  obtained  in  the  dry  way,  by  heating  arsenic  with  anti- 
monic acid;  it  then  forms  a  transparent,  vitreous,  fused  mass. 

C.  Arseniate  of  Antimonic  Oxide. — Arseniate  of  potash  produces 
a  white  pulyernlent  precipitate  in  acid  hydrochlorate  of  antimonic  oxide. 
(Berzelius.) 

D.  Arseniate  of  Antimonic  Acid. — Formed  by  heating  a  substance 
which  contains  both  arsenic  and  antimony,  with  nitric  acid,  and  diluting 
the  solution  with  water;  whereupon  the  compound  is  precipitated  as  a 
white  powder,  soluble  in  nitric  or  hydrochloric  acid.  The  latter  solution, 
when  evaporated  to  a  small  bulk  and  treated  with  water,  is  resolved  into 
antimonic  acid  which  is  precipitated,  and  arsenic  acid  which  dissolves; 
the  latter  may  be  purified  from  the  still  adhering  antimonic  acid  by 
repeated  evaporation  to  dryness  and  re-solution  in  water.  (Berthier.) 

E.  Compound  of  Tersulphidb  of  Arsenic  with  Tersitlphide  of 
Antimony. — Aurora-red  precipitate,  which  fuses  readily  to  an  orange- 
yellow,  transparent  li<^uid.  (Berzelius.) 

F.  Compound  of  Pentasulphide  of  Arsenic  with  Tersulphidb 
OF  Antimony. — The  sodium  compound  precipitates  from  salts  of  antimo- 
nic oxide  a  reddish-yellow,  easily  fusible  substance.  (Berzelius.) 

G.  Arsenide  of  Antimony  and  Potassium. — Prepared  by  igniting 
a  mixture  of  2  parts  of  antimony  with  1  part  of  arsenious  acid  and  2  parts 
of  cream  of  tartar  in  a  covered  crucible,  for  two  hours.  The  alloy  evolves 
arseniurctted-hydrogen  gas  with  water.  (SeruUas.) 

Other  Compounds  of  Antimony. 

With  Bismuth,  Zinc,  Tin,  Lead,  Iron,  Cobalt,  Nickel,  Copper,  Mercury, 
Silver,  Gold,  Platinum,  and  Palladium.  These  alloys  are  brittle  and  white 
when  the  antimony  predominates. 
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TELLURIUM,  , 


MuUer  v.  Reichenstein.      Abhandl,  einer  FrivatgeteUschafi  in  Bohmen. 

Jahrg,  1,  Qvart.  1^  2,  and  3. 
Klaproth.     CrelL  Ann,  1798,  1,  91;  also  his  Beiiragey  8j  1. — Further, 

GUb.  12,  246. 
Sir  H.  Davy.     Hjdrotellario  aoid.     Phil.  Trans.  1810,  27;  also  Sckw. 

5,  348;  also  Gilb.  37,  48. 
Berzelios.     Schw.  6,  311;  34,78. — Sulpbotell urates.     Pogg.  8,  411. *-« 

Tellurium  in  general.    Pogg.  28,  392;  33^  1  and  577. 


Stnomymes.    Sylvan,  Telluvy  TeUure. 

Hiitory.  Miiller  r.  Reichenstein,  in  1782,  showed  that  tellurium  ores 
contain  a  peculiar  metal — a  statement  which  was  confirmed  by  Klaproth, 
in  1798.  Hydrotellnric  acid  was  discovered  by  Sir  Humphry  Davy.  For 
nearly  all  the  other  facts  relating  to  tellurium,  we  are  indebted  to  the 
untiring  labours  of  Berzelius. 

Sources.  As  native  tellurium  (containing  ^all  quantities  of  iron  and 
gold);  as  tellurous  acid;  as  telluride  of  bismuth;  as  telluride  of  lead, 
associated  likewise  with  foliated  tellurium;  as  telluride  of  silver;  as 
yellow  tellurium  and  graphic  tellurium  (telluride  of  gold  and  silver). 

Preparation,  a.  From  Telluric  Bismuth,  which  contains  about  60  per 
cent,  of  bismuth,  36  tellurium,  and  4  sulphur — sometimes  also  selenium, 
silver,  and  matrix. 

The  ore  is  pulverized;  the  earthy  portions,  which  contain  telluric 
oxide,  and  are  therefore  useful,  are  separated  by  washing ;  the  metallic 
powder  mixed  with  an  equal  weight  of  carbonate  of  potash  or  soda,  and 
made  up  into  a  stiff  paste  with  olive  oil ;  the  mixture  heated  in  a  well* 
closed  porcelain  crucible,  carefully  at  first  (to  prevent  frothing  over)  till 
the  oil  has  become  carbonized,  and  afterwards  to  a  full  white  heat.  The 
whole  is  then  left  to  cool  with  the  cover  on ;  the  dark  brown  porous  mass 
quickly  pulverized;  the  powder  thrown  on  a  filter;  water  exhausted  of  air 
by  boiling  and  then  cooled  out  of  contact  of  air,  is  poured  upon  it;  and 
lastly,  it  is  washed  thoroughly  by  means  of  the  wash-bottle  with  water 
thus  exhausted,  the  air  being  all  the  time  excluded  as  completely  as  pos- 
sible. The  residue  left  on  the  filter  consists  of  charcoal,  bismuth,  and  a 
trace  of  tellurium.  The  tellurium  is  precipitated  from  the  dark-red  fil- 
trate by  blowing  air  through  it  with  the  bellows,  and  then  collected  on  a 
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filter.  The  filtered  liquid  thas  obtained  is  yellow,  and  contains  sulphide 
and  selenide  of  tellurium,  dissolved  by  sulphide  of  potassium;  these  com- 
pounds may  be  precipitated  by  hydrochloric  acid.  The  tellurium,  after 
being  washed  on  the  filter,  is  nised,  and  subsequentlj  freed  bj  distillation 
from  gold,  iron,  copper,  and  manganese,  which  are  left  behind  in  combina- 
tion with  a  small  quantity  of  tellurium.  As  the  distillation  of  tellurium 
requires  a  high  temperature,  the  fused  metal  is  placed  in  an  elongated 
disD,  and  introduced  iuto  a  slightly  inclined  porcelain  tube,  through 
which,  during  the  ignition,  a  stream  of  hydrogen  gas  is  passed.  (Berzelius.) 

The  object  of  fusing  with  carbonate  of  potash  and  charcoal  is  to  free 
the  tellurium  from  sulphur,  selenium,  and  arsenic.  The  arsenic  Yolatilizes, 
and  the  sulphur,  together  with  the  selenium,  remains  dissolved,  after  the 
current  of  air  has  been  passed  through  the  aqueous  solution,  provided 
that  solution  contains  excess  of  alkali.  The  three  substances  just  mei^ 
lioned  cannot  be  separated  from  tellurium  by  simple  distillation. 
(Berzelius.) 

b.  From  Telluride  of  Silver ,  containing  35  per  cent,  of  tellurium,  from 
01  to  46  of  silver,  and  from  1  to  18  of  gold. — 1.  Two  bulbs  are  blown  on 
a  glass  tube  half  an  inch  apart,  and  the  telluride  of  silver  is  heated  in 
one  of  them,  while  a  current  of  chlorine  gas  is  passed  through  the  tube, 
the  heat  being  kept  up  till  the  chloride  of  silver  formed  in  the  first 
bulb  fuses  to  a  transparent  liquid,  containing  no  insoluble  residue.  Proto- 
chloride  of  tellurium  is  first  formed,  and  mixes  with  the  chloride  of  silver, 
producing  a  black  liquid;  more  chlorine  is  then  absorbed  and  bichloride  of 
tellurium  formed,  which  distils  over  into  the  second  bulb.  When  the 
chlorine  which  escapes  is  passed  through  water,  it  gives  up  chloride  of 
sulphur,  chloride  of  selenium,  a  trace  of  chloride  of  antimony,  and  a  small 
quantity  of  chloride  of  tellurium.  When  the  decomposition  is  completed, 
the  tube  is  cut  in  two  between  the  bulbs;  the  chloride  of  tellurium  dis^ 
tilled  over  into  the  second^bulb  is  dissolved  in  dilute  hydrochloric  acid,  and 
the  tellurium  precipitated  from  the  solution  by  bisulphite  of  potash. 
Hydrosulphuric  acid  added  to  the  filtrate  precipitates  a  trace  of  kermes. 
The  tellurium  obtained  by  this  process  is  purified  by  distillation  in  a 
current  of  hydrogen,  wh^eupon  the  greater  part  of  the  selenium  mixed 
with  it  volatilizes  in  the  form  of  a  red  vapour;  nevertheless  a  trace  of 
selenium  remains  mixed  with  the  tellurium. — 2.  The  telluride  of  silver  is 
first  broken  up  in  a  mortar,  and  rubbed  to  powder  with  water.  One  part 
of  the  powder  is  then  mixed  with  1  pt.  nitre  and  1^  pt.  carbonate  of 
potash,  and  the  mixture  heated  in  a  silver  crucible,  not  quite  to  redness, 
till  the  black  colour  changes  to  reddish-grey;  the  heat  is  then  increased 
to  redness,  the  mass  left  to  cool,  and  then  exhausted  with  water,  which 
leaves  the  silver  behind  in  a  state  of  purity.  The  clear  filtrate,  which 
becomes  milky  when  heated,  is  evaporated  to  a  small  bulk — ^then  mixed 
with  a  large  quantity  of  charcoal  powder,  and  evaporated  to  dryness — the 
mass  pressed  into  a  crucible,  which  is  then  covered  and  heated  to  redness — 
and  the  separation  of  the  tellurium  completed  as  in  the  extraction  of  the 
metal  from  telluride  of  bismuth.  (Berzelius.) — 3.  The  finely  pounded  ore 
is  heated  in  a  retort  having  a  receiver  adapted  to  it,  with  tolerably  strong 
nitric  acid  free  from  chlorine,  till  the  whole  is  oxidized;  the  liquid  is  then 
distilled  to  dryness;  the  nitrate  of  silver  extracted  from  the  residue  with 
water;  the  residual  tellurous  acid  ignited  with  carbonate  of  potash  and 
oil;  and  the  extraction  of  the  tellurium  completed  as  from  telluride  of 
bismuth.  The  charcoal  which  remains  after  exhaustion  with  water,  con- 
tains but  a  small  quantity  of  reproduced  telluride  of  silver.  (Berzelius.) — 
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4.  One  part  of  pounded  tellaride  of  silver  is  introduced  in  successiye  por- 
tions into  a  crucible  containing  1  part  of  carbonate  of  potash  in  a  state  of 
fusion;  a  stronger  heat  is  afterwards  applied,  and  the  crucible  broken 
when  cold.  A  small  quantity  of  silver  is  found  at  the  bottom;  above  it 
is  a  layer  of  tellaride  of  silver;  and  at  the  top,  a  stratum  of  carbonate  of 
potash,  which  contains  a  small  quantity  of  tellurous  acid  and  is  to  be  kept 
for  the  treatment  immediately  to  be  described.  The  telluride  of  silver 
thus  obtained  is  pounded  up  and  again  added  in  successive  portions  to  an 
equal  weight  of  carbonate  of  potash,  each  portion  of  telluride  of  silver, 
however,  being  mixed  with  nitre.  The  effervescence  produced  on  the 
addition  of  each  portion  of  nitre  and  telluride  of  silver  must  be  allowed  to 
subside  before  a  fresh  quantity  is  added.  After  the  whole  has  been  added, 
the  mass  is  left  to  cool,  and  the  crucible  broken.  The  whole  of  the  silver 
is  found  at  the  bottom,  in  a  state  of  perfect  purity,  and  the  whole  of  the 
tellurium  above  it  in  the  form  of  tellurate  of  potash.  This  salt  (together 
with  the  carbonate  and  tellurite  of  potash  formerly  obtained)  is  mixed 
with  a  small  quantity  of  charcoal,  ana  thrown  by  small  portions  at  a  time 
into  a  red-hot  crucible,  each  portion  being  added  as  soon  as  the  effer- 
vescence caused  by  the  last  has  subsided:  if  the  quantity  of  charcoal  is 
insufficient,  »  piece  of  charcoal  is  placed  upon  the  surface  of  the  melted 
mass.  This  mass,  which  consists  of  telluride  of  potassium  and  carbonate 
of  potash,  is  then,  after  cooling,  dissolved  in  a  tolerably  large  quantity  of 
water,  the  carmine-coloured  solution  exposed  to  the  air  in  flat  dishes  till 
it  hBS  lost  its  colour,  and  the  precipitated  tellurium  collected  on  a  double 
filter,  and  washed,  first  with  water,  then  with  a  small  quantity  of  hydro- 
chloric acid,  then  again  with  water,  and  fused  together  atter  drying. 
(Hess.  Fogg.  28.  407.) 

c.  From  FoUcUed  Tellurium,  which  contains  13  per  cent,  of  tellurium^ 
63  lead,  together  with  copper,  gold,  antimony,  and  sulphur — ^probably  in 
the  form  of  telluride  of  gold,  sulphide  of  lead,  and  sulphide  of  antimony. 
— 1.  The  finely  pounded  ore  is  freed  from  the  metallic  sulphides  by 
repeated  boiling  with  strong  hydrochloric  acid  and  washing  with  boiling 
water;  the  residual  telluride  of  gold  treated  with  nitric  acid;  the  tellurium 
solution  poured  off  from  the  gold  and  evaporated  to  dryness;  the  residue 
of  telluric  oxide  dissolved  in  hydrochloric  acid;  and  the  tellurium  precipi- 
tated from  the  solution  by  sulphurous  acid.  (Berthier.) — 2.  A  mixture  of 
10  parts  of  the  ore,  8  or  9  parts  of  nitre,  and  20  parts  of  dry  carbonate 
of  potash  or  soda  b  heated  to  complete  fusion  in  an  earthen  crucible;  the 
mass  poured  out,  pulverized,  and  mixed  with  8  or  9  parts  of  nitre  and 
10  parts  of  fresh  ore;  the  fusion  repeated;  and  the  melted  mass  poured 
out,  pulverized,  and  again  fused  in  the  same  crucible  with  10  parts  of  fresh 
ore  and  8  or  9  of  nitre :  at  the  third  fusion,  however,  a  stronger  heat  is 
applied,  the  fused  mass  left  to  cool  in  the  crucible,  the  crucible  broken, 
ana  the  greyish- white,  crystalline  regulus,  amounting  to  about  15  per 
cent.,  separated  from  the  slag.  The  latter  is  pulverized,  dissolved  in  a 
large  quantity  of  water,  and  the  solution  filtered  from  the  oxides  of  lead 
and  antimony.  (As  these  oxides  often  still  contain  gold,  they  are  reduced 
with  black  flux,  and  the  gold  separated  by  cupellation.)  The  alkaline 
liquid  is  supersaturated  with  sulphuric  or  hydrochloric  acid;  separated 
from  the  precipitated  gelatinous  silica;  the  tellurium  precipitated  from  it 
by  the  immersion  of  iron  rods;  and  the  black  powder,  after  washing  and 
drying,  fused  together  in  a  glass  tube  or  a  retort.  The  tellurium  thus 
separated  is  free  from  iron,  pjovided  the  iron  rods  are  perfectly  bright  and 
the  liquid  kept  strongly  acid.     [Antimony  may,  howeyer^  be  mixQd  with 
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it.]  The  liquid  filtered  from  the  tellariam  shonld  no  longer  give  a  preci- 
pitate with  hydrosulphnrio  acid.  If  the  metallic  regnlos  obtained  as 
above  be  heated  with  nitric  acid,  which  takes  up  lead  and  sometimes  also 
a  small  quantity  of  tellurium — ^then  with  hydrochloric  acid — ^and  after- 
wards thoronghfj  washed,  a  residue  of  pure  gold  is  obtained.  (Berthier, 
Ann.  Chim,  Phys,  51, 156.) 

d.  From  Native  Tellurium^  which  contains  97  per  cent,  of  tellurium, 
together  with  small  quantities  of  iron,  gold,  and  sulphur.  It  is  dissolved 
in  aqua-regia;  the  solution  diluted  with  as  much  water  as  can  be  added 
without  producing  a  precipitate,  and  then  supersaturated  with  caustic 
potash;  and  the  liquid,  which  contains  tellurite  of  potash,  filtered  from 
the  oxides  of  iron  and  gold,  and  neutralized  exactly  with  hydrochloric 
acid.  The  precipitate  of  telluric  oxide,  after  being  washed  and  dried,  is 
mixed  with  oil,  or  with  -^  of  its  weight  of  charcoal,  and  heated  in  a  glass 
retort.  The  reduced  tellurium  partly  collects  at  the  bottom  of  the  retort, 
and  partly  sublimes  in  the  neck.  (Klaproth.) — Since  tellurous  acid  preci- 
pitated by  Klaproth's  method  contains  potash,  the  tellurium  reduced  from 
it  contains  potassium,  which  must  be  separated  by  fusion  with  a  small 
portion  of  tellurous  acid.  (Berzelius.) 

[Gersdorf  and  KSlreuter's  modes  of  preparation.  {N,  Tr.  8,  2,  285; 
Schw,  62,  213.) — Separation  of  tellurium  from  selenium,  according  to 
Berzelius  (^Pogg.  32,  11),  according  to  Wehrle.  {ZeiUekr,  Phys,  Mat.  3, 
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To  pnrify  telluric  oxide  from  the  oxides  of  lead,  copper,  &c.  it  must 
be  dissolved  in  bihydrosulphate  of  potash;  filtered  from  sulphide  of  lead, 
sulphide  of  copper,  &o. ;  the  sulphide  of  tellurium  precipitated  from  the 
filtrate  by  acids,  and  heated  in  a  retort  at  a  very  gradually  increasing 
temperature,  till  the  whole  of  the  sulphur,  together  with  any  selenium 
and  arsenic  that  may  be  present,  has  passed  over.  If  the  heat  be  raised 
too  quickly,  a  small  quantity  of  tellurium  likewise  volatilizes.  (Berzelius.) 
[For  the  separation  of  tellurium  by  sulphurous  acid,  see  page  399  [' 

Properties. — Crystalline  system  the  rhombohedral.  Primary  form, 
an  acute  rhombohedron,  (Fig.  151);  also  {Figs.  153,  135,)  a  six-sided 
prism  shortened  to  a  table;  also  an  obtuse  rhombohedron.  {Fig.  141); 
f^  :  r^  {Fig.  141),  according  to  Phillips=115^  12';  also  r*  :  r»  {Fig.  151) 
=86®  3^.  Cleavage  parallel  to  r  and  p  {Figs.  151  and  153).  Breithaupt^ 
Fogg,  7,  527 ;  Schw.  52,  1 68.)  On  distilling  tellurium  in  hydrogen  gas, 
(p.  394,)  a  portion  of  it  sublimes  in  shming,  flat,  elastic  needles. 
(Berzelius.)  When  tellurium  solidifies  quietly  after  fusion,  its  surface 
exhibits  a  crystalline  structure.  (Berzelius.)  Specific  gravity,  6*115 
(Klaproth),  61 379  (Magnus),  6-2445  (Berzelius),  6*343.  (Reichenstein.) 
Very  brittle;  easily  pulverized. — Tin-white,  with  strong  metallic  lustre. 
•— when  obtained  in  the  finely  divided  state  by  precipitation  or  subli- 
mation, it  forms  a  brown  powder.  (Magnus.)  When  precipitated  by  the 
action  of  the  air  from  a  very  dilute  solution  of  hydrotellurate  of  potash, 
it  causes  the  liquid  to  appear  blue  by  transmitted  light.  (Berzelius.)-^ 
Fuses  less  easily  than  lead,  rather  more  easily  than  antimony;  after 
fusion,  it  contracts  very  strongly  on  cooling.  Hence,  when  it  is  slowly 
cooled,  a  large  cavity  is  formed  in  the  middle  of  the  mass ;  when,  on  the 
contrary,  the  cooling  is  rapid,  the  surface  solidifies,  while  the  interior 
still  remains  liquid;  and  as  the  inner  part  solidifies,  numerous  small 
cavities  are  formed  in  it,  which  diminish  the  specific  gravity.  (Berzelius.) 
Tellurium  boils  at  a  temperature  higher  than  the  softening  point  of 
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glass,  and  is  then  conyerted  into  a  yellow  yapour,  baying  tlie  colour  of 
chlorine  gas.  (Berzelius.)  When  heated  to  redness  in  a  retort,  it  snh- 
limes  in  the  neck,  in  the  form  of  shining  drops.  (Klaproth.) 


Compounds  of  Tellurium, 
Tellubium  and  Oxygen. 

Berzelias  did  not  succeed  in  forming  a  protoxide  of  tellurium.  64  parts 
Te  and  80  parts  TeO*  intimately  mixed  and  heated  to  various  degrees 
did  not  form  a  definite  compound.  Protochloride  of  tellurium  decomposed 
by  dry  carbonate  of  soda  yielded  a  mixture  of  tellurium  apd  tellurous 
acid,  &c. 

A.  Telluric  Oxide  or  Tellurous  Acid.    TeO*. 

Found  native  in  small  white  beads  having  a  tinge  of  greyish-yellow 
and  a  crystalline  texture.  (Petz,  Fogg,  57,  477.) 

Formation, — Tellurium  heated  in  the  air  somewhat  above  its  melting 
point,  bums  with  a  bright  blue  flame  green  at  the  edges,  and  is  con- 
verted into  a  white  cloud — which,  according  to  Berzelius  and  Magnus, 
has  a  faint,  unpleasant  odour,  difierent  from  that  of  selenium — ^and  con- 
denses on  cold  bodies  in  the  form  of  a  white  oxide.  The  horse-radish 
odour,  which  Klaproth  observed  at  the  same  time,  proceeded  from  an 
admixture  of  selenium. — 2.  Nitric  acid  and  heated  sulphuric  acid  convert 
tellurium  into  telluric  oxide,  the  former  giving  off  nitric  oxide,  the  latter 
sulphurous  acid.  Tellurium  does  not  decompose  vapour  of  water  at  a  red 
heat.  (Regnault.) 

Preparation. — A  solution  of  tellurium  in  nitric  acid  is  left  to  itself 
for  a  considerable  time :  the  purer  and  more  concentrated  it  i.?,  the  more 
quickly  does  the  telluric  oxide  separate  from  it  in  the  crystalline  form. 
The  oxide  thus  deposited  does  not  contain  more  than  |  per  cent,  of 
nitric  acid,  which,  on  the  application  of  heat,  is  given  off  with  some 
decrepitation.  (Berzelius.) — 2.  A  solution  of  tellurium  in  nitric  acid  is 
evaporated  to  dryness  and  gently  ignited.  (Berzelius.^ — 3.  A  boiling 
solution  of  bichloride  of  tellurium  in  hydrochloric  acia  is  mixed  with 
boiling  water,  and  left  to  cool  slowly.  (Berzelius.) 

Propei'ties. — ^When  prepared  by  method  (1)  it  forms  a  crystalline 
crust,  consisting  of  octohedrous,  which  may  be  distinguished  by  the 
microscope;  it  is  colourless  while  moist,  and  milk-white  when  thoroughly 
dry.  That  prepared  by  (3)  forms  octohedrons,  distinguishable  by  the 
naked  eye.  Organic  matter,  which  is  very  readily  taken  up  by  tellurous 
acid,  gives  it  a  pale  yellow  colour.  When  tellurous  acid  thus  contami-* 
nated  is  heated  in  a  glass  tube,  it  blackens,  emits  slight  fumes,  and  then 
becomes  colourless.  When  slightl^r  heated,  it  turns  yellowish ;  a  stronger 
heat  causes  it  to  assume,  for  the  time,  an  orange-yellow  colour.  At  an 
incipient  red  heat,  it  fuses  into  a  transparent,  dark-yellow  liquid,  which, 
on  exposure  to  the  air,  volatilizes  with  emission  of  slight  fumes.  On 
cooling  it  solidifies,  evolving  sufficient  heat  to  raise  it  again  to  low  red- 
ness, and  forms  a  white,  highly  crystalline  mass,  translucent  when  very 
slowly  cooled,  which  easily  separates  from  the  crucible,  and  may  be 
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broken  hy  the  fingers  into  crystalline  fragments.  Single  drops  often 
solidify  to  a  transparent  glass.  VolatiliEes  and  snblimes,  bat  at  a  tem^ 
perature  much  higher  than  the  subliming  point  of  the  metal^  in  the 
form  of  a  soft  mealy  powder :  it  may,  therefore,  be  fused  in  a  covered 
crucible  without  much  loss.  The  powder  reddens  moist  litmus-paper, 
but  not  till  after  some  time ;  it  is  tasteless  at  firsts  but  afterwards  excites 
an  unpleasant  metallic  taste. 


Te  

20 

Cftlcolation, 

64       ....      80        t«. 

16      ....      20 

Berzelina. 

80*04 
19-96 

10000 

•  ••• 

•  ■•■ 

« •  ■• 

Klaproth. 

83*14 
16-86 

TeO»  

80      ....     100 

10000 

Decomposed  by  charcoal  at  a  comparatively  low  temperature,  with  a 
kind  of  detonation.  On  charcoal  before  the  blowpipe,  it  is  decomposed 
with  effervescence,  the  flame  exhibiting  a  green  colour,  and'  the  greater 
part  of  the  tellurium  evaporating :  part  of  the  metal  however  bums  again, 
and  is  reconverted  into  telluric  oxide,  which  forms  a  white  deposit  on  the 
charcoal.  Slowly  reduced  by  hydrogen  gas,  at  a  temperature  not  lower 
than  that  at  which  the  metal  sublimes.  If  selenious  acid  is  likewise 
present,  a  red  mealy  powder  is  deposited  in  the  tube.  (Berzelius.) 

ComhincUions. — a.  With  Water. — «.  Hydrate  of  Telluric  Oxid€  or 
Hydrate  of  Tellurous  Add. — I.  Formed  by  precipitating  a  solution  of 
tellurium  in  nitric  acid  of  specific  gravity  1-25,  with  water. — 2.  By 
fusing  dry  tellurous  acid  with  an  equal  weight  of  carbonate  of  potash, 
dissolving  the  resulting  tellurite  01  potash  in  cold  water,  and  adding 
nitric  acid  in  scarcely  perceptible  excess.  The  mixture  is  set  aside  for  a 
considerable  time,  and  stirred  freauently,  so  that  no  tellurite  of  potash 
may  remain  undecomposed,  and  the  tellurous  acid  thrown  on  a  filter. — 
^.  By  dissolving  dry  tellurous  acid  in  caustic  potash,  and  proceeding  in 
the  same  manner.  The  acid  thus  obtained  is  washed  with  ice-cold  water, 
and  dried  in  the  air  at  a  temperature  below  12®.  (Berzelius.) 

White  voluminous  flakes,  which  are  earthy  after  drying,  instantly 
redden  moist  litmus-paper,  and  have  a  sharp  metallic  taste.  At  40°,  and 
frequently  even  at  lower  temperatures,  the  hydrate  is  resolved  into  grains 
of  anhydrous  tellurous  acid,  so  that  a  milky  mixture  of  it  with  water  is 
converted  into  a  clear  liquid,  containing  crystalline  grains  of  the  dry 
acid.  (Berzelius.) 

^.  Aqueous  Tellurous  -/4ctJ.— The  dry  acid  dissolves  but  very 
sparingly  in  water,  forming  a  tasteless  liquid,  which  does  not  redden 
litmus,  and,  on  evaporation,  leaves  the  acid  in  the  form  of  a  finely 
pulverulent  film.  The  hydrate  dissolves  in  water  with  tolerable  facility. 
The  solution  redden  litmus,  and  has  a  metallic  taste :  when  heated  above 
40%  it  becomes  milky  and  loses  its  power  of  reddening  litmus,  because 
it  then  deposits  the  anhydrous  acid  in  the  form  of  fine  grains :  when  freely 
evaporated,  it  leaves  the  anhydrous  acid,  together  with  a  small  quantity 
of  the  hydrate.  (Berzelius.) 

h.  With  Acids,  forming  the  Salts  op  Telluric  Oxide  or  Telluric 
Salts. — Anhydrous  telluric  oxide  dissolves  but  very  sparingly  in  most 
acids;  hydrochloric  acid  alone  dissolves  it  somewhat  more  freely.  The 
hydrate  is  easily  soluble.  The  sulphate  and  nitrate  are  likewise  obtained 
by  treating  the  metal  with  the  corresponding  acids.  Telluric  salts  are 
colourless,  unless  they  contain  a  coloured  acid;  they  have  a  disagreeable 
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metallic  taste/  oloaely  resembling  that  of  antimonic  salts  (Berzelius); 
they  are  strongly  emetic  TKblreuter).  After  ignition  with  potash  and 
charcoal,  they  yield  a  rea  solution  in  water.  (Berzelius.)  Phosphorus 
precipitates  metallic  tellurium  from  these  salts  (Berzelius);  phosphorus 
dissolved  in  alcohol  gives  a  white  precipitate,  which  soon  turns  black. 
(Fischer.)  Sulphurous  acid  precipitates  metallic  tellurium.  (Wehrle, 
JSeitsck,  Phys,  Math.  9,  138.)  Hence  a  solution  of  sulphurous  acid  or 
bisulphite  of  ammonia,  potash,  or  soda,  forms  a  useful  reagent  for 
separating  tellurium.  To  prevent  the  water  in  which  the  sulphurous 
acid  and  its  salts  are  dissolved,  from  precipitating  a  basic  salt  of  tellu- 
rium, which  would  then  no  longer  be  reduced,  the  solution  must  be 
strongly  acidulated  with  hydrochloric  acid.  If  the  solution  is  cold,  it 
remains  transparent  and  colourless  for  a  short  time  after  mixing,  but 
afterwards  becomes  brownish  and  turbid  from  precipitation  of  tellurium  : 
if  it  is  warm,  a  turbid  mixture  is  immediately  produced,  blue  by  trans- 
mitted and  green  by  reflected  light.  The  warmer  and  stronger  tne  solu-^ 
tion,  the  more  quickly  and  completely  is  the  precipitation  effectod.  In 
the  cold,  the  precipitation  is  never  complete,  even  if  the  sulphurous  acid 
is  in  excess;  hence  fresh  turbidity  is  produced  on  heating  the  liquid; 
but  if  the  solution  be  heated  for  a  long  time  in  the  air,  the  excess  of 
sulphurous  acid  will  be  driven  off,  and  then  the  tellurium  may  be  oxidized 
by  the  air  and  redissolved;  towards  the  end  of  the  process,  therefore, 
sulphite  of  potash  must  be  added  in  excess,  and  the  liquid  heated  till  it 
boils.  If  the  tellurium-solution  contains  nitric  acid,  the  metal  is  still 
precipitated,  but  redissolves  with  evolution  of  nitric  oxide.  If  the 
liquid  contains  selenious  acid,  selenium  is  precipitated  together  with  the 
tellurium.  Certain  metals  also,  which,  when  alone,  are  not  reduced  by 
sulphurous  acid,  are,  nevertheless,  precipitated  in  company  with  the 
tellurium, — e,  ^.,  silver  and  gold  completely,  bismuth  and  copper  in  small 
quantity,  iron  in  still  smaller  quantity.  In  washing  the  precipitated 
tellurium,  the  filter  must  be  kept  constantly  full  of  the  liquid,  as  other- 
wise the  tellurium  will  oxidate,  and  be  dissolved  by  the  acid  still  present. 
It  is,  therefore,  advisable  to  concentrate  the  filtrate  by  evaporation,  and 
then  treat  it  with  sulphite  of  ammonia,  in  order  to  precipitate  any 
tellurium  that  may  have  been  dissolved. 

Tellurium  is  precipitated  in  the  metallic  state  by  zinc,  tin,  antimony 
(Klaproth),  iron,  copper  (Berzelius),  cadmium,  lead,  and  mercury. 
(Fischer.)  It  is  generally  precipitated  in  the  form  of  a  black  powder, 
which  acquires  metallic  lustre  by  rubbing;  lead  however  precipitates 
it  in  the  dendritic  form.  It  is  difficult  to  ensure  complete  precipita- 
tion :  towards  the  end  of  the  reaction,  a  basic  salt  of  tellurium  is  often 
precipitated,  or  a  compound  of  tellurous  acid  with  the  oxide  of  the 
other  metal.  (Fischer,  Poyg,  12,  502.)  Protochloride  of  tin  and  green 
vitriol  precipitate  the  tellurium  in  the  metallic  state.  The  former  gives 
a  black  fibrous  precipitate,  and,  if  the  solution  is  very  dilute,  colours  it 
brown  after  a  while:  this  colour  is  still  apparent  when  only  1  part  of 
telluric  oxide  is  contained  in  60,000  parts  of  the  liquid.  Green  vitriol 
does  not  precipitate  tellurium,  unless  the  telluric  salt  is  perfectly  neu- 
tralized, and  of  a  particular  degree  of  concentration.  (Fischer,  Pogg,  13, 

257.) 

The  solutions  of  tellurium  in  inorganic  acids  (not  those  which  contain 
V^egetable  acids),  provided  the  acid  is  not  in  very  great  excess,  yield, 
when  largely  diluted  with  water,  a  white  precipitate,  consisting  partly  of 
hydrated  telluric  oxide,  partly  of  a  basic  salt,  from  which  the  remaining 
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portion  of  acid  may  be  extracted  by  repeated  washing  with  warm  water; 
the  dilute  acid  above  the  precipitate  retains  bat  a  small  quantity  of 
telluric  oxide  in  solution.— Caustic  ammonia,  potash,  and  soda,  and 
likewise  their  monocarbonates  and  bicarbonates  precipitate  the  hydrated 
oxide  in  thick  white  flakes,  which  dissolve  completely  in  excess  of  the 
alkali  (in  the  alkaline  carbonates,  however,  only  on  the  application  of 
heat). — Phosphate  of  soda  gives  a  white  precipitate. — Hydrosnlphnrie 
acid  and  hydrosulphate  of  ammonia  throw  down  black-brown  sulphide  of 
tellurium,  easily  soluble  in  excess  of  the  alkaline  hydrosulphate. — Acetate 
of  lead  and  nitrate  of  mercnrous  oxide  give,  according  to  Fischer,  a  white 
precipitate;  an  ammoniacal  solution  of  oxide  of  copper  gives  a  greyish- 
blue  precipitate. — Tincture  of  galls  throws  down  cream-coloured  flakes.— > 
No  precipitate  is  produced  by  oxalic  acid,  or  by  ferrocyanide  or  fer- 
ricyanide  of  potassium. 

c.  With  Salifiable  bases,  forming  the  Salts  of  Tellurous  Acn>; 
Tellurites.  The  tellurites  of  the  soluble  alkalis  may  be  formed  by 
direct  combination,  either  in  the  dry  or  in  the  moist  way.  Anhydrous 
tellurous  acid  dissolves  very  slowly  in  aqueous  ammonia,  easily  in 
aqueous  potash  or  soda,  and  only  by  continued  boiling  in  aqueous  carbo- 
nate^of  potash  or  soda:  it  may,  however,  be  easily  fused  with  carbonate  of 
potash  or  soda,  carbonic  acid  being  driven  off.  The  hydrated  acid 
dissolves  readily  in  warm  aqueous  solutions  of  the  caustic  alkalis  or  their 
carbonates;  the  latter  are  thereby  converted  into  bicarbonates,  the  carbonic 
acid  not  escaping  unless  heat  is  applied.  The  other  salts  of  tellurous  acid 
are  obtained  either  by  fusion  or  by  precipitating  the  aqueous  solution  of 
an  alkaline  tellurite  with  a  salt  of  the  less  soluble  alkalis,  or  of  the 
earths  or  heavy  metallic  oxides. — The  tellurites  contain  1  atom  of  base 
with  1,  2,  or  4  atoms  of  acid.  They  are  fusible,  and  generally  solidify  in 
the  crystalline  form  on  cooling;  the  quadrotellurites,  however,  form  a 
glass.  Tellurites  are  colourless  unless  they  contain  a  coloured  base; 
those  which  are  soluble  have  a  metallic  taste.  Most  of  them,  when 
heated  to  redness  with  charcoal,  yield  metallic  tellurium,  sometimes  with 
slight  detonation :  the  reduced  metal,  if  roasted  in  an  open  tube,  yields  a 
sublimate  of  tellurous  acid.  These  salts,  when  reduced  on  charcoal 
before  the  blowpipe,  impart  a  green  colour  to  the  flame.  When  ignited 
with  potassium,  or  with  charcoal  and  carbonate  of  potash,  they  yield 
telluride  of  potassium,  which  dissolves  in  water,  forming  a  wine-red 
solution.  With  the  tellurites  of  sine,  silver,  and  a  few  others,  this 
reaction  does  not  take  place.  The  tellurites  of  ammonia,  potash,  and 
soda  are  easily  soluble  in  water;  those  of  baryta,  strontia,  and  lime  are 
difficultly  soluble ;  and  those  of  the  earths  and  heavy  metallic  oxides 
insoluble.  An  aoueous  solution  of  a  tellurite  is  decomposed  even  by  the 
carbonic  acid  of  the  air.  Nearly  all  tellurites  dissolve  in  strong  hydro- 
chloric acid,  and  without  evolving  chlorine  on  the  application  of  heat; 
the  solution  exhibits  the  reactions  of  a  salt  of  telluric  oxide,  except  in  so 
far  as  those  reactions  maybe  interfered  with  by  the  presence  of  a  stronger 
base.  (Berzelius.) 

B.  Telluric  Acid.    TeO*. 

Formation, — 1.  By  fusing  tellurous  acid  with  nitrate  of  potash.-— 
2.  By  the  action  of  chlorine  on  tellurite  of  potash. — 3.  In  small  quantity, 
when  tellurium  is  dissolved  in  nitric  acid,  (Berzelius.) 
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PreparaHon.^'l.  One  wot  of  tellarous  aoid  is  fused  with  1  part  of 
earbonate  of  potash  (or  soda),  the  fused  mass  dissolved  in  water,  and  at 
least  1  part  of  caustic  potash  added  to  ibe  solution ;  or  tellarous  acid  is 
dissolved  in  about  twice  the  quantity  of  caustic  potash  required  to 
neutralize  it  completely.  Through  the  solution  of  basic  tellurite  of 
potash  obtained  by  one  of  these  methods^  chlorine  gas  is  passed  till  the 
precipitate  which  is  at  first  produced  is  completely  redissolved,  and  the 
liouid  smells  of  chlorine.  A  few  drops  of  chloride  of  barium  are  then 
added,  to  precipitate  any  sulphuric  or  selenic  acid  that  may  be  present; 
the  liquid  filtered,  in  case  of  any  precipitate  being  thereby  produced ;  the 
solution  supersaturated  with  ammonia ;  and  chloride  of  barium  added  as 
long  as  tellurate  of  baryta  continues  to  be  precipitated.  The  precipitate, 
which  is  very  bulky  when  first  formed,  ought  quickly  to  aggregate  in 
crystalline  grains ;  if  this  change  does  not  take  place,  the  precipitate 
likewise  contains  tellurite  of  baryta.  The  precipitate  is  then  dried  at 
a  gentle  heat;  4  parts  of  it  digested  with  1  part  of  oil  of  vitriol  and  from 
4  to  8  parts  of  water ;  the  filtrate  concentrated  to  a  certain  extent  in  the 
water-bath;  and  then  left  to  crystallize  by  spontaneous  evaporation.  The 
acid  may  likewise  be  separated,  though  less  advantageously,  by  dissolving 
the  tellurate  of  baryta  in  dilute  nitric  acid;  precipitating  the  baryta  by 
sulphuric  acid;  evaporating  the  filtrate  to  dryness  in  the  water-bath,  in 
order  to  drive  off  the  nitric  acid;  dissolving  the  residue  in  water;  and 
crystallizing  by  spontaneous  evaporation.  The  best  crystals  are  obtained 
when  sulphuric  acid  is  present.  To  free  the  crystals  from  adhering 
sulphuric  acid,  they  are  either  pounded  and  washed  with  alcohol;— or  their 
aqueous  solution  is  evaporated  to  dryness  in  the  water-bath;  the  residue 
exposed  to  the  same  degree  of  heat  for  some  hours;  then  left  to  cool,  and 
exhausted  with  cold  water,  which  extracts  scarcely  anything  but  the 
sulphuric  acid;  the  residue  dissolved  in  boiling  water,  which  leaves 
tellurous  acid  undissolved ;  and  the  filtrate  left  to  evaporate  spontaneously. 
The  liquid,  after  being  treated  with  chlorine,  may  likewise  be  mixed  with 
a  boiling  solution  of  chloride  of  lead :  the  telluric  acid  will  then  be  pre- 
cipitated in  the  form  of  tellurate  of  lead;  and  the  precipitate,  after 
thorough  washing,  may  be  decomposed  by  hydrosulphuric  acid  in  the 
manner  described  under  (2). 

2.  A  mixture  of  tellurous  acid  and  nitre  is  heated,  with  constant 
stirring,  till  the  mass,  which  at  first  assumes  a  dark  red  colour,  is  cou* 
verted  into  a  transparent  and  colourless  liquid.  The  heat  applied  must 
not  be  more  than  sufficient  to  bring  the  bottom  of  the  crucible  to  dull 
redness,  because  a  higher  temperature  would  reconvert  the  tellurate  of 
potash  into  tellurite.  From  the  resulting  mass,  when  cooled  and  pul- 
verized, cold  water  extracts  nitrate,  tellurite,  and  tellurate  of  potash. 
The  bitellnrate  of  potash  which  remains  undissolved,  is  taken  up  by 
boiling  water,  and  the  solution  neutralized  with  ammonia,  and  precipitated 
either  by  chloride  of  barium  or  nitrate  of  lead.  The  tellurite  of  baryta 
is  treated  as  in  method  (1).  The  tellurate  of  lead,  after  washing,  is 
either  decomposed,  like  the  tellurate  of  baryta,  by  sulphuric  acid ;  or — 
since  telluric  acid  is  not  immediately  decomposed  by  hydrosulphuric  acid 
at  ordinary  temperatures — the  tellurate  of  lead  may  be  diffused  in  water ; 
quickly  decomposed  by  a  stream  of  hydrosulphuric  acid  gas,  continued  till 
the  liquid  smells  of  it  after  being  shaken  up ;  the  excess  of  that  acid 
quickly  removed  by  the  addition  of  a  portion  of  tellurate  of  lead  set 
apart  for  that  purpose;  and  the  liquid  filtered  and  evaporated.  (Berzelius.) 
The  crystallized  aoid  obtained  by  one  of  these  methods  is  converted  into 

vot.  iv.  2  D 
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tb«  anhydrous  aeid  by  heating  it  not  quite  to  fedneas.  If  any  portion  of 
the  tellario  acid  has  been  converted  into  tellurone  acid  bj  the  application 
of  too  much  heat,  the  tellorons  acid  may  be  dlssolyed  out  by  hydrochloric 
acid.  (Berselius.) 

Prop«rfte9.— Orange-yellow  mass,  haying  the  form  of  crystals. 

Cahnilatton.  BeneKas. 

Ta    64      ....      72-73        7277 

30    24       ....      27-27        27-23 

TeO»    88      ....     lOe-00        100-00 

Decompoiitumi.'-^Ai  a  temperature  mnoh  below  the  melting  point  of 
telluroQS  acid,  tellario  acid  is  resolved  into  oxygen  gas  and  white 
pulreruleni  tellurons  acid.  Strong  hydrochloric  acia  decomposes  tellnric 
acid  slowly  and  only  with  the  aid  of  beat,  the  products  of  the  reaction 
being  chlorine  gas  and  hydrochlorate  of  telluric  oxide. 

Combinations. — a.  With  Water. — ».  Hydrate  of  Telluric  Aeid, — 
Formed  by  heating  the  crystallized  acid  to  160^.  The  crystals  are 
converted,  without  change  of  form,  into  an  opaque  mass,  which  is  yellow 
while  hot,  but  turns  white  on  cooling.. 

<3a]imlatioD.  Benriins. 

TeO» 88      ....      90-78        9074 

HO  9      ....        9-28        9-26 

HO,TcO» 97      ....     100-00        100-00 

^.  CryttaUited  Telluric  Aeid, — Formed  by  spontaneous  evaporation 
of  the  aqueous  solution.  Colourless,  tolerably  laj-ge,  flattened,  six-sided 
prisms,  with  very  obtuse  four-sided  summits  (somewhat  like  Fig,  67), 
and  often  longitudinally  striated ;  or — if  they  separate  from  a  solution 
containing  sulphuric  acid,  or  from  a  warm  concentrated  solution — veiy 
short  eight-sided  prisms.  Reddens  litmus  slightly.  Taste  not  sour  but 
metallic,  very  much  like  that  of  nitric  aeid.  The  crystals  retain  their 
d  atoms  of  water  at  100^;  at  160°,  they  give  off  15-6  per  cent.  (2  atoms) 
and  leave  the  hydrate  «;  at  a  stronger  heat,  but  below  redness,  they  give 
off  the  remaining  7*9  per  cent.  (1  atom)  of  water  and  leave  the  anhydrous 
acid,  which,  at  a  higher  temperature,  gives  off  7  per  cent,  of  oxygen  and 
leaves  6i)'5  per  cent,  of  tellurons  acid : 


TeOa 

3H0 

CalcttlaUon. 
...       88      ....       76-62 
27       ....       23-48 

Benelras. 
76-5 
23-5 

3HO,TeO»  

...     115       ....     100-00 

100-0 

y.  Aqueous  Telluric  Aeid,^^The  anhydrous  acid  is  perfectly  insoluble 
even  in  boiling  water,  and  when  thrown  into  water  in  the  state  of  fine 
powder,  merely  diffuses  itself  through  the  liquid,  producing  a  yellow 
miikiness.  The  hydrated  acid  dissolves  easily  in  hot  water,  and  very 
slowly,  though  completely,  in  cold  water.  The  crystallized  acid  dissolves 
slowly  but  abundantly  iu  cold  water.  One  part  of  the  acid  dissolves  in 
1*63  pt.  water  at  19*5^,  and  iu  boiling  water  in  almost  any  proportion. 
The  solution  evaporated  to  a  syrupy  consistence  in  the  water-bath 
solidifies  in  the  crystalline  form  on  cooling;  when  evaporated  to  dryness 
in  the  water-bath,  it  leaves  a  milk-white,  amorphous  mass,  wfaieh,  if 
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digested  in  water,  after  cooling,  first  separates  in  translaeent  flakes  and 
then  dissolves  very  slowly.  The  aqaeons  solution  saturated  with  hjdro- 
sulphuric  acid  deposits  tersulphide  of  tellurium,  slowly  in  the  cold,  more 
quickly  when  heated.  From  the  saturated  aqueous  solution,  strong 
alcohol  precipitates  part  of  the  telluric  acid. 

Telluric  acid  does  not  combine  with  other  acids;  the  anhydrous  acid  is 
insoluble  in  cold  hydrochloric  and  in  hot  nitric  acid. 

h.  With  Salifiable  Bases,  telluric  acid  forms  salts  called  Tbllubatss. 
Telluric  acid  has  but  slight  affinity  for  bases.  The  hydrated  acid  with- 
draws from  aqueous  solutions  of  alkaline  carbonates,  only  so  much  alkali 
as  to  form  a  salt  containing  2  atoms  of  acid.  The  anhydrous  acid  is  inso- 
luble in  boiling  potash,  unless  the  latter  is  so  concentrated  as  to  solidify  on 
cooling.  Telluric  acid  forms  bibasic,  sesqnibasic,  monobasic,  bi-acid,  and 
quadracid  salts.  They  are  all  colourless,  unless  the  base  is  coloured. 
The  alkaline  monoteliurates  have  a  caustic  alkaline  taste;  the  bitell urates 
of  the  same  bases  have  an  alkaliue  reaction,  and  taste  partly  alkaline, 
partly  metallic.  At  a  red  heat,  tellurates  are  converted  into  tellurites, 
at  the  same  time  fusing,  assuming  a  yellow  or  brown  colour,  and 
evolving  oxygen  gas.  Many  alkaline  quadrotellurates  which,  in  the 
hydrated  state,  are  colourless  and  soluble  in  water,  give  off  water 
when  heated,  even  short  of  redness,  and  pass  into  a  peculiar  state  in 
which  they  are  yellow  and  insoluble  in  aqueous  acids  and  alkalis.  Hence 
Berzelius  assumes  the  existence  of  two  isomeric  modifications  of  telluric 
acid — the  insoluble  modification  occurring  in  anhydrous  telluric  acid  and 
in  the  de-hydrated  yellow  salts  just  mentioned,  and  the  soluble  variety  in 
the  hydrated  acid  and  the  ordinary  tellurates.  Many  tellurates,  when 
heated  on  charcoal  before  the  blowpipe,  yield  metallic  tellurium,  the 
reduction  being  generally  attended  with  slight  detonation.  The  reduced 
tellurium,  if  roasted  in  an  open  tube,  yields  a  sublimate  of  tellurons  acid. 
Most  tellurates,  when  ignited  with  potassium  or  with  a  mixture  of 
charcoal  and  carbonate  of  potash,  yield  a  mass  which  gives  up  telluride 
of  potassium  to  water,  and  thereby  colours  it  wine-red.  Most  acids, 
even  acetic  acid  in  excess,  abstract  the  base  of  the  alkaline  tellurates;  the 
aqueous  solutions  of  these  salts  give  a  precipitate  with  tincture  of  galls. 
Solutions  of  tellurates  in  cold  concentrated  hydrochloric  acid  are  not 
yellow  and  give  no  precipitate  with  water;  but  when  heated,  they  evolve 
chlorine,  thereby  becoming  yellow,  and — if  the  acid  is  not  in  very  great 
excess — precipi table  by  water:  the  hydrochloric  acid  solution  heated  with 
sulphurous  acid,  deposits  metallic  tellurium.  The  tellurates  of  the  more 
soluble  alkalis  dissolve  in  water  with  tolerable  facility,  the  quadro- 
tellurates being  the  least  soluble :  hence  a  small  quantity  of  alkali  added 
to  the  aqueous  acid  produces  a  precipitate  which  dissolves  in  a  larger 
quantity  of  the  alkali.  The  tellurates  of  the  earthy  alkalis  are  but 
slightly  soluble,  those  which  contain  2  or  4  atoms  of  acid  being,  however, 
more  soluble  than  the  simple  salts.  The  tellurates  of  the  earths  and  heavy 
metallic  oxides  are  almost  insoluble;  nevertheless,  water  extracts  from 
some  of  them  an  acid  salt  and  leaves  a  basic  salt  undissolved.  The  aqueous 
solutions  of  the  more  easily  soluble  tellurates  give  with  chloride  of  barium 
a  precipitate  which  is  bulky  at  first,  but  afterwards  becomes  granular, 
and  is  soluble  in  hydrochloric  or  nitric  acid.  (Berzelius.) 

Crystallized  telluric  acid  is  insoluble  in  absolute  alcohol,  slightly 
soluble  in  hydrated  alcohol. 

2d2 
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Tellurium  and  Hydrogen. 


Ritier  {Gilh,  29, 1 48)  has  shown  that  when  the  negatiye  electricitj  of  a 
voltaic  circuit  is  conducted  into  water  bj  means  of  telluriam,  no  hydrogen 
is  evolTed  on  the  metal,  but  a  Uydride  of  Tellurium  is  formed,  having 
strong  colouring  properties.  Sir  H.  Davj  (GUb.  37,  49)  found  that  the 
water  surrounding  the  tellurium  acquired  a  purple  tint,  from  formation  of 
hydrotelluric  acid;  and  that,  by  access  of  air,  a  brown  powder  was 
precipitated,  which  he  regarded  as  a  compound  of  tellurium  with  a 
smaller  quantity  of  hydrogen,  %.e.  as  hydride  of  tellurium.  But  according 
to  Magnus  {Pogg.  17,  521),  this  brown  powder  is  nothing  but  metallic 
tellurium,  and  there  is  no  such  thing  as  a  hydride  of  that  metal.  The 
brown  powder  is  precipitated  even  when  thoroughly  boiled  water  is  used, 
because  the  oxygen  evolved  at  the  positive  pole  diffuses  itself  through  the 
liquid.  If  the  water  contains  an  acid,  no  brown  powder  is  deposited, 
bcNcause  the  hydrotelluric  acid  which  is  then  produced,  being  but  slightly 
soluble  in  acid  liquids,  immediately  escapes  as  gas.  (Magnus.) 


Htdrotelluric  Acid.     HTe. 

Telluretted  Hydrogen^  Sydrotellurtaure,  HydroUUurgoi,  Tdlur-- 
vHJMerstojfsaurey  Tellurtoasterttojf'gas,  Acide  kydrotellurique,  Adde  tellur- 
hydrique^  Gcu  hydrogine  UUuri. 

Preparation, — By  digesting  tellaride  of  potassium  (H.  Davy),  or 
telluride  of  zinc,  or  telluride  of  iron  (Berzelius)  in  a  gas -generating  vessel 
with  hydrochloric  acid;  the  gas  is  received  over  mercury. 

Properties.^-^olonTlesa  gas,  having  a  disagreeable  and  peculiar  odonr» 
very  much  like  that  of  hydrosulphuric  acid.  When  newly  prepared,  it 
reddens  litmus;  but  loses  this  property  by  washing  with  water,  either 
because  the  air  in  the  water  decomposes  the  gas,  or  because  the  water 
withdraws  the  hydrochloric  acid  mixed  with  it.  (H.  Davy.)  Specific 
gravity  =  4*489  (Bineau,  Ann.  Chim.  Phya.  68,  424.) 

Te    64        98-46 

H     1         1-54 


HTe 65        10000 

Vol.  Sp.  p*.  Vol.  Sp.  gr. 

Tellurium  vapour 1     ....  26-6112  =       1      ....  4-4352 

Hydrogen  gas    6     ....  0-4158  =       1       ....  0-0693 


Hydrotelluric  add  gas   6    ....     27-0270      =       1       ....    4-5045 

Decompontions, — 1.  The  gas,  when  in  contact  with  air,  takes  fire  on 
the  approach  of  a  burning  body  and  bums  with  a  bluish  flame,  forming 
water  and  telluric  oxide.  (H.  Davy.) — 2.  Chlorine  mixed  with  the  gas 
immediately  precipitates  tellurium,  which  is  soon  converted  into  chloride 
of  tellurium.  (H.Davy.) — 3.  Heated  tin  decomposes  the  gas,  withdrawing 
the  tellurium  and  leaving  hydrogen  gas  of  the  same  volume  as  the  hydro- 
telluric acid.  (Bineau.) — 4.  The  gas  is  decomposed  by  contact  with 
various  heavy  metallic  oxides  dissolved  in  acids,  yielding  water  and  a 
metallic  telluride.  (Berzelius.) 
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ConwincUhru. — a.  With  water. — SoltUion  of  HydroteUuric  Acid, — 
Water  absorbs  the  gas,  forming  a  pale  red  liquid,  which,  when  exposed  to 
the  air,  turns  brown  and  deposits  metallic  teilarium.  (H.  Davy.) 

&.  With  the  soluble  alkalis,  forming  AUcaline  HydroUUurateSy 
which  may  likewise  be  regarded  as  tellurides  of  the  alkali-metals,  e,g, 
KO,HTe  =  KTeH-HO. 

Tellurium  ako  Phosphorus. 

Phosphate  of  Telluric  Oxide. — ^White  powder,  insoluble  in  water. 
(Berzelius.) 

Tellurium  and  Sulphur. 

A.  Sulphide  of  Tellurium. — Tellurium  and  sulphur  may  be  melted 
together  in  all  proportions.  Sulphur  with  a  small  quantity  of  tellurium 
forms  a  yellowish-red  mixture ;  with  a  larger  quantity,  a  substance  which 
is  red  by  transmitted  and  black  by  reflected  light ;  and  with  a  still  larger 
quantity,  an  opaque,  lead-grey  mixture.  (Berzelius.) 

a.  ii9ulphide,  TeUur(nu  Hulphide^  Sulphotellurous  Acid. — 1.  Formed 
by  passing  hydrosulphuric  acid  gas  through  the  solution  of  a  salt  of 
telluric  oxide. — 2.  Bypassing  hydrosulphuric  acid  through  a  solution  of 
an  alkaline  tellurite  till  that  salt  is  converted  injo  a  snlphotellurite  of  the 
alkali-metal,  and  then  precipitating  by  an  acid.  The  precipitate  pro- 
duced by  either  of  these  methods,  which  is  at  first  fiocculent,  brown,  and 
translucent,  soon  becomes  darker,  indeed  almost  black. — 3.  By  exposing 
a  snlpbotellurite  of  an  alkali -metal  to  the  air.  In  this  case,  the  bisulphide 
of  tellurium  is  precipitated  in  the  form  of  a  non-crystalline  film,  destitute 
of  metallic  lustre.  (Berzelius.) 

Brown-black;  uuder  the  burnishing  steel,  it  acquires  the  metallic 
lustre  and  a  lead-grey  colour.  Softens  when  heated,  but  without  meltiug 
completely;  swells  up;  and,  on  cooling,  solidifies  to  a  blistered,  grey  mass, 
which  has  a  semi-metallic  lustre,  is  easily  pulverized,  and  does  not  conduct 
electricity.  When  heated  in  a  retort  somewhat  strongly  and  for  a 
considerable  time,  it  is  decomposed,  yielding  a  distillate  of  sulphur — which, 
from  admixture  of  a  small  quantity  of  tellurium,  is  coloured  dark-red  at 
first  and  afterwards  black — and  a  residue  of  tellurium  perfectly  free  from 
sulphur.  If  the  sulphide  of  tellurium  is  mixed  with  a  small  quantity  of 
another  metallic  sulphide,  the  latter  also  gives  up  its  sulphur,  so  that  a 
metallic  telluride  is  left  behind.  Bisulphide  of  tellurium  dissolves  slowly 
but  completely  in  boiling  potash  or  soda,  forming  a  deep  yellow  solution; 
when  freshly  precipitated,  it  likewise  dissolves  sparingly  in  strons;  solution 
of  ammonia,  to  which  it  imparts  a  pale  yellow  tint ;  the  ammonia  readily 
dissolves  out  any  sulphide  of  arsenic  that  may  be  mixed  with  it. 
(Berzelius.) 

Te    64        6G-67 

2S    32         33-33 


TeSa 96        100-00 

With  basic  metallic  sulphides,  bisulphide  of  tellurium  forms  com- 
pounds called  StUp/ioteUurites.  Those  of  the  alkali-metals  and  magnesium 
are  most  readily  obtained  by  saturating  the  solution  of  an  alkaline 
tellurite  with  hydrosulphuric  acid  gas.  l{,  however,  a  monotellurite  of 
the  alkali  be  used  for  the  purpose,  two-thirds  of  the  resulting  tellurou« 
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sulphide  is  precipitated,  beoanne  3  atoms  of  an  alkaline  sulphide  dia- 
solved  in  water  can  onlj  take  np  1  atom  of  the  teilnrons  solpkide : 
such  at  least  is  the  relation  in  the  sodium-oomponnd,  whieh  is  tomfomA 
of  dNaS,TeS'.  It  is  true  that  the  sulphur-salt,  after  evaporation  to 
dryness,  may  he  fused  with  a  larger  quantity  of  teilnrons  sulphide,  but 
the  excess  is  left  behind  on  digesting  the  fused  mass  in  water.  From 
alkaline  bihydrosulphates,  sulphotellurous  acid  drives  out  the  excess  of 
h^drosulphuric  acid  on  boiling,  and  forms  the  same  solution  as  above;  the 
higher  sulphides  of  the  alkali-metals  are  but  slowly  and  imperfectly 
decomposed  by  it.  These  compounds,  mixed  with  an  alkaline  tellurite, 
are  obtained  on  dissolving  bisulphide  of  tellurium  in  caustio  potash  or 
soda;  probably  thus: 

9KO  +  5TeS?  =  3(KO,TeO»)  +  2(3KS,TeS»). 

The  sulphotellurites  of  the  earth-metals  and  heavy  metals  are  obtained 
by  double  decomposition. 

The  anhydrous  sulphotellurites  of  the  alkali-metals  are  brownish 
yellow ;  the  crystallized  hydrates  and  the  aqueous  solutions  pale  yellow. 
The  anhydrous  sulphotellurites  of  the  alkali -metals  may  be  ignited  with- 
out decomposition  out  of  contact  of  air,  and,  at  ordinary  temperatures^ 
remain  unaltered  when  exposed  to  the  air.  In  the  state  of  solution  they 
are  quickly  decomposed,  the  alkaline  sulphide  being  converted  into  a 
hyposulphite,  while  the  bisulphide  of  tellurium  separates  in  the  form  of 
a  grey  metallic  film  on  the  surface  of  the  liquid.  The  alkaline  sulpho- 
tellurites are  easily  soluble  in  water,  less  easily  in  alcohol  j  in  the  latter 
case,  sulphide  of  tellurium  is  deposited,  and  the  liquid  acquires  a  deep 
yellow  colour.  Acids  added  to  the  solutions  of  these  salts  throw  down 
bisulphide  of  tellurium.  The  sulphotellurites  of  the  heavy  metals,  when 
ignited  in  olose  ^esseb,  are,  for  the  most  part,  decomposed,  the  sulphide 
of  tellurium  giving  up  its  sulphur,  and  the  tellurium  either  combining 
with  the  whole  of  the  more  basic  metal  and  separating  the  whole  of  the 
sulphur — or  with  only  a  part  of  it, — so  that  the  residue  consists,  either  of 
metallic  telluride  alone,  or  of  a  mixture  of  that  compound  with  the  basic 
sulphide.  (Berzelius.) 

Tersulphide  of  Tellurium^  Telluric  Sulphide,  Sulphotelluric  Acid. — 
A  dilute  aqueous  solution  of  telluric  acid,  saturated  with  hydrosulphuric 
acid  gas,  and  set  aside  in  a  closed  vessel  in  a  warm  place,  turus  brown 
without  losing  its  transparency;  but  afterwards  loses  its  colour,  and 
deposits  tersulphide  of  tellurium,  which  covers  the  sides  of  the  vessel  in 
the  form  of  a  blackish-grey,  metal-shining  film,  easily  rubbed  oflT  in 
flakes.  The  compounds  of  this  sulphide  with  the  more  basic  metallip 
sulphides  —  the  Sulphotellurates — have  not  been  further  examined. 
(Berzelius.) 

c.  Tetrasulphide  of  Tellurium. — Tellurium  and  sulphur,  melted 
together  in  equal  parts,  yield  a  lead-coloured,  radiated  mass.  (Klaproth.) 

B.  Sulphate  of  Telluraus  Oxide? — Tellurium  immersed  in  100  parts  of 
oil  of  ritriol,  at  ordinary  temperatures,  imparts  a  fine  amethyst  colour  to 
the  liquid ;  a  small  Quantity  of  water  added  to  the  solution  destroys  the 
colour,  precipitating  orown -black  flakes  of  metallic  tellurium.  (Miiller  von 
Reichenstein,  Klaproth.) — Anhydrous  sulphuric  acid,  sealed  np  in  a  tube 
with  tellurium-powder,  produces  a  red  colour  at  a  few  points  only,  pro- 
bably arising  from  moisture;  otherwise  it  remains  colourless  for  a  consi- 
derable time>  even-  if  melted.     But  if,  in  consequence  of  the  air  not  being 
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perfeoily  dzoladed,  tlie  flulphnrio  aoid  should  absorb  a  trace  of  water,  it 
oissolyes  the  tellarinm  in  large  quantity  .producing  a  red  colour,  and 
giyiug  off  sulphurous  acid.  The  solution  contains  1  part  of  tellurium  to 
9*4  parts  of  acid;  on  the  addition  of  water,  O'd  pt.  falls  down  in  the 
metallic  state^  while  0*1  remains  in  solution  as  oxide. — Pounded  tellu- 
rium dissolyes  in  cold  fuming  oil  of  vitriol  in  the  proportion  of  1 :  48,  the 
solution  smelling  perceptibly  of  sulphurous  acid,  even  if  the  moisture  of 
the  air  be  completely  excluded.  Oil  of  vitriol  which  does  not  fume, 
dissolves  only  f(f^^  tellurium,  and  without  perceptible  odour  of  sulphu- 
rous acid.  With  oil  of  vitriol  moderately  warmed,  tellurium  forms  a 
darker  solution,  having  a  stronger  violet  colour.  The  metal  continues  to 
dissolve,  and  the  violet  colour  to  increase,  so  long  as  the  oil  of  vitriol 
does  not  boil;  but  when  ebullition  commences,  the  solution  loses  its 
colour,  and  sulphate  of  telluric  oxide  is  formed.  The  red  solution 
probably  contains  a  lower  oxide  of  tellurium,  which,  on  the  addition  of 
water,  is  partly  reduced  to  the  metallic  state  by  the  sulphurous  acid  still 
present,  and  is  partly  resolved  into  metallic  tellurium  and  telluric  oxide^ 
which  remains  in  solution.  (N.  W.  Fischer,  Fogg.  12,  153;  15,  77;  16, 
118.)  The  red  solution,  when  preserved  in  close  vessels,  remains 
unaltered  for  a  long  time ;  when  exposed  to  the  air,  it  absorbs  moisture 
and  becomes  decolorized,  the  tellurium  being  converted  into  TeO^  at  the 
expense  of  the  sulphuric  aoid :  hence  the  liquid,  when  exposed  to  the  air, 
smells  constantly  of  sulphurous  acid.  But  the  odour  of  sulphurous  acid 
is  not  perceived  at  the  time  of  dissolving  the  metal  in  oil  of  vitriol ;  con- 
sequently,  the  red  solution  contains  metallic  tellurium  in  direct  combina- 
tion  with  sulphuric  acid,  corresponding  to  the  solution  of  sulphur  and 
selenium  in  sulphuric  aoid.  (Magnus,  Fogg.  10,  491.)  The  theory  of 
Magnus  is  supported  by  the  red  colour  of  the  solution,  which  agrees  with 
that  of  tellunae  of  potassium  in  water.  (Berzelius.) 

C.  Sulphate  of  Tbllvrio  Oxipb  or  Tbllvbig  Sulphatb.— a.  £asic 
SulphaU. — Formed  by  heating  the  dry  salt,  b,  in  a  retort,  till  part  of 
the  sulphuric  aoid  is  driven  off;  there  then  remains  an  easily  fusible, 
vitreous  residue,  which  is  yellow  while  fused,  and  becomes  transparent 
and  colourless  on  cooling;  when  more  strongly  heated  in  an  open  crucible^ 
it  giveer  off  all  its  sulphuric  acid,  leaving  fused  telluric  oxide,  which 
solidifies  in  an  opaque  crystalline  mass.  (Berselius.) 

b.  Biitdphate. — Pounded  tellurium  made  into  ^a  thin  paste  with  oil 
of  vitriol,  yields,  when  heated,  a  purple-red  mass,  which,  as  soon  as  all 
the  liquid  is  driven  off,  evolves  sulphurous  acid  and  becomes  colourless. 
After  the  expulsion  of  the  oil  of  vitriol,  there  remains  a  white,  earthy 
mass,  havinff  at  first  a  drying  and  afterwards  a  metallic  taste.  When 
heated  to  redness,  it  melts  and  leaves  a  residue,  first  of  salt  a  and  after* 
wards  of  telluric  oxide.  Water  resolves  it  into  telluric  oxide  and  dilute 
sulphuric  acid  containing  a  very  small  quantity  of  oxide  in  solution. 
It  dissolves  in  warm  hydrochloric  or  nitric  acid,  and,  if  the  solution  be 
saturated,  separates  from  it  in  grains  on  cooling.  (Berzelius.) — When 
1  At.  tellurium-powder  is  dissolved  in  1  At.  sulphuric  acid  diluted  with 
water,  heat  being  applied  and  strong  nitric  acid  added,  a  large  Quantity 
of  anhydrous  tellurous  acid  separates  from  it  on  cooling;  and  if  the 
liquid  be  poured  off  and  the  excess  of  nitric  acid  evaporated,  pearly 
scales  of  the  bi-acid  salt  are  obtained.  (Berzelius.) 

When  tellurium  is  heated  with  excess  of  oil  of  vitriol,  till  the  red 
solution  becomes  decolorized  by  boiling,  a  salt  which  is  easily  soluble  in 
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irater,  separates  on  cooling.  The  supernatant  liquid  slowly  dissolres 
tellurinm,  forming  a  red  solution,  and  is  slightly  reddened,  eren  after 
some  time,  by  the  introduction  of  a  rod  of  zinc.  (Fischer.) — Telloriam 
dissolves  in  oil  of  vitriol  mixed  with  2  or  3  parts  of  water  and  a  smftll 
quantity  of  nitric  acid,  forming  a  colourless  liquid  which  is  not  decom- 
posed by  the  addition  of  a  larger  quantity  of  water.  (Klaproth.) 

Tellurium  and  Sblsnium. 

^  Selenide  OF  Tellurium. — These  two  bodies  may  be  fused  togeiher 
in  all  proportions.  They  evolve  heat  in  uniting,  and  form  an  iron-black 
brittle  mass,  of  crystalline  fracture ;  this  substance  fuses  to  a  thin  liquid, 
even  below  a  red  heat;  boils  at  a  higher  temperature;  evaporates  unde* 
.composed  out  of  contact  of  air;  but  when  exposed  to  the  air,  readily 
oxidizes,  and  forms  transparent  drops,  which  appear  to  consist  of  telluric 
selenite.  (Berzelius.) 

Tellurium  and  Iodine. 
Tellurium  and  iodine  unite  in  all  proportions. 

A.  SuBioDiDB  OF  Tellurium. — By  heating  the  compound  5,  or  by^ 
fusing  a  large  quantity  of  tellurium  with  a  small  quantity  of  iodine,  a 
metallic  mass  is  obtained.  (Berzelius.) 

B.  Proto-iodide  of  Tellurium. — Tellurotu  Iodide,  lodoUUurous 
Acid, — ^Tel. — Formed  by  heating  in  a  distilling  apparatus  a  pounded 
mixture  of  1  At.  tellurium,  and  rather  more  than  1  At  iodine,  at  a  very 
gentle  heat.  The  excess  of  iodine  passes  off,  and  the  proto-iodide  of 
tellurium  sublimes  in  black,  crystalline  flakes,  having  some  metallic 
lustre,  very  fusible  and  volatile,  and  forming,  after  fusion,  a  mass  which 
has  a  non-crystalline  fracture. — When  suddenly  heated,  it  gives  off  iodine 
and  is  converted  into  A. — When  digested  in  aqueous  hydrochloric  acid  or 
ammonia,  it  finally  leaves  a  residue  of  metallic  tellurium.  It  is  not 
attacked  by  water,  even  when  boiling.  (Berzelius.) 

C.  Biniodide  of  Tellurium. — Telluric  Iodide,  ledoteUurie  Aeid,'^ 
Formetl  when  finely  pounded  hydrate  of  telluric  oxide  is  digested  in  a 
closed  vessel  for  some  time,  with  aqueous  hydriodic  acid.  The  telluric 
oxide  is  then  converted  into  coherent,  iron-grey  biniodide  of  tellurium. 
A  small  quantity  of  this  compound  dissolves  in  the  excess  of  hydriodic 
acid,  imparting  to  it  a  dark  brown  colour,  and  may  be  separated  from  it 
in  iron-grey  prisms,  by  evaporation  in  vacuo  over  oil  of  vitriol  and  burnt 
lime,  which  takes  up  the  hydriodic  acid  and  excess  of  iodine.  When 
tellurium-powder  is  digested  for  a  considerable  time  with  iodine  and  water, 
the  dark  brown  liquid  poured  off  from  the  insoluble  portion  contains  but 
a  small  quantity  of  biniodide  of  tellurium  dissolved  in  excess  of  iodine; 
on  evaporation,  it  gives  off  iodine,  becomes  continually  paler,  and  leaves 
a  black  residue  of  biniodide  of  tellurium. 

Fine,  nearly  black  grains,  or  iron-grey  prisms. 
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Biniodide  of  telluriam  fases  when  heated^  and  on  boiling  evolres 
iodine,  pure  at  first,  but  becoming  continually  richer  in  tellurium,  till 
the  compound  A  is  left  behind. — By  water  it  is  resolved  into  tellurite  of 
telluric  iodide  which  letains  the  form  of  the  telluric  iodide,  and  aqueous 
hjdriodic  acid  in  which  a  small  quantity  of  the  telluric  iodide  dissolves. 
(Berzelius.)  Cold  water  exerts  but  a  slight  decomposing  action,  and 
remains  colourless,  taking  up,  however,  a  small  portion  of  hydriodic 
acid ;  boiling  water  acquires  a  dark  brown  colour ;  after  thorough  boiling 
with  water,  100  parts  of  telluric  iodide  leave  23*5  parts  of  the  tellurite 
of  that  compound.  The  brown  solution,  when  evaporated,  evolves 
hydriodic  acid  and  iodine,  leaving  behind  the  dissolved  biniodide* 
(Berzelius.) 

3TcP  +  4H0  =  TcP,  2TcO»  +  4HI. 

Hence,  3  At.  TeP  (=948  parts)  should  give  up  f  of  its  iodine  as  hydriodic. 
acid,  and  yield  1  At.  TeP,  2TeO»  (=376  parts);  948  :  376=100  :  3966; 
consequently,  100  parts  of  telluric  iodide  should  yield  d9'66  parts  of  the 
tellurite;  but  as  a  small  quantity  of  the  biniodide  dissolves  in  the  aqueous 
hydriodic  acid,  the  quantity  actually  obtained  is  only  36*5  parts. — Binio- 
dide of  tellurium  dissolves  in  alcohol,  undergoing,  however,  some  decom- 
position, even  when  the  alcohol  is  absolute.  (Berzelius.) 

Biniodide  of  tellurium  combines  with  other  metallic  iodides,  especially 
with  those  of  the  alkali- metals.  These  compounds,  which  may  be  called 
lodotellurates,  are  obtained  by  exactly  saturating  a  solution  of  telluric 
iodide  in  concentrated  hydriodic  acia  with  an  alkali,  or  by  mixing  it 
with  an  alkaline  hydriodate  and  leaving  the  mixture  to  spontaneous  eva^ 
poration.  On  the  other  hand,  solid  telluric  iodide  is  but  slightly  soluble  in 
aqueous-alkaline  hydriodates.  Iron-grey,  shining  crystals,  forming  with 
a  small  quantity  of  water,  a  brown  solution  which  is  but  slightly  preci« 
pitated  by  a  larger  quantity  of  water. 

D.  Tellurite  of  Telluric  Iodide. — Formed  by  boiling  biniodide  of 
tellurium  with  successive  quantities  of  water.  Pale  greyish-brown,  very 
heavy.  Fuses  with  difficulty  when  heated,  yielding  traces  of  water,  then 
iodine  mixed  with  a  very  small  quantity  oi  tellurium,  and  lastly,  at  a 
strong  red  heat,  a  sublimate  of  metallic  tellurium  which  collects  in  drops. 
This  compound  is  not  decomposed  by  water.  (Berzelius.) 

E.  Hydriodate  of  Telluric  Iodide. — Concentrated  hydriodic  acid 
saturated  with  biniodide  of  tellurium  and  evaporated  in  vacuo  over  oil  of 
vitriol  and  slaked  lime,  yields  long,  right-tingled,  four-sided  prisms, 
having  the  metallic  lustre.  These  crystals,  when  sealed  up  in  a  glass 
tube  and  heated  by  the  hand,  melt  into  a  dark  brown  liquid,  which 
solidifies  again  on  cooling.  In  an  open  vessel  at  50°  or  60"",  they  do  not 
fuse,  but  give  off  a  brown  fume  of  hydriodic  acid  decomposed  by  contact 
with  the  air,  and  leave  biniodide  of  tellurium  having  the  form  of  tbe 
crystals  but  a  dull  surface  and  porous  texture.  Water  decomposes  tbe 
crystals,  yielding  a  precipitate  of  telluric  iodide,  together  with  dilute 
hydriodic  acid  containing  a  small  quantity  of  iodide  of  tellurium  in 
solution,  which  gives  it  a  brown  colour.  (Berzelius.) 

F.  Teriodidb  of  Tellurium  or  Hydriodate  of  Telluric  Acid.-^ 
Aqueous  telluric  acid  forms  with  aqueous  hydriodic  acid,  a  mixture  which 
is  clear  and  brown  at  first,  even  if  the  latter  predominated.     This  com- 
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pound,  whra  it  ermp^mietf  ipoiitoiMoiul j,  depositi  toUnm  iodide,  wbile 
the  excess  of  tellnrio  aoid  oollecii  in  coloorlese  prisms  on  Uie  edge  of  the 
▼essel  Hence  one-third  of  the  iodine  goes  off  on  erapomtion.  Whan 
tellaric  acid  and  hydriodio  acid  are  mixed,  in  solutions  aatnrated  mb 
completely  as  possible,  biniodide  of  tellurium  is  immediately  precipitated 
in  the  form  of  a  black  powder.  (Berselius.) 

G.  Pbbiodidb  of  Tbllubium.— Formed  b^  melting  iodine  in  a  glass 
tube,  dropping  in  a  piece  of  tellurium,  shakmg  for  a  few  seconds,  and 
decanting  to  sepaiate  the  iodine  saturated  with  tellurium,  from  the 
tellurium  which  remains  undiBsolved.  Dissolyes  in  water  very  slowly 
and  sparingly,  but  gives  it  a  very  dark  brown  colour.  The  solution 
is  decolorized  by  sulphite  of  ammonia»  and,  on  the  addition  of  hydro- 
chloric acid,  deposits  metallic  tellurium.  (Berzelius.) 


Tbllvbium  and  Bbominb. 

Bromine  and  tellurium  combine  at  ordinary  temperatures,  the  com- 
bination being  attended  with  development  of  heat. 

A.  Sub-bbomidb  op  Tbllubium. — Bibromide  of  tellurium  may  be 
fused  with  tellurium  in  any  proportion. 

B.  Pbotobbomidb  of  Tbllubium. — Tdlurotu  JBrtmide,  Bnmoid* 
lurou$  Aeid, — TeBr.-^When  a  mixture  of  bromine  and  tellurium,  con* 
taining  an  excess  of  the  latter,  is  distilled,  this  compound  passes  over 
in  the  form  of  a  violet  vapour  which  condenses  in  fine  black  crystalline 
needles;  these  crystals  fuse  readily;  and,  on  cooling,  solidify  in  a  mass^ 
having  a  non-crystalline  fracture  and  but  little  lustre.  This  oomponn4 
is  decomposed  by  water.  (Berzelius.) 

C.  BiBKOMiDB  OF  Tbllubiux. — TMuric  Bromide^  BromotMurk 
Acid. — To  form  this  compound,  bromine  is  introduced  into  a  f lass  tube 
sealed  at  one  end  and  cooled  by  immersion  in  ice,  pounded  tellurium  being 
afterwards  added,  not  in  excess,  and  with  fre(|ueut  stirring;  the  excess 
of  bromine  is  driven  off  by  the  heat  of  a  water-bath.  Rmldish  yellow 
mass,  which,  when  gently  heated,  fuses  to  a  dark  red,  transparent  liquid, 
and  forms  a  crystalline  solid  on  cooling;  at  a  higher  temperature,  it  is 
converted  into  a  yellow  vapour,  which  sublimes,  partly  in  the  form  of  a 
yellow  meal,  partly  in  pale-yellow  crystalline  needles. 

Te 64*0        28-99 
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Uydrated  Bibromide  o/TeUurium,  or  Bihydrobromate  of  Telluric  Oxide* 
— Bibromide  of  tellurium  very  slowly  absorbs  moisture  when  exposed  to 
the  air,  and  dissolves,  without  decomposition,  in  a  small  quantity  of 
water.  The  yellow  solution  evaporated  to  a  syrupy  consistence  over  oil 
of  vitriol,  leaves  dark  ruby-red,  rhombic  tables,  which,  when  more  com- 
pletely dried,  give. off  their  water  and  become  yellow  and  earthy;  they 
deliquesoe  very  quickly  when  exposed  to  the  air.  The  yellow  solution, 
when  mixed  with  a  krger  quantity  of  water,  is  resolved  into  precipitated 
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tdlarite  of  tellario  bromide,  and  colourless,  dilute  Hjdrobromie  aoid  oon* 
tainiDg  a  small  quantity  of  tellurio  bromide  in  solution. 

Bibromide  of  tellurium  combines  with  the  bromides  of  the  alkali-metals, 
forming  compounds  which  may  be  called  BromotelluraUi, 

D.  TsLLtTRiTE  OF  Telluric  Bromide. — When  bibromide  of  tellurium 
is  decomposed  bj  boiling  water,  and  the  liquid  left  to  cool,  a  yellowish, 
granular  compound  crystallizes  out,  which,  when  heated,  gives  off  the 
greater  part  of  the  telluric  bromide,  without  intumescence,  and  after 
cooling  leaves  a  yellow,  crystalline  mass.  This  mass,  when  ignited  for 
a  vei^  long  time,  is  converted  into  pure  tellurous  acid.  The  aqueous 
solution  of  telluric  bromide  heated  with  water  till  its  colour  is  destroyed, 
and  then  evaporated  over  the  water-bath,  allows  the  hydrobromic  acid  to 
escape  with  the  last  portions  of  water,  and  yields  a  non-deliquescent, 
reddish-yellow  varnish,  which  is  rendered  milk-white  even  by  the  smallesi 
quantities  of  water.  A  larger  quantity  of  water  withdraws  the  bromine 
zrom  the  compound.  (Berzelins.) 


TbIiLURIUM  AHD  CHLORIlfB. 

A.  SuBCHLORiDS  OP  TELLURIUM.— Protochloride  of  tellurium  may  be 
fused  with  tellurium  in  all  proportions.  Such  a  mixture,  when  ignited  in 
a  retort,  first  gives  off  protochloride  of  tellurium,  then  metallic  drops  of  a 
compound  richer  in  tellurium,  and  leaves  a  residue  which  resembles 
tellurium,  but  is  more  easily  pulverized  and  reddens  litmus;  it  must  be 
freed  from  the  chlorine  still  adhering  to  it,  by  fusion  in  an  atmosphere  of 
hydrogen,  or  by  boiling  the  powder  with  a  small  quantity  of  hydros 
chloric  acid  and  afterwards  with  water.  (Berzelius.) 

B.  Protochloridb  of  Tellurium. — Tellurotu  Chloride,  CMorch 
tellurous  Add, — 1 .  Formed  by  passing  a  gentle  stream  of  chlorine  gas  over 
strongly  heated  tellurium  or  native  telluride  of  silver,  and  freeing  the 
distilled  prot-ochloride  of  tellurium  from  any  bichloride  that  may  be  mixed 
with  it — the  former  being  the  more  volatile.  The  separation  may  also 
be  effected,  though  less  completely,  by  distillation  over  tellurium-powder. 
(H.  Rose,  Pogg.  21,  443.) — 2.  By  mixing  bichloride  of  tellurium  with  an 
equal  weight  of  the  metal,  and  collecting  the  protochloride  by  distillation, 
(berzelius.)  Black,  amorphous  body,  having  an  earthy  fracture  and  yielding 
a  yellowish -green  powder;  it  fuses  readily  to  a  black  liquid,  and  is  more 
volatile  than  C.  Its  vapour  has  the  same  colour  as  that  of  iodine,  only 
paler  (H.  Rose);  it  is  purple,  but  if  air  be  completely  excluded  iiom  the 
vessel,  the  colour  somewhat  inclines  to  yellow.  (Berzelius.)  It  does  not 
fume  in  the  air.  (H.  Rose.) 

H.  Rose. 

Te 64-0        ....        64-38 

CI  35-4    ....    36-62    37-04  ....  37-77 

fcCl  99^    Z   100-00  ' 

Attracts  moisture  from  the  air,  and  becomes  surrounded  with  a  drop 
of  transparent  liquid,  which  is  rendered  milky  on  the  addition  of  water : 
with  a  larger  quantity  of  water,  a  grey  liquid  is  formed,  tellurous  acid  and 
metallic  tellurium  being  separated  at  the  same  time.  When  treated 
with  aqueous  sulphuric  or  hydrochloric  acid,  which  retain  the  telluroiis 
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acid  iu  solution,  it  deposits  nothing  but  tellarinm,  in  slender  ciystalsj 
amoonting  to  32*04  per  cent,  ^-consequently  half  the  quantity  contained 
in  the  protochloride.  (H.  Rose.) 

2TcCl  +  2H0  +  xSO»  =  Te  +  TeO»,  2HCl,xS0». 

A  mixture  of  tellurium  and  tellurous  acid  is  separated  eyen  by  triturating 
protochloride  of  tellurium  with  quick-lime  or  dry  carbonate  of  soda. 
(Berzelius.)    Protochloride  of  tellurium  combines  with  sal-ammoniac. 

Protochloride  and  bichloride  of  tellurium  may  be  fused  together  in 
any  proportion:  if  the  former  predominates,  the  compound  is  black,  and 
opaque  during  fusion;  if  the  latter  is  in  excess,  the  compound  is  yellowisfa, 
and  dark-red  while  liquid.  (Berzelius.) 

C.  BicHLORUOE  OF  TELLURIUM. — Telluric  Chloride,  Chhratelluric 
Acid, — Tellurium  bums  in  chlorine  gas  with  a  white  light,  and  is  con- 
yerted  into  white,  easily  fusible,  and  yolatile  telluric  chloride.  (H.  Dayy.) 
Chlorine  gas  docs  not  act  on  tellurium  at  ordinary  temperatures ;  but  on 
the  application  of  a  gentle  heat,  combination  takes  place  attended  with 
combustion.  The  tellurium  which  still  remains  uncombined  dissolyes  in  the 
telluric  chloride  produced,  and  forms  a  black  thick  liquid  which  continues 
to  absorb  chlorine,  at  the  same  time  becoming  transparent  and  deep  red,  and 
ultimately  deep  yellow;  on  cooling,  it  acquires  a  lemon-yellow  colour,'  and 
then  solidifies  to  a  white  mass.  A  yellow  tint  after  solidification  would 
indicate  the  presence  of  protochloride.  (Berzelius.)  Bichloride  of  tellu- 
rium is  snow-white,  of  crystalline  texture,  and  fuses  readily  to  a  yellow 
liquid,  which  becomes  deep  red  near  the  boiling  point;  boils  at  a  stronger 
heat  without  spirting,  and  is  converted  into  a  deep  yellow  vaponr, 
which,  in  dry  air,  condenses  into  a  white,  non-crystalline,  mealy  powder. 
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The  smallest  quantity  of  organic  matter  causes  the  bichloride  to  turn 
yellow  on  melting,  converting,  in  fact,  a  portion  of  that  compound  into 
protochloride,  which  then,  at  a  higher  temperature,  escapes  in  violet 
vapours.  Bichloride  of  tellurium  when  exposed  to  the  air,  deliquesces 
more  rapidly  than  chloride  of  calcium,  and  is  thereby  converted  into  a 
thin  liquid,  which  gradually  turns  milky,  gives  off  hydrochloric  acid,  and 
dries  up  to  a  white  residue,  consisting  of  tellurite  of  telluric  chloride. 
With  boiling  water  it  forms  a  clear  solution,  which,  when  slowly  cooled, 
deposits  crystals  of  tellurous  acid  mixed  with  smaller  crystals  of  tellurite 
of  telluric  chloride.  Combines  with  the  chlorides  of  the  alkali-roetals^ 
forming  compounds  which  may  be  called  Chlorotellwates, 

D.  Tellurite  op  Telluric  Ghloripe. — Basic  Telluric  Chloride. — 
a.  Separates  in  the  decomposition  of  telluric  chloride  by  cold  water.  The 
whole  of  the  chloride  of  tellurium  maybe  separated  by  repeated  washing, 
pure  tellurous  acid  being  left  behind. — b.  Crystallizes  outtroni  its  solution 
in  boiling  water,  together  with  tellurous  acid.  The  crystals,  when  heated, 
evolve  bichloride  of  tellurium,  with  strong  decrepitation  and  intumes- 
cence; afterwards  yield  a  small  quantity  of  white  sublimate,  likewise 
consisting  of  tellurite  of  telluric  chloride:  and  leave  tellurous  acid,  which 
Still  contains  telluric  chloride,  even  after  long  ignition,  and  is  therefore 
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transparent  when  solidified,  and  fuses  mnch  more  easily  than  pure  telln* 
rous  acid. — e.  Remains  behind  when  bichloride  of  tellnriam  is  exposed  to 
the  air  till  it  has  deliquesced  and  dried  up  again. — d.  When  a  solution 
of  tellnrous  acid  is  evaporated  over  the  water-bath,  there  remains  a  pale 
yellow,  transparent  residue,  which  deliquesces  very  slowly,  and  at  the 
same  time  becomes  milk-white.  (Berzelius.) — These  compounds,  a..,.e, 
contain  tellurons  acid  and  bichloride  of  tellurium  in  various  proportionSi 
The  calculations  of  their  composition  {Pogg,  32,  612-613),  require 
revision,  TeCi  appearing  therein  instead  of  TeCl'. 

E.  HtdrochIiOratb  of  Telluric  Chloride,  or  Acid  Htdrochlo^ 
HATE  OF  Telluric  Oxide. — 1.  Formed  by  dissolving  telluric  chloride, 
or  telluric  oxide,  in  hydrochloric  acid. — 2.  By  dissolving  tellurium  in 
aqua-regia. — The  deep  yellow  solution,  evaporated  over  the  water-bath, 
leaves  tellurite  of  telluric  chloride,  {vid.  9up,)  (Berselius.) — If  the  solu- 
tion does  not  contain  a  great  excess  of  hydrochloric  acid,  the  addition  of 
water  throws  down  tellurite  of  telluric  chloride;  an  excess  of  wate^ 
dissolves  the  precipitate  (according  to  Fischer),  only  when  the  solution 
contains  a  considerable  quantity  of  hydrochloric  acid. 

F.  Htdrochlorate  of  Telluric  Acid. — When  a  solution  of  tel- 
luric acid  in  strong  hydrochloric  acid  is  left  to  evaporate  spontaneously, 
it  gives  off  all  its  hydrochloric  acid,  and  leaves  pure  telluric  acid. 
(Berzelius.) 

Tellurium  and  Fluorine. 

A.  Bifluoridb  of  Tellurium. — Telluric  Fluoride, — Sublimes  on 
heating  the  compound  B. —Transparent ;  solid  at  ordinary  temperatures; 
soft  or  semifluid  when  heated;  deliquesces  very  quickly  in  the  air; 
deposits  tellurons  acid  on  the  addition  of  a  larger  quantity  of  water. 


B.  Tellurite  of  Telluric  Fluoride. — a.  A  solution  of  tellurons 
acid  in  aqueous  hydrofluoric  acid  evaporated  over  the  water-bath,  yields 
a  transparent  and  colourless  syrup,  which,  on  cooling,  solidifies  to  a  milk- 
white  mass,  consisting  of  little  warty  granules.  When  this  mass  is 
heated  in  a  platinum  crucible,  over  the  mouth  of  which  is  placed  a  larger 
vessel  of  the  same  kind  surrounded  with  water  and  ice,  it  melts,  gives 
off  water  and  afterwards  hydrofluoric  acid,  and  ultimately  yields  a 
sublimate  of  telluric  fluoride. — h.  After  the  mass  has  been  heated  to 
redness,  there  remains  a  compound  of  the  same  kind,  richer  in  tellurons 
acid;  this  compound  solidifies  to  a  crystalline-granular  mass,  gives  up 
hydrofluoric  acid  to  boiling  water,  and  evolves  that  acid  when  treated 
with  oil  of  vitriol.  (Berzelius.) 


Tellurium  and  Nitroobn. 

A.  Nitrate  of  Telluric  Oxide  or  Telluric  Nitrate. — The 
metal  dissolves  easily  in  nitric  acid,  forming  a  colourless  solution  which 
is  not  decomposed  by  dilution  with  water.  (Klaproth.)  Water  added  to 
the  solution  precipitates  the  hydrate  of  tellurons  acid  in  white  flakes.—- 
The  solution,  if  left  to  itself  at  ordinary  temperatures,  or  warmed  for  a 
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quarter  of  an  boor,  depoditi  anlijdroas  tellnront  acid  in  crystalline  ffnu»*» 
00  that  the  aolotion  retains  bot  a  small  quantity  of  tellnriam,  and  is  no 
longer  decomposed  by  water. — When  the  eolation  is  evaporated  to  dry- 
ness over  the  water-bath,  there  remains  pure  anhydrous  telluric  oxioe, 
which,  at  higher  temperatures,  gives  off  only  ^  per  cent,  more  of  oxygen. 
If  the  solution  be  left  to  itseff  for  a  while,  the  whole  of  the  telluric 
oxide  is  deposited  in  the  anhydrous  insoluble  state,  and  is  then  no  longer 
precipitable  by  water.  (Berselins.) 

B.  Bi-HTDROTELiiURATB  OF  Ahmonia. — ^Ammouiacal  gas  mixed  witli 
hydrotelluric  acid  gas  in  excess,  condenses  in  white  crystalline  laminss, 
which  at  80®  are  converted  into  a  vapour  whose  density  is  1*32 .  (Binean, 
Ann.  Chim,  Pkys.  67,  231 ;  6B,  436.)— [There  appeans  to  be  an  error  in 
Bineau's  calculation  of  the  yapour-density.] 

C,  Tellvritb  of  AimoNiA. — a.  M<motdlurUef — The  anhydrous 
acid  dissolves  very  slowly  in  aqueous  ammonia,  the  hydrated  acid  almost 
instantly.  The  monobasic  salt  cannot  be  obtained  in  the  solid  state  from 
the  solution ;  on  evaporating  the  solution  at  a  gentle  heat,  it  gives  off 
ammonia  and  leaves  white  crystalline  grains  containing  92*40  tellurous 
acid,  719  water,  and  0*41  ammonia.  Sal-ammoniac  gives  with  the  solu- 
tion, a  flocculent  precipitate  which  appears  to  consist  of  the  salt  b  (it  is 
soluble  in  excess  of  ammonia,  and  does  not  reappear  on  the  addition  of 
sal-ammoniac);  after  washing  with  alcohol,  it  is  no  longer  soluble  in 
water. 

6.  Quadrotellurite. — 1.  If  a  solution  of  hydrated  tellurous  acid  or 
bichloride  of  tellurium  in  warm  aqueous  carbonate  of  ammonia,  be 
mixed  while  still  warm  with  a  small  quantity  of  sal-ammoniac,  a  white, 
opaque,  heavy,  granular  precipitate  is  slowly  deposited. — 2.  Hereupon 
the  addition  of  alcohol  precipitates  a  further  portion  of  the  same  salt.*— 
When  heated,  it  is  resolved  mto  ammonia,  water,  and  tellurous  acid. 

BerzdiuB. 
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D.  Tblluratb  of  Ammonia. — a.  Monotellurate. — ^Cold  aqueous 
ammonia  forms  with  pulverised  telluric  acid,  a  white  fflutinous  magma, 
which  dissolves  on  boiling;  the  solution  becomes  turbid  on  cooling,  but 
muiually  resumes  its  transparency,  and  deposits  white  flakes  and  granules. 
Part  of  that  which  remains  in  solution  may  be  precipitated  by  sal-ammo- 
niac, and  the  rest  by  alcohol.  The  precipitate  is  washed  with  alcohol, 
which,  however,  exerts  a  slight  solvent  action  as  soon  as  the  sal- 
ammoniac  is  washed  away.— ^2.  If  a  mixture  of  monotellurate  of  potash, 
sal-ammoniac,  and  a  small  quantity  of  ammonia,  be  dissolved  in  boiling 
water,  and  the  solution  left  to  cool,  monotellurate  of  ammonia  separates 
from  it  in  the  form  of  a  crystalline  crust. — The  salt  prepared  by 
method  (1)  is  white,  and  almost  eaKhy  after  dr3ring;  itdissolyes  slowly, 
but  completely,  in  cold  water,  quickly  in  boiling  water.  (Berselius.) 

b.  BiteUurcUe.  —  Formed  by  precipitating  a  saturated  solution  of 
bitellurate  of  soda  with  sal-ammoniac.     The  solution  of  bitellurate  of 
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potMh  gires  no  precipitate,  becaiue  it  is  lees  soluble  in  water. — The  i>re<- 
oipitate  adheres  to  the  glass  in  the  form  of  a  glutinous  mass.  It  dissolves 
with  difficulty  in  water.  When  boiled  with  water  in  open  vessels,  it 
gives  off  ammonia.  If  heated  with  water  in  close  vessels,  it  partly 
melts  to  a  white  mass  which  solidifies  on  cooling,  and  partly  dissolves 
in  the  water,  separating  in  fine  grains  as  the  liquid  cools.  (Berzelius.) 

e.  QtuxdrotdluraU, — 1.  By  precipitating  the  solution  of  auadrotellu- 
rate  of  soda  with  ammonia.  The  addition  of  alcohol  greatly  increases 
the  quantity  of  the  precipitate,  which  may  then  be  washed  with  alcohol. 
The  salt  is  flocculent ;  when  heated,  it  fuses  imperfectly,  swells  up,  and 
gives  off  water.  It  is  but  slightly  soluble  in  water. — 2.  When  a  solu- 
tion of  monotellurate  of  ammonia  is  left  to  evaporate,  either  sponta- 
neously or  with  the  aid  of  a  gentle  heat,  the  quadrotellurate  remains  in 
the  form  of  a  gummy  film,  which  becomes  milk-white  when  moistened 
with  water, — dissolves  sparingly  in  cold,  more  abundantly  in  boiling 
water,  the  solution  not  yielding  any  deposit  on  cooling, — and  turns  yellow 
when  carefully  heated.  (Berzelius.) 

E.  SvLPHOTBLLURiTB  OP  Ammonium. — 3NH*S,  TeS*. — An  aqueous 
solution  of  tellurite  of  ammonia,  saturated  with  hydrosulphuric  acid 
gas  and  evaporated  in  vacuo  over  potash,  yields  pale-yellow,  four-sided 
prisms,  which  give  off  hydrosulphate  of  ammonia  when  exposed  to  the 
air.  Even  in  vacuo,  the  solution  fi:ives  off  hydrosulphate  of  ammonia,  till 
the  whole  space  is  saturated  with  its  vapour.  (Berzelius.) 

In  Berzelius's  Lehrbuch^  this  salt,  as  well  as  those  which  correspond 
to  it,  is  designated  and  described  as  if  it  contained  not  Te  S'  but  TeS'; 
this,  however,  is  contrary  to  the  original  memoir  {Fogg,  8, 411),  and  even 
to  Berzelius's  Lehrbuck  itself  (4, 58  and  59). 

F.  loDOTELLURATB  OF  Ammonium.— ^  oompound  of  Bifiiodide  of 
TeUurium  with  Iodide  of  Ammonium. — The  solution  of  biniodide  of 
tellurium  in  aqueous  hydriodic  acid,  on  being  saturated  with  ammonia 
and  left  to  spontaneous  evaporation,  yields  steel-grey,  (often  hemitropic) 
octohedrons  and  segments  of  octohedrons,  soluble  in  water  and  in 
absolute  aloohoL  (Berzelius.) 

G.  Chlorotblluritb  of  Ammonium. — Protochloride  of  TeUurium 
with  Chloride  of  Ammonium. — Formed  by  subliming  a  mixture  of  sal- 
ammoniac  and  a  teUurite  of  a  fixed  alkali.  Ammonia  and  water  [and 
nitrogen?]  are  first  evolved,  and  afterwards  a  black  sublimate  is  formed, 
having  a  yellowish  radiated  fracture,  and  yielding  a  greenish-yellow 
powder.  The  sublimate,  when  a  very  small  quantity  of  water  is  poured 
upon  it,  turns  white  at  first  from  separation  of  tellurous  acid;  this  acid 
then  dissolves  completely,  especially  if  heat  be  applied,  and  leaves 
metallic  tellurium,  still  exhibiting  the  radiated  texture  of  the  sublimate. 
A  larger  quantity  of  water  throws  down  a  mixture  of  metallic  tellurium 
and  tellurous  acid,  which  may  be  separated  by  hydrochloric  acid :  the 
water  holds  in  solution  the  following  salt,  together  with  free  sal-ammo- 
niac. (Berzelius.) 

H.  Chlorotellubatb  of  Ammonium.-— BieUoru20  of  Ikllurium  with 
Chloride  of  ^mmontttm.— -The  aqueous  solution  of  bichloride  of  tellu- 
rium mixed  with  sal*ammoniac,  yields  lemon-yellow,  often  hemitropic 
octohedrons  and  ootohedral  segments,  which  dissolve  in  a  small  quantity 
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of  water  without  decomposing,  and  form  a  colourless  liquid,  but  ara 
decomposed  by  a  larger  quantity  of  water,  and  by  absolute  alcohoL 
(Berzelius.) 

Tellurium  and  Potassium. 

A.  Telluridb  of  Potassium. — 1.  When  telluriam  condaets  the 
negative  electricity  of  a  tbousand-pair  voltaic  battery  into  hydrate  of 
potash,  great  heat  is  evolved,  and  the  telluriam  combines  with  the  sepik- 
rated  potassium,  forming  telluride  of  potassium. — 2.  Tellurium,  heated 
with  potassium  in  a  retort  filled  with  hydrogen  gas,  combines  with  the 
potassium,  producing  the  most  vivid  combustion. — 3.  Ten  parts  of 
telluric  oxide,  2  hydrate  of  potash,  and  1  charcoal,  heated  in  a  glass 
retort  to  a  temperature  somewhat  below  redness,  form  telluride  of  potas- 
sium, the  action  being  attended  with  combustion  and  evolution  of  car- 
bonic acid.<— The  alloy  obtained  by  heating  telluric  oxide  containing 
potash,  with  charcoal  (it  contains  a  smaller  quantity  of  potassium  than 
others),  is  steel-grey,  brittle,  and  fuses  much  more  easily  than  pure 
tellurium.  The  telluride  of  potassium  obtained  by  method[(l)  has  the 
colour  of  nickel ;  that  obtained  by  (2)  is  dark  copper-coloured,  brittle, 
has  a  crystalline  fracture,  and  does  not  melt  below  a  red  heat. 

Aqueotii  Telluride  of  Potassium  or  Hydrotellurate  of  Potcuh, — ^Telia- 
ride  of  potassium  dissolves  in  water,  forming  a  purple  solntiou;  that 
which  is  prepared  by  method  (I),  and  that  obtained  by  fusing  the  two 
metals  together  in  equal  portions,  dissolve  without  evolution  of  hydrogen. 
The  solution,  when  exposed  to  the  air,  becomes  decolorized,  and  deposits 
the  whole  of  the  tellurium  in  thin  metal-shining  scales;  when  treated 
with  acids,  it  evolves  hydrotelluric  acid  gas.  (H.  Davy.) — Telluriam 
dissolves  in  a  boiling  and  highly  concentrated  solution  of  potash,  forming 
tellarite  and  hydrotellurate  of  potash  (or  telluride  of  potassium).  But 
the  purple -red  solution,  both  on  cooling  and  on  dilution  with  water, 
deposits  the  whole  of  the  tellurium  in  the  form  of  a  grey  metallic 
powder.*— Similarly,  tellurium-powder  heated  with  dry  carbonate  of  pot- 
ash, drives  out  the  carbonic  acid  and  forms  telluride  of  potassium  and 
tellurate  of  potash;  but  water  takes  up  the  caustic  alkali,  and  separates 
the  whole  of  the  tellurium. 


B.  Tellurite  of  Potash. — a,  Monotellurite, — 1  At.  tellarous  acid, 
fused  with  an  excess  of  carbonate  of  potash,  drives  out  1  At.  carbonic 
acid. — 1  At.  tellurous  acid,  slowly  heated  with  1  At.  carbonate  of  potash, 
fuses  when  the  heat  rises  to  redness,  and  on  cooling,  solidifies  in  a  white 
mass,  consisting  of  rather  large  crystals,  and  exhibiting  planes  of 
oleavage.  It  has  an  alkaline  reaction  and  caustic  taste.  Dissolves 
slowly  in  cold,  more  quickly  in  warm  water;  the  solution  evaporated 
over  oil  of  vitriol  in  air  free  from  carbonic  acid,  becomes  syrupy,  and 
afterwards  solidifies  in  a  granular,  non-deliquescent  mass.  (Berzelius.) 

b.  Bitelluriie. -^Vormed  even  by  boiling  tellurous  acid  with  aqueous 
solulion  of  carbonate  of  potash. — ^Prepared  by  heating  2  At.  tellurous 
acid  with  1  At.  carbonate  of  potash.  The  compound  fuses  somewhat 
below  a  red  heat,  and  forms  a  yellow  liquid,  which,  on  cooling,  solidifies  to 
a  colourless,  translucent,  distinctly  crystalline  mass.  This  mass  is  resolved 
by  cold  water  into  monotellurite  which  dissolves,  and  quadrotellurite 
which  remains  undissolved.  Boiling  water  dissolves  it  completely,  but 
on  cooling  deposits  grains  of  quadrotellurite;  but  if  it  be  dissolved  in 
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hot  water,  whioh  already  holds  in  solution  a  large  quantity  of  the  mono- 
tellurite,  the  liquid,  when  evaporated  in  the  water-bath,  deposits  the 
bitellurite  in  the  form  of  a  hard  crystalline  crust.  (Berzelius.) 

e.  QuadroteUurite,^—F otmed  by  boiling  fused  and  pounded  tellurous 
acid  for  some  time  with  solution  of  carbonate  of  potash,  filtering  at  a 
boiling  heat,  and  leaving  the  solution  to  cool.  As  the  liquid  cools,  the 
greater  part  of  the  salt  crystallizes  out.  The  mother-liquid  yields  an 
additional  quantity  on  evaporation  and  cooling.  Monotellurite  of  potash 
remains  in  solution. — The  quadrotellurite  fonns  pearly  grains,  which, 
under  the  microscope,  appear  to  be  formed  of  regular  six-sided  prisms 
and  tables. — Cold  water  decomposes  the  crystals,  extracting  monotel- 
lurite and  bitellurite  of  potash,  and  leaving  a  swollen,  gelatinous  hydrate 
of  tellurous  acid,  still  retaining  the  form  of  the  crystals.  Boiling  water 
dissolves  out  bitellurite  of  potash,  and  leaves  a  heavy  powder,  consisting 
of  anhydrous  tellurous  acid  (which  retains,  at  most,  -^  per  cent,  of  the 
salt) ;  the  solution,  on  cooling,  deposits  quadrotellurite  of  potash.  The 
crystals,  when  heated,  give  off  their  water  with  strong  intumescence, 
and  the  dehydrated  salt  fuses  at  a  low  red  heat,  forming  a  yellow  liquid, 
which,  on  cooling,  yields  a  transparent  and  colourless  glass.  This  glass, 
when  pulverized,  behaves  with  boiling  water  in  the  same  manner  a?  the 
crystals.  (Berzelius.) 
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C.  Tellurate  op  Potash.— ^.  Monotellurate, — Formed  by  boiling 
1  At.  telluric  acid  with  1  At.  carbonate  of  potash  and  with  water,  till 
the  whole  is  evaporated  to  dryness. — 2.  When  crystallized  telluric  acid 
in  the  state  of  powder,  or  its  concentrated  aqueous  solution,  is  super- 
saturated with  caustic  potash,  monotellurate  of  potash,  which  is  but 
slightly  soluble  in  water  containing  potash,  separates  from  the  liquid  in 
the  form  of  a  soft,  glutinous  coagulum :  this  substance  dissolves  on  the 
application  of  a  moderate  heat,  and  if  the  solution  be  then  cooled 
gradually  down  to  0^,  the  salt  crystallizes  out  from  it  so  completely, 
provided  the  potash- ley  is  not  too  dilute,  that  the  mother-liquid  scarcely 
becomes  turbid  on  the  addition  of  alcohol.  The  crystals  are  washed  with 
alcohol.  If  the  potash-ley  is  weak,  the  salt  does  not  separate  till 
alcohol  is  added;  if  the  alcohol  be  added  in  moderate  quantity  and  by  small 
portions  at  a  time,  the  salt  separates  in  oily  drops,  which  are  afterwards 
converted  into  a  mass  of  crystals ;  a  larger  quantity  of  alcohol  causes 
the  salt  to  separate  in  crystalline  grains. — This  salt  is  likewise  formed  on 
heating  tellurous  acid  with  nitre  to  scarcely  visible  redncf^s,  till  quadro- 
tellurate  of  potash  is  formed,  and  then  adding  small  portions  of  bicar- 
bonate of  potash  as  long  as  effervescence  is  produced ;  it  is,  however, 
mixed  with  nitrite  and  nitrate  of  potash,  and  likewise  with  tellurite  of 
potash,  the  quantity  of  the  latter  increasing  with  the  heat  applied  to 
produce  the  reaction. 

Tellurate  of  potash  prepared  by  method  (2)  crystallizes  in  obliquely 
truncated,  three-sided  needles  united  in  tufts.  The  aqueous  solution  of 
the  salt  obtained  by  the  first  method  yields  a  crystalline  crust,  when 
evaporated  in  vacuo  over  oil  of  vitriol.     On  evaporating  the  solution  at  a 
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moderate  heat,  the  salt  remains  in  the  form  of  a  translucent^  gammy, 
fissured  mass.  The  crystals,  when  heated,  give  off  water  and  bake 
together  in  a  white  mass.  When  exposed  to  the  air,  they  become  moist 
without  deliquescing,  and  are  converted  into  a  mixture  of  bitellurate  and 
carbonate  of  potash.  The  salt  is  soluble  in  water,  but  not  in  alcohol. 
A  small  quantity  of  one  of  the  stronger  acids  added  to  the  solution, 
throws  down  the  salt  b ;  a  quantity  just  sufficient  to  give  the  liquid  an 
alkaline  reaction  precipitates  the  salt  c;  a  still  larger  quantity  withdraws 
the  whole  of  the  potash,  and  renders  the  liquid  clear.  But  if  the  acid 
added  be  the  acetic,  and  the  clear  mixture  be  eraporated  to  dryness  and 
the  residue  dried  at  a  temperature  between  80°  and  100°,  the  telluric 
acid  again  takes  up  the  half  of  the  potash,  so  that  a  mixture  of  acetate 
and  bitellurate  of  potash  is  ultimately  formed.  (Berzelius.) 


Anhydrous.  CrystaUixtd, 

KO  47-2  ....    34-91            KO 47*2    ....    26-191  *-.«. 

TeO»    88-0  ....    6509  TcO^  ....  880    ....    48'83J     '^  ^^ 

6HO    ....  450     ....     24-98       2375 


KO,TeO»....  135-2  ....  100-00  +5Aq.      180*2     ....  10000      100-00 

h,  Bitellurate. — ^This  salt  is  formed:  1 .  When  hydrated  telluric  acid 
is  brought  in  contact  with  solution  of  carbonat-e  of  potash. — 2.  It  is, 
however,  produced  with  greater  certainty  by  dissolving  2  At.  hydrated 
telluric  acid  and  1  At.  carbonate  of  potash  in  a  small  quantity  of  boiling 
water,  and  leaving  the  solution  to  cool.  As  thus  obtained,  it  forms  a 
woolly  deposit,  which  becomes  white  and  earthy  on  drying ;  the  mother- 
liquid,  when  evaporated,  yields  an  additional  quantity  of  salt  having  a 
crystalline  aspect. — 3.  The  solution  of  monotellurate  of  potash  exposed 
to  the  air  in  covered  vessels  deposits  bitellurate  in  hard  crystalline 
grains. — 4.  By  mixing  the  aqueous  solution  of  the  salt  a  with  excess  of 
acetic  acid,  evaporating  to  dryness,  and  dissolving  out  the  acetate  of 
potash  with  alcohol  of  specific  gravity  0-85. — 5.  By  fusing  tellurate  of 
potash  with  nitre  till  the  whole  is  reduced  to  a  clear  liquid;  digesting  the 
mass,  when  cold,  in  boilinc^  water,  to  extract  the  nitrate  and  nitrite  of 
potash  contained  in  it ;  and  dissolving  the  residual  bitellurate  of  potash—- 
which  is  soluble  in  pure  boiling  water,  but  not  in  water  containing  nitrate 
of  potash — in  a  fresh  quantity  of  boiling  water :  from  this  solution  the  salt 
is  deposited  on  coohng.  The  higher  the  temperature  at  which  the 
mixture  is  fused,  the  greater  is  the  quantity  of  tellurite  of  potash 
mixed  with  the  tellurate.  This  process  sometimes  3rields  a  modification 
of  the  salt,  which  is  insoluble  in  boiling  water  or  in  acids  or  alkalis,  is 
white  when  cold,  turns  yellow  when  heated,  then  fuses,  gives  off  oxygen 
with  effervescence,  and  leaves  bitellurite  of  potash. 

The  hydrated  salt  which  crystallizes  from  a  hot  solution  on  cooling,  is 
partly  woolly,  partly  granular.  On  evaporating  the  aqueous  solution 
over  the  water-bath,  it  remains  in  the  form  of  a  white  substance,  gummy 
at  the  edges.  It  has  an  alkaline  reaction,  and  a  metallic  and  slightly 
alkaline  taste.  When  heated,  it  gives  off  water,  turns  yellow,  and  at  a 
higher  temperature,  but  still  below  redness,  fuses  into  a  mixture  of  mono- 
telluiute  and  insoluble  quadrotell urate  of  potash;  the  former  may  be 
extracted  by  water: 

3(KO,2Te03)  =  2(KO,TcO«)  +  KO,4TeO«. 

The  bitellurate  dissolves  sparingly  in  cold  water,  much  more  abundantly 
in  hot  water. 
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Anhydr9u».  Cry»ialliied»  Bendios. 

KO  47-2    ....    21-15  KO 472     ....     18-21 »  ^r  i 

2TcO» 176-0    ....     78-85  2TeO»....  176-0    ....     67-90/  ^^'^ 

4H0    ....  360    ....     13-89    13-9 

KO,2TeOa       223*2     ..„  10000  +4Aq.        2592     ....  100-00     1000 

c,  Qtiadrotellurate.'-^x,  Containing  the  soliible  modification  of  Telluric 
Acid. — 1.  Crystallizes  from  a  solution  of  4  At.  telluric  acid  and  1  At. 
carbonate  of  potash  in  boiling  water,  in  a  similar  manner  to  the  salt  &. — 
2.  Falls  down  on  adding  nitric  acid  to  an  aqueous  solution  of  the  mono- 
tell  urate  as  long  as  a  precipitate  is  formed. — 3.  Tellurous  acid  is  fused 
with  nitre  at  a  heat  not  higher  than  commencing  redness;  the  mass 
dissolved  in  water;  the  liquid  mixed  with  a  quantity  of  nitric  acid  suffi- 
cient to  give  it  a  slight  alkaline  reaction,  and  then  left  for  some  hours  in 
contact  with  the  precipitate;  and  lastly  the  precipitate  is  washed  on  the 
filter  with  cold  water,  care  being  taken  not  to  use  too  much. — ^White^ 
loosely  coherent  salt.  Loses  the  greater  part  (7*5  per  cent.)  of  its  water 
at  a  gentle  heat,  but  retains  a  small  portion  (0-15  per  cent.)  till  it  turns 
yellow  and  is  converted  into  the  following  salt  /9 :  afterwards,  when  more 
strongly  ignited  in  the  platinum  crucible,  it  graduaUy  gives  off  7 '71  per 
cent,  of  oxygen,  and  leaves  84*64  per  cent,  of  tellurite  of  potash.  The 
salt  is  slightly  soluble  in  water.  When  it  is  made  to  crystallize  from  its 
aqueous  solution  by  repeated  evaporation  and  cooling,  the  crystals  are 
found  to  be  mixed  with  bitellurate  of  potash  and  the  mother-liquid 
contains  free  telluric  acid :  if  the  water  likewise  contains  other  salts  in 
solution,  this  decomposition  does  not  take  place.  (Berzelius.) 

Anhydrouf.  Cry$talliied,                Berzelius* 

KO 47-2     ....     11-82            KO 472    ....     10-84)              o«.„, 

4Te03 352-0     ....     8818  4TeO» ....     3520     ....     80-88/  ^^  "^^ 

4HO    ....      36-0    ....       8-28     765 

KO,4TeO'     399-2     ....  10000  +4Aq.        435-2     ....  10000     10000 

"When  this  salt  is  prepared  by  method  (1),  the  solution  evaporated  to 
dryness  over  the  water-bath,  and  the  residue  treated  with  water,  part  of 
the  salt  remains  behind  in  the  form  of  a  white  powder,  perfectly  insoluble 
in  water  but  soluble  in  acids.  It  has,  however,  the  same  composition,  but 
retains  the  water  more  tenaciously,  and  does  not  part  with  it  till  raised 
to  a  high  temperature,  at  which  it  is  converted  into  the  following  salt. 
(Berzelius.) 

/3.  Quadrotellurate  of  Pota^  containing  the  insoluble  acid. — 1.  Formed 
by  igniting  the  soluble  quadrotellurate. — 2.  When  tellurous  acid  is  very 
gently  ignited  with  chlorate  of  potash  (whereupon  oxygen  and  chlorine 
gases  are  given  off)  and  the  chloride  of  potassium  and  chlorate  of  potash, 
together  with  a  small  portion  of  bitellurate  of  potash  produced  at  the 
same  time,  are  dissolved  out  by  water,  the  yellow  salt  p  remains  behind. 
— 3.  Chlorine  gas  does  not  act  upon  cold  tellurite  of  potash;  but  if  the 
salt  bo  warmed,  it  absorbs  the  gas  and  is  converted  into  a  substance  of 
darker  colour;  and  on  treating  the  yellow  saline  mass  with  water,  after 
cooling,  the  yellow  salt  remains  undissolved. — 4.  The  yellow  salt  is  likewise 
produced  on  heating  the  hydrate  of  telluric  acid  with  chloride  of  potassium, 
nitre,  and  other  potash^salts,  the  heat  being  kept  much  below  redness. 
Yellow  powder,  insoluble  at  ordinary  temperatures  in  water,  and  in  aqueous 
sulphuric,  nitric,  or  hydrochloric  acid,  and  also  in  caustic  potash.  It  dis- 
solves slowly  in  boiling  nitric  acid,  but  more  quickly  in  fused  hydrate  of 

2  e2 
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potash^  the  tellarie  acid  then  passing  from  the  insoluble  to  the  soluble 
state.  Anhydrous  telluric  acid  boiled  with  moderately  concentrated 
solution  of  potash,  does  not  dissolve  but  takes  up  a  small  quantity  of  the 
alkali.  (Berxelius.) 

D.  SuLPHoTRLLURiTB  OP  P0TA8RIUM. — Separates  from  a  dilute  solution 
evaporated  in  vacuo  or  from  a  concentrated  solution  evaporated  in  the 
air  at  40%  in  pale-yellow,  four-sided  prisms,  easily  melting  to  a  black 
liquid,  which,  on  cooling,  solidifies  to  a  brownish-yellow  mass,  soluble 
again  in  water.  In  damp  air,  it  becomes  moist  and  soon  blackens  from 
decomposition;  the  dilute  solution  likewise  decomposes  quickly  in  the 
air.  (Berzelius.) 

E.  loDOTELLURATE  OF  PoTARSiUM.  —  Biniodide  oj  TelluHum  with 
Iodide  of  Potamum, — ^Formed  when  a  solution  of  biniodide  of  tellnrium 
in  concentrated  hydriodic  acid  is  exactly  saturated  with  potash,  or  mixed 
with  iodide  of  potassium,  and  left  to  evaporate  spontaneously.  Steel-grej 
prisms  and  rhombic  tables  having  a  strong  metallic  lustre ;  they  are  easily 
soluble  in  water,  and  form  a  brown  solution,  which,  when  a  large  quant ity 
of  water  is  added  to  it,  becomes  turbid  and  yields  a  slight  precipitate. 
(Berzelius.) 

F.  Bbomotellurate  of  Potassium. — Bibromide  of  Tellurium  ttuh 
Bromide  of  Potauium.  —  Formed  by  mixing  an  aaueous  solution  of 
bibromide  of  tellurium  with  chloride  of  potassium,  ana  setting  the  liquid 
aside  to  crystallize.  Bichloride  and  bibromide  of  tellurium  remain  in  the 
solution.  Cinnabar-red,  short  rhombic  prisms  or  large  rhombic  tables, 
frequently  hemitropic  with  a  re-entering  angle.  Permanent  in  the  air. 
Decomposed  by  a  large  quantity  of  water  and  likewise  by  alcohol. 
(Berzelius.) 

G.  CuLOROTELLURATE  OP  P0TA88IVM. — BiMoride  of  Tellvrium  with 
Chhride  of  Potnmum, — Formed  by  dissolving  chloride  of  potassium  in  a 
solution  of  telluroiis  acid  in  hydrochloric  acid,  and  leaving  the  liquid  to 
evaporate  spontaneously.  Colourless  chloride  of  potassium  crystallizes 
out  first:  afterwards,  wnen  the  liquid  is  reduced  to  a  syrupy  consistence, 
the  double  salt  separates:  it  must  be  dried  between  folds  of  bibulous 
paper.  Lemon-yellow  crystals  which  are  permanent  in  a  dry  winter 
atmosphere,  but  deliquesce  in  the  air  in  its  ordinary  state;  they  are 
decomposible  by  water  and  by  absolute  alcohol.  (Berzelius.) 

Tellurium  and  Sodium. 

A.  Telluridb  op  Sodium.— Behaves  like  telluridc  of  potassium. 

B.  Tellurite  op  Soda.— a.  MonoUlluHte, — I  At.  tellurous  acid 
heated  with  1  At.  carbonate  of  soda  fuses  at  a  full  red  heat,  and  forms  a 
mass,  which,  as  it  cools,  but  while  still  red  hot,  solidifies  in  large  regular 
crystals;  if  it  be  rapidly  cooled,  it  swells  up  in  vegetations.  Dissolves 
slowly  but  completely  in  cold  water,  and  more  quickly  in  warm  water, 
from  which  it  does  not  separate  on  cooling.  Alcohol  throws  down  from 
the  solution  a  concentrated  liquid,  which,  after  a  few  days,  yields  large 
crystals  of  the  hydrated  salt.  The  solution  evaporated  in  vacuo  over  oil 
of  vitriol,  leaves  a  white  earthy  mass.  (Berzelius.) 

6.  Bitellurite. — Formed  by  fusing  2  At.  tellurous  acid  with  1  At. 
carbonate  of  soda.     Fuses  readily  and  cry^stallizes  on  cooling,  but  leps 
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distinctly  than  the  salt  a.    Decomposed  by  water  in  the  same  manner  as 
the  potash-salt  (Berzelius.) 

c,  QimdroUlluriU, — Separates  from  the  boiling  hot  aqueous  solution 
of  the  salt  b,  on  slow  cooling,  in  pearly  scales  and  thin  six-sided  tables. 
Behaves  like  the  potash-salt,  but  swells  up  more  strongly  when  heated^ 
and  yields  a  transparent  and  colourless  glass.  (Berzelius.) 

Anhydrous.  Crystallized.                 Berzelius. 

NaO 31-2  ....      8-88            NaO 31*2     ....       7*88  8*32 

4Te02 3200  ....     9M2            4TeO»   ....  3200    ....    8077  80-46 

5HO 450     ....     11-35  11-22 

NaO,4TeO*    3512  ....  10000  +5Aq 3962     ....  lOO'OO    10000 

Before  the  blowpipe,  tellnrous  acid  forms  with  carbonate  of  soda  on 
platinum,  a  transparent  and  colourless  glass,  which  becomes  white  on 
cooling,  and  is  easily  reduced  on  charcoal.  (Berzeliu».) 

C.  Tell  URATE  of  Soda. — Tellurous  acid  behaves  with  nitrate  of 
soda  when  fused  with  it,  in  the  same  manner  as  with  nitrate  of  potash 
(pp.  417.... 4 19). — a.  Monotellurate. — The  hydrated  salt  separates  from  the 
solution  of  hydrated  telluric  acid  in  excess  of  warm  soda-ley,  partly  on 
cooling,  partly  on  the  addition  of  alcohol,  either  in  grains  or  in  the  form 
of  a  crystalline  crust.  It  is  also  obtained  by  dissolving  1  At.  hydrated 
telluric  acid  and  1  At.  carbouate  of  soda  in  water,  and  evaporating  to 
complete  dryness  at  a  temperature  below  100°:  it  is  only  by  evaporating 
to  dryness  that  the  carbonic  acid  can  be  completely  driven  out.  The 
crystals  do  not  part  with  all  their  water  till  they  are  heated  nearly  to 
redness.  They  are  but  sparingly  soluble  either  in  cold  or  in  hot  water : 
from  the  latter  solution  they  do  not  separate  on  cooling.  On  adding  an 
excess  of  soda,  however,  the  salt  is  deposited  in  grains.  The  aqueous 
solution  evaporated  over  the  water-bath  leaves  at  first  a  soft,  gummy  mass 
easily  soluble  in  water,  but  after  complete  drying  it  again  leaves  a 
difficultly  soluble  compound.  (Berzelius.)  The  salt  dehydrated  by  heating 
to  a  temperature  short  of  redness,  remains  white  even  when  hot,  and 
dissolves  in  heated  dilute  nitric  acid,  but  not  in  water  either  hot  or  cold, 
in  which  on  the  contrary  it  diffuses  itself  and  produces  milkiness. 

Anhydrous.  Crystallized.  Berzelius. 

NaO 31-2     ....     26-18  NaO  ....  312     ....     22-74)  j,-.g 

Tc03 88-0     ....     73-82  TeO»  ....  88-0     ....     64-14/  ^^  ^ 

2H0  ....  18-0     ....     13-12     13-1 

NaO,Te02        119-2     ....  100*00  +2Aq.        137*2     ....  10000    100*0 

5.  Bitellurate. — 1.  Prepared  by  dissolving  hj^drate  of  telluric  acid  in 
boiling  carbonate  of  soda,  and  adding  acetic  acid  after  cooling, — where- 
upon the  bitellurate,  which  is  at  first  precipitated,  is  decomposed  by  the 
excess  of  acatic  acid  and  redissolved.  The  clear  mixture,  on  being  evapo- 
rated to  dryness  and  heated  till  no  more  acetic  acid  is  given  off,  leaves 
a  mixture  of  acetate  and  bitellurate  of  soda,  the  first  of  which  may  be 
extracted  by  alcohol.  The  bitellurate  of  soda  remains  in  the  form  of  a 
white  powder,  containing  14  per  cent.  (4  At.)  of  water,  and  slowly  but 
completely  soluble  in  water.  The  solution,  when  left  to  spon^neous  eva- 
poration, dries  up  to  a  fissured  gummy  mass,  which,  when  heated,  becomes 
milk-white  and  detaches  itself  from  the  glass;  it  dissolves  completely, 
though  very  slowly,  in  water.  The  salt,  when  heated  till  deprived  of 
its  water,  is  converted  into  a  yellow  mixture  of  qiiadrotellurate  and 
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monotellarate  of  soda^  the  former  of  which  is  insolable,  while  the  latter 
may  be  extracted  by  continued  washing  with  water.  The  same  salt  19 
obtained  by  dissolving  2  At.  hydrated  telluric  acid  and  1  At.  carbonate  of 
soda  in  water.  If  an  additional  atom  of  carbonate  of  soda  be  added  to  this 
solution,  no  monotellurate  of  soda  is  formed — but,  on  evaporating  the 
liquid  at  a  gentle  heat,  clear,  syrupy  drops  of  the  bitellurate  are  deposited, 
and  the  supernatant  liquid  is  found  to  contain  carbonate  of  soda.  (Berzelius.) 

c.  Quadrotellurate. — a.  Containing  the  soluble  acid, — An  aqueous 
solution  of  4  At.  hydrated  telluric  acid  and  I  At.  carbonate  of  soda 
leaves,  when  spontaneously  evaporated,  a  clear,  somewhat  fissured,  but 
still  soft  gum,  which,  when  gently  heated,  dries  up  to  a  milk-white  mass 
adhering  firmly  to  the  glass  vessel.  This  mass  dissolves  slowly  in  cold 
water,  leaving  a  white  powder;  and  if  the  solution  be  evaporated  to 
dryness,  the  residue  when  treated  with  cold  water  again  leaves  a  white 
powder,  and  so  on. 

This  white  powder  contains  the  same  quantity  of  water  as  the  soluble 
salt,  but,  like  the  corresponding  modification  of  the  potash-salt,  it  is 
insoluble  even  in  boiling  water.  (Berzelius.) 

/9.  Containing  the  insoluble  acid. — Both  the  soluble  quadrotellurate 
and  the  white  powder  obtained  by  gently  heating  it,  are  converted  by  a 
stronger  heat  into  the  anhydrous,  yellow,  insoluble  salt.  (Berzelius.) 

D.  With  Borax  or  Microcogmic  salt,  tellurous  acid  yields  on  platinum 
a  transparent  and  colourless  glass  which,  when  heated  on  charcoal,  becomes 
grey  and  turbid  from  reduction  of  tellurium.  (Berzelius.) 

E.  SuLPHOTELLURiTE  OP  SoDiUM.— 3NaS,TeS'. — Formed  by  satu- 
rating an  aqueous  solution  of  tellurite  of  soda  with  hydrosulphuric  acid 
gas,  filtering  from  the  precipitated  sulphide  of  tellurium,  and  evaporating 
the  filtrate  in  vacuo.  There  remains  a  non-crystalline,  pale-yellow  mass, 
which  is  easily  decomposed  by  exposure  to  the  air,  and,  when  analysed  by 
hvdrochloric  acid,  yields  40*5  parts  of  chloride  of  sodium  for  every  22  parts 
of  bisulphide  of  tellurium.  (Berzelius.) 

P.  loDOTELLURATE  OP  SoDiUM. — Crystallizes  with  difficulty  from  the 
aqueous  solution  on  evaporation.  The  crystals  are  brown  without  metallic 
lustre;  contain  water  of  crystallization;  deliquesce  in  moist  air,  and  are 
very  easily  soluble  in  water  and  alcohol.  (Berzelius.) 

G.  Fluo-tellurate  op  Sodium. — Bifluoride  of  Tellurium  with  Fluo- 
ride of  Sodium. — Ill-defined  crystals,  decomposible  by  cold  water,  soluble 
in  a  very  small  quantity  of  boiling  water.  (Berzelius.) 

Tellurium  and  Lithium, 

A.  Tellurite  op  Lithia. — a.  Monotellurite. — The  mass  obtained  by 
fusing  tellurous  acid  with  carbonate  of  lithia  in  equivalent  proportions, 
crystallizes  when  slowly  cooled,  but  swells  up  like  Uie  soda-salt  if  cooled 
rapidly.  The  aqueous  solution  placed  over  oil  of  vitriol  dries  up  to  a 
white,  earthy,  scarcely  crystalline  mass.  (Berzelius.) — b.  BiieUurite, — . 
Easily  fusible ;  crystallizes  on  cooling.  Decomposed  by  cold  water  into 
monotellurate  and  quadrotellurate.  Dissolves  in  boiling  water,  which, 
however,  likewise  deposits  the  quadrotellurite.  —  c.  Quadrotellurite.  — 
Milk-white  grains;  behaves  like  the  corresponding  potash  and  soda  salts 
when  fused  or  when  treated  with  water.  (Berzelius.) 
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B.  Tellubate  of  Lithta. — a.  and  b.  MonoUUuraU  and  BiUllurate. 
^^The  aqueous  aolution  of  either  of  these  salts  yields,  on  evaporation,  a 
transparent  gum,  which,  when  perfectly  dried  by  heat,  becomes  milk-* 
white  and  sticks  to  the  glass. — c.  QuadroteUurate. — Exhibits  precisely 
similar  characters.  If  heated  to  100°  after  drying,  it  yields  a  white, 
insoluble  powder,  similar  to  that  produced  from  the  potash  and  soda  salts, 
and,  at  a  stronger  heat,  gives  off  water,  and  is  converted  into  the  yellow 
compound.  (Berzelius.) 

G.  SuLPHOTBLLURiTB  OF  LiTHiUM.-<-The  Solution  dries  up  in  vacuo 
to  a  pale  yellow,  amorphous,  saline  mass,  which  decomposes  very  easily 
when  exposed  to  the  air.  (Berzelius.) 

Tellurium  and  Barium. 

A.  Tellurite  of  Baryta. — a.  Monotellw^, — ] .  When  1  At.  tel- 
lurous  acid  is  heated  to  redness  with  1  At.  carbonate  of  baryta,  the  whole 
of  the  carbonic  acid  is  driven  off,  and  a  yellow  liquid  formed,  which,  on 
cooling,  solidifies  in  a  mass  of  colourless  crystals. — 2.  By  double  decom- 
position, hydrated,  white,  voluminous  flakes  are  obtained.  Both  the  anhv- 
drous  and  the  hydrated  salt  are  but  very  slightly  soluble  in  water.  The 
solution  has  an  alkaline  reaction,  and,  when  exposed  to  the  air,  deposit^ 
carbonate  and  quadrotellurite  of  baryta.  (Berzelius.) 

6.  Quadrotellurite, — 1.  When  4  At.  tellurous  acid  and  1  At.  carbonate 
of  baryta  are  heated  together  to  low  redness,  the  mixture  fuses,  and  yields 
a  transparent  and  colourless  glass  on  cooling. — 2.  Very  weak  nitric  acid 
added  to  the  aqueous  solution  of  monotellurite  of  baryta  throws  down  very 
bulky  flakes.  These  flakes  dissolve  when  acted  upon  by  warm  nitric  acid 
in  excess;  the  solution,  when  evaporated,  deposits  no  tellurous  acid  till 
the  nitric  acid  begins  to  evaporate.  (Berzelius.) 

B.  Tblluratb  op  Baryta. — a.  Monotellurate. — Formed  by  precipi- 
tating the  aqueous  solution  of  chloride  of  barium  with  monotellurate  of 
soda.  The  precipitate,  which  is  bulky  at  first,  soon  sinks  down  in  the 
form  of  a  heavy  white  powder.  If  biteliurate  is  likewise  present,  this 
effect  does  not  take  place,  except  on  the  addition  of  ammonia.  The  pre- 
cipitate, after  washing  and  drying,  forms  a  white  mealy  powder.  This 
powder  when  heated  above  200^  gives  off  its  water  before  the  acid  begins 
to  decompose.  It  is  slightly  soluble  in  cold  water,  but  more  soluble  in 
boiling  water,  on  the  evaporation  of  which,  it  remains  in  the  form  of  a 
white  earth.  Dissolves  easily  and  without  decomposition  in  nitric  acid; 
not  decomposed  by  ammonia.  (Berzelius.) 

Anhjfdrmia.  Hydrated.                  Berzelius. 

BaO 76-6    ....    46-54            BaO 766    ....    39-98  3982 

Te03   880     ....     53-46            TeOa   ....  880    ....     4593  4585 

3HO   ....  270    ....     1409  1433 

BaO,TeO»      164*6     ....  100-00  +3Aq.        191-6     ....  lOO'OO     100-00 

5.  BtteUurate,'-^A<i\ieoxiB  biteliurate  of  soda  added  to  solution  of  chlo- 
ride of  barium  throws  down  white  voluminous  flakes  which  do  not  agglo- 
merate. They  contain  10  per  cent.  (3  At.)  of  water.  Water  extracts 
from  them  a  salt  containing  a  larger  quantity  of  acid,  and  leaves  the  salt  a 
undissolved.  (Berzelius.) 
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€.  Quadrotellurate.  —  Formed  by  precipitating  a  bar^rtarfialt  with 
qaadrotellarate  of  soda.  Bulky,  and  more  easily  solable  m  water  thmn 
a  or  b.  Turns  yellow  wben  beated,  but  recovers  its  wbiteness  on  cooling. 
When  dissolved  in  acetic  acid  and  evaporated|  it  remains  in  the  form  of  a 
white  earthy  mass.  (Berzelius.) 

C.  SuLPHOTELLUBiTE  OP  Babium. — ^Formed  by  boiling  sulphide  of 
barium  witb  bisulpbide  of  tellurium  and  water,  and  evaporating  the  fil- 
trate in  vacuo.  Larce,  transparent,  pale-yellow,  flat,  obli<^uely  truncated, 
four-sided  prisms,  whicb  are  tolerably  permaoent  in  the  air,  and  dissolve 
very  slowly  in  water.  (Berxelivs.) 

Tellurium  akd  Strontium. 

A.  Telluritk  of  Strontia. — As  witb  baryta. 

B.  Tellurate  of  Strontia.— -J/bnofoKiirat«. —  Formed  by  double 
affinity.  White  flakes,  whicb  do  not  agglomerate;  soluble  in  a  large 
quantity  of  water.  (Berzelius.) 

C.  SuLPHOTELLURiTB  OF  STRONTIUM. — Formed  by  boiling  sulphide  of 
strontium  with  water  and  bisulpbide  of  tellurium.  The  filtrate  evapo- 
rated in  vacuo  to  the  consistence  of  a  syrup,  shows  signs  of  crystallization 
and  dries  up  to  a  pale-yellow  mass,  tolerably  permanent  in  the  air,  and 
perfectly  soluble  in  water. 

Tellurium  and  Calcium. 


A.  Tellurite  of  Lime.-— a.  MonoUUurUe. — 1.  On  i^ruiting  4  At.  tel- 
lurous  acid  with  1  At.  lime,  a  white  saline  mass  is  obtained,  which  does 
not  fuse  at  the  melting  point  of  silver. — 2.  By  double  decomposition: — 
White  flakes,  slightly  soluble  in  cold  water,  more  soluble  in  hot  water. 
When  the  water  is  evaporated,  the  salt  remains  in  the  form  of  a  white 
earth.  (Berzelius.) — 6.  BitellurUe,  ^Fueea  when  heated  nearly  to  wbite- 
ness, and  on  cooling,  solidifies  in  an  opaque  cake,  which,  when  gently 
pressed,  is  found  to  be  made  up  of  micaceous  scales.  ^Berzelius.) — c.  Qua- 
drotellurite. — Fuses  somewhat  more  readily  than  b,  giving  off  vapours  of 
tellurous  acid,  and  likewise  solidifies  in  micaceous  scales  on  cooling. 

B.  Tellurate  of  Lime. — Afonotellurat€,-^By  double  decomposition. 
White  flakes  which  do  not  agglomerate.  The  solution  in  hot  water  leaves 
the  salt,  on  evaporation,  in  the  form  of  a  white  powder.  (Berzelius.) 

C.  SuLPnoTELLURiTE  OF  Calcium. — Yellow,  non-crystalline,  soluble 
mass,  which  decomposes  rapidly  when  exposed  to  the  air.  (Berzelius.) 

Tellurium  and  Magnesium. 

A.  Tellurite  op  ^Iaqnesia. — Formed  by  mixing  concentrated  solu- 
tions of  moQutellurite  of  soda  and  a  magnesia-salt  Much  more  soluble 
than  the  baryta,  strontia,  or  lime-salt.  The  solution,  when  exposed  to  the 
air,  deposits  a  mixture  of  carbonate  and  QuadrateUurite  of  Moffnena  in 
white  flakes. 
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B.  Telluratb  of  Magnesia. — a.  Monotellurate, — Formed  by  mixing 
concentrated  eolations  of  monotellurate  of  soda  and  a  magnesia-salt.  White 
flakes,  more  soluble  in  water  than  the  corresponding  salts  of  the  earthy 
alkalis. — 6.  Bitellurate. — By  double  decomposition  with  a  concentrated 
solution  of  bitellurate  of  so<ui.    Still  more  soluble  in  water. 

C.  SuLPHOTELLURiTE  OF  Magnesiuh. — By  precipitating  the  barium 
compound  with  sulphate  of  magnesia,  and  evaporating  the  filtrate  in 
TBCuo.  Pale-yellow,  crystalline,  saline  mass,  soluble  in  water,  and  with 
tolerable  facility  in  alcohol.  (Berzelios.) 

Tellurium  and  Cerium. 

SuLPHOTELLURiTE  OF  Cerium. — By  precipitating  an  aqueous  solution 
of  a  ccrous  salt  with  sulphotellurite  of  potassium.  The  precipitate,  which 
is  brownish-yellow  at  first,  soon  acquires  the  dark  colour  of  bisulphide  of 
tellurium;  alter  drying,  it  evolves  sulphur  on  distillation.  (Berzelius.) 

Tellurium  and  Yttrium. 

A.  Tellurite  op  Yttria.  —  By  double  decomposition.  White, 
voluminous  flakes,  insoluble  in  excess  of  the  yttria-salt. 

B.  Tellurate  of  Yttria. — Yttria-salts  give  with  mono-  and  bitel- 
lurate of  soda,  white  flakes,  insoluble  in  water  and  in  excess  of  the  yttria- 
salt.  (Berzelius.) 

Tellurium  and  Glucinum. 

A.  Telluride  of  Glucinum.  —  The  two  metals,  when  heated 
together,  unite  without  ignition,  and  form  a  white  powder,  which  smells 
of  hydrotelluric  acid  on  exposure  to  the  air,  and  when  thrown  into  water, 
evolves  that  gas  with  violence.  (Wohler.) 

B.  and  C.  Tellurite  and  Tellurate  of  Glucina. — Similar  to  the 
corresponding  yttria-salts.  (Berzelius.) 

Tellurium  and  Aluminum. 

A.  Telluride  of  Aluminum. — When  a  mixture  of  pounded  tellurium 
and  aluminum  is  heated,  combination  takes  place,  attended  with  such 
violent  combustion,  that  the  mass  is  projected  from  the  tube  like  a  shot; 
for  this  reason,  the  tellurium  must  be  added  in  small  pieces.  Black, 
metallic-shining,  sintered,  brittle  mass,  which  exhales  an  intolerable  smell 
of  telluretted  hydrogen  when  exposed  to  the  air,  and  evolves  that  gas 
with  violence  when  immersed  in  water,  the  water  quickly  becoming  red, 
and  afterwards  brown  and  opaque,  from  separation  of  tellurium.  (Wohler, 
Fo^g.  11,  161  ) 

B.  Tellurite  of  Alumina. —  By  double  decomposition.  White 
flakes,  insoluble  in  excess  of  the  alumina-salt. 

C.  Tellurate  of  Alumina. —  By  double  decomposition.  White 
flakes,  soluble  in  excess  of  the  alumina-salt.  (Berzelius.) 
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Tellurium  and  Tbobinum. 

Tellurite  and  Tellurate  of  Thorina. — By  double  decomposition. 
White  precipitate,  insoluble  in  excesa  of  the  thorina-salt  (Berzeliiu.) 


Tellurium  and  Zirconium. 

A.  Tellurite  of  Zirconia. — By  doable  decomposition.  Wbiie  flakes. 

B.  Tellurite  of  Zirconia. — Fonned  by  precipitating  monohydro- 
chlorate  of  zirconia  with  monotellurate  of  soda.  Voluminous,  semi- 
transparent  precipitate,  soluble  in  excess  of  hydrochlorate  of  zirconia. 
(Berzelius.) 

Tellurium  and  Guromium. 

A.  Tellurite  of  Chromic  Oxide. — By  double  decomposition.  Pale 
greenish-grey,  bulky  precipitate,  soluble  in  excess  of  the  chromic  salt. 

B.  Tellurate  of  Chromic  Oxide.— Greyish-green  flakes,  reddish 
by  transmitted  light,  soluble  in  excess  of  the  chromic-salt.  (Berielias,) 

Tellurium  and  Uranium. 

A.  Tellurite  of  Uranic  Oxide. — Pale  lemon*coloured  insoluble 
salt. 

B.  Tellurate  of  Uranic  Oxide. — Bulky,  pale-yellow  salt,  insoluble 
in  excess  of  uranic  nitrate.  (Berzelius.) 

Tellurium  and  Manganese. 

Tellurite  and  Tellurate  of  Manganous  OxiDB.-^White  flakes, 
which,  after  uniting  into  a  mass,  exhibit  a  reddish  tint.  (Berzelius.) 

With  sulphoteliurite  of  potassium,  manganous  salts  behaye  like  cerous 
salts.  (Berzelius.) 

Other  Compounds  of  Tellurium. 

With  Bismuth,  Zinc,  Tin,  Lead,  Iron,  Copper,  Mercury,  Silver,  and 
Gold,  both  in  artificial  and  in  natural  compounds. 


427 


Chapter  XXVII. 


BISMUTH. 


Berzeliue.     Gilb.  40,  286.     Further :  Schw.  7,  70. 
Lagerhjelm.   Sefiw.  17,  416. 

Jacquelain.     Ann.  Chim.  Phys,  W,  113;  also  J,  pr.  Chem.  14,  1. 
A.  Stromeyer.     Pogg,  26,  549. 
Heints.     Pogg.  63,  55 ;  abstr.  Ann.  Pharm,  52,  252. 
Arppe.     Pogg,  64,  237 ;  abstr.  Ann.  Pharm.  56,  237. 
Gladstone.     Chem,  Soe,  Mem.  3,  480;  abstr.  Liebig  and  Kopp^a  Jahret" 
bericht,  1,  432  (1847-8.) 


Synontmbs.— ITi^mt^A,  SiwitUhuMy  MarcasUa, 

History.  Recognized  as  a  distinct  metal  by  Agricola  in  1529;  more 
fully  examined  by  Pott,  Geoffrey,  Berzelius,  Lagerhjelm,  J.  Davy,  and 
Jacquelain.  The  existence  of  bismuthic  acid  was  established  by  Bucholz 
k  B.randes  {Schw,  22,  33),  and  by  A.  Stromeyer,  Jacquelain,  and  Fremy. 

Sources.  Not  very  abundant ;  mostly  native ;  also  as  oxide ;  as  car* 
bonate ;  as  sulphide,  either  alone  or  in  combination  with  other  metallic 
sulphides,  as  in  Nickeliferous  bismuth-glance,  Needle-ore,  and  Bismuth- 
lead-ore  ;  also  as  Telluric  bismuth. 

Preparation  on  the  large  «ca?tf.-*Native  bismuth  is  separated  from  the 
matrix  by  fusion  at  a  gentle  heat. 

Purification.  Commercial  bismuth,  which  may  contain  arsenic,  iron, 
nickel,  copper,  and  other  metals,  is  dissolved  in  nitric  acid;  the  clear 
solution  poured  off  and  precipitated  by  water,  and  the  precipitated  mono^ 
nitrate  of  bismuth  reduced  at  a  moderate  heat,  either  in  a  charcoal  crucible 
or  with  black  flux.  Arsenical  bismuth,  fused  with  twice  its  weight  of 
zinc,  forms  an  alloy  which  yields  arseniuretted  hydrogen  in  Marsh's 
apparatus  (p.  269).  Peinsch. 

Properties.  Crystallizes  in  octohedrons  and  cubes,  exhibiting  very 
distinct  cleavage-planes  parallel  to  the  lateral  faces  of  the  octohedron. 
Bismuth  may  be  obtained  in  beautiful  crystals  by  melting  the  ordinary 
metal  of  commerce  in  a  crucible,  adding  nitre  from  time  to  time,  and 
stirring,  till — after  the  metal  has  been  kept  for  some  hours  at  a  tempera- 
ture as  high  as  the  melting  point  of  nitre — a  portion  of  the  fused  metal 
taken  out  and  exposed  to  the  air,  no  longer  assumes  an  indigo-blue  and 
afterwards  a  violet  or  rose  colour  which  disappears  on  cooling,  but  a  fine 
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green  or  golden-yellow  tint,  and  retains  it  after  cooling.  The  bLsmntli  is 
then  immediately  poured  into  a  heated  pot,  which  is  taen  covered  with  a 
hot  muffle  to  prevent  tLe  surface  from  solidif^iug  before  the  other  part ; 
the  whole  cooled  pretty  quickly  (if  the  cooling  be  too  slow,  the  metal 
deposits  itself  in  layers,  not  in  fine  crystals) ;  the  crust  formed  on  the  sur- 
face pierced  with  a  hot  coal,  as  soon  as  the  mass  is  half  solidified,  and  the 
portion  which  still  remains  liquid  poured  out.  (Quesneville,  J.  Fharm. 
16,  554;  abo  Schw.  GO,  378.) 

Specific  gravity  of  purified  bismuth:  9'6542  (Karsten);  9*799  at  10^ 
(Marchand  &  Scheerer);  of  commercial  bismuth:  9*822  (Brisson);  9 '833 
(Herapath);  9*861  (Berraau).  Strong  pressure  rather  diminishes  than 
increases  the  density.  If  commercial  biismuth,  of  specific  gravity  9*783, 
be  formed  into  a  cylinder  of  such  a  size  as  to  go  into  a  steel  diamond 
mortar,  and  subjected  to  very  strong  pressure,  it  is  found  that,  under  a 
pressure  of  100,000  pounds,  the  metal  retains  its  crystalline  texture  and 
tenacity,  and  has  a  density  of  9*779;  a  pressure  of  150,000  pounds  reduces 
the  density  to  9  655;  under  200,000  pounds*  pressure— which  causes  the 
steel  to  crack — the  bismuth  becomes  very  brittle,  appears  like  grey  steel 
on  the  fractured  surface,  exhibits  scarcely  any  crystalline  structure  under 
the  microscope,  and  has  a  density  of  only  9  '556  (Marchand  &  Scheerer, 
«/.  pr,  Chem,  27,  209.)  Moderately  hard,  slightly  sonorous ;  brittle,  but 
may  be  somewhat  extended  by  careful  hammering.  Reddish  tin- white, 
with  moderate  lustre.  Fuses  at  249^  (Crighton);  at  264^  (Rudberg); 
265^  (G.  Herman,  Pogg.-^O,  283),  and  if  cooled  from  that  temperature, 
solidifies  with  an  expansion  of  at  least  -^'y  (I.,  256)  Boils  at  a  dull  white 
heat,  and  if  air  be  excluded,  sublimes  in  laminie. 

Atomic  weight  of  Bismuth, — The  atomic  weight  of  bismuth  is  71,  or 
1^ .  71  =  106*5,  or  3  .  71  =  213,  accordingly  as  bismuth-oxide  is  regarded 
as  BiO,  or  as  Bi'O',  or  as  BiO\  The  similarity  of  bismuth  to  antimony 
renders  the  last  supposition  the  most  probable  of  the  three.  According  to 
the  author's  experiments,  the  number  213  ought  to  be  reduced  to  210,  or 
even  lower. 

» 

Compounds  of  £ismuth» 

Bismuth  and  Oxygen. 

A.  Suboxide  of  Bismuth  ? 

The  metal,  when  exposed  to  the  air  at  ordinary  temperatures,  becomes 
covered  with  a  thin  film  of  this  substance;  when  heated  in  the  air  till  it 
fuses,  it  likewise  becomes  covered  with  this  film,  which  is  renewed  as 
often  as  it  is  removed,  until  the  whole  of  the  metal  is  converted  into  sub- 
oxide: BismiUh-ash. — Brownish  or  dark  purple-brown.  When  treated 
with  hydrochloric  acid,  it  is  resolved  into  tcroxide  and  metallic  bismuth. 
By  heating  magistery  of  bismuth  with  protochloride  of  tin,  a  black  powder 
is  produced,  which,  after  washing  and  drying,  glimmers,  when  heated, 
with  a  yellowish-green  light,  and  is  converted  into  teroxide  of  bismuth ; 
it  turns  yellow  in  the  air  at  ordinary  temperatures,  and  is  soluble  in  heated 
hydrochloric  acid.  (A.  Vogel,  Kastn,  Arc/i.  23,  86.)  When  bismuth  is 
healed  with  microcosmic  salt  on  charcoal  in  the  inner  blowpipe  flame,  a 
clear  glass  is  obtained,  which  turns  black  on  cooling.  (Berielins.) — Berze- 
lius  regards  this  substance  as  a  peculiar  oxide,  but  Proust  and  Sir  H.  Davy 
regard  it  as  a  mixture  of  metal  and  oxide. 
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IT  If  a  plate  of  pure  bismuth  be  immersed  in  a  solution  of  1  part  of 
caustic  potash  iu  5  or  6  parts  of  water^  and  made  to  form  the  positive  pole 
of  a  two-pair  Grove's  battery,  the  negative  pole  being  formed  of  platinum, 
the  bismuth  becomes  sucoessivelj  yellow,  red,  violet,  blue,  green,  and  then 
again  colourless,  after  which  the  same  series  of  colours  is  reproduced,  but 
less  strongly.  By  interrupting  the  current  at  the  proper  time,  any  colour 
of  the  series  may  be  fixed.  (Poggendorff,  Fogg,  74,  586.)  IT 


B.  Bismuth-oxide.*    BiO'. 

Teroxkle  of  Bismttth,  Witmuthoaryd,  Oxide  bismuthique, — Found  in  an 
impure  state,  as  Bismuth-ochre, 

Formation. — 1.  The  metal,  when  heated  in  the  air  till  it  boils,  bums 
with  a  faint  bluish-white  flame,  and  the  vapours  of  the  resulting  bismuth* 
oxide  condense  on  colder  bodies :  Flowers  of  Bismuth,  Flores  Bismuthi,-^ 

2.  When  bismuth  is  melted  in  the  air  for  a  long  time,  and  the  surface 
frequently  renewed,  it  is  at  first  converted  into  suboxide  of  bismuth, 
which,  by  longer  heating  in  the  air,  is  transformed  into  the  teroxide. — 

3.  Bismuth  does  not  oxidize  in  moist  air  at  ordinary  temperatures;  but  if  it 
is  partially  covered  with  water,  and  the  air,  at  the  same  time,  is  freed  from 
carbonic  acid,  the  hydrated  oxide  is  formed  at  first,  and  afterwards  a  small 
quantity  of  yellow  oxide  in  delicate  crystals;  but  if  the  air  is  not  freed 
from  carbonic  acid,  hydrated  carbonate  of  the  oxide  is  immediately  formed 
in  white  scales,  and  the  surface  of  the  metal  becomes  tarnished,  first  with 
a  red-brown,  and  then  with  a  blue  film.   (Bonsdorff,  Fogg.  41,  305.) — 

4.  Bismuth  at  a  white  heat  decomposes  vapour  of  water,  and  forms  the 
teroxide.  (Regnault,)  It  does  not  evolve  hydrogen  with  boiling  concen- 
trated hydrochloric  acid. — 5.  Bismuth  decomposes  nitric  acid  at  ordinary 
temperatures,  and  oil  of  vitriol  when  heated,  nitric  oxide  or  sulphurous 
being  evolved  and  a  bismuth-salt  produced.  Fuming  nitric  acid  produces 
deflagration  with  melted  bismuth  (Proust),  and  heats  bismuth-powder  to 
redness.  (Berzelius.) 

Freparation, — 1.  By  gently  heating  bismuth  in  the  air,  and  stirring 
constantly. — 2.  By  gently  igniting  the  mononitrate  or  the  carbonate.— 
3.  By  fusing  the  hydrated  oxide  in  excess  with  caustic  potash  (Jacquelain), 
or  by  boiling  the  hydrated  oxide  with  caustic  potash  or  soda,  the  anhy- 
drous oxide  is  obtained  in  the  crystalline  state. 

Pro7>^r<tV«.— Prepared  by  (1)  or  (2):  Pale  lemon-yellow  powden 
which,  when  heated,  assumes  for  a  while  an  orange-yellow,  and  afterwards 
a  red-brown  tint;  by  (3):  yellow,  shining  needles.     Specific  gravity  of 

*  For  okicles  which  form  salifiable  bases,  it  is  important  to  have  names  as  short  as 
possible,  and  so  constnicted  as  easily  to  enter  into  compound  names.  For  this  reason, 
the  term  Bismtith'Oxide  is  ))referable  to  oxide  qfbhmuth,  Snch  names  as  sulphate  of 
IfiJtmutk'OJtide  Are  convenient  enough,  whereas  terms  like  Sulphate  of  oxide  of  bismuth 
fire  Intolerably  awkward  and  prolix.  The  still  shorter  terms  Bismuth-sulphate,  Bismuth- 
nitrate,  &c.,  are  also  convenient  in  many  cases,  and  perfectly  definite.  When  a  metal 
forms  two  classes  of  salts  (e.  g.,  iron  and  copper)  it  is  necessaiy  to  distinguish  these  salts 
and  the  corresponding  oxides  by  the  terminations  ous  and  ic,  a  method  which  has 
already  been  adopted  in  several  instances  in  the  coarse  of  this  work  {vid.  Cerium, 
Uranium,  Chromium,  &c.);  but  for  metals  which  form  but  one  class  of  salts,  {f*ff'i  bis« 
math,  zinc,  leed,  silvei)  thege  terminations  are  superfluous.  [W.] 
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tbe  oxide  obtained  from  the  mononitrate:  8-1735  (Karsten),  8*968  (Pol. 
Boallay).  Fuses  at  a  strong  red  heat,  and  solidifies  on  cooling — provided 
that  an  earthen  cracible  has  not  been  used — in  a  crystalline  mass.  (FocIls, 
Schw.  67,  429.)  If  the  oxide  is  fused  in  an  earthen  crucible,  isiiica 
becomes  mixed  with  it,  and  the  dark  brown  liquid  solidifies  to  a  jelloi^isfa, 
opaque  glass,  whose  density  at  4^  in  vacuo,  according  to  Le  Royer  & 
Dumas,  is  8-449.     The  oxide  volatilizes  only  at  very  high  temperatures* 
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Decompositions. — By  gently  heated  potassium  or  sodium  the  oxide  is 
reduced  to  the  metallic  slate,  with  slight  ignition  (Gay-Lussac  &  The- 
nard) ;  by  charcoal— easily  before  the  blowpipe — to  the  metallic  state ; 
by  carbonic  oxide  to  the  metallic  state.  (Gm.)  By  sulphur  it  is  converted 
into  sulphide. 

Combinations. — a.  With  Water. — Hydrate  op  Bismcth-oxidb.— 
Precipitated,  on  mixing  the  aqueous  solution  of  the  nitrate  with  an  alkali, 
in  white  flakes  which  dry  up  to  a  white  powder.  If  the  hydrochlorate 
is  used  instead  of  the  nitrate,  the  precipitate  contains  chloride  of  bismuth 
mixed  with  the  hydrated  oxide.  (A.  Stromeyer.) 

h.  With  acids,  forming  the  Salts  of  Bismuth-oxide,  or  Bismuth- 
Salts. — Bismuth-oxide  dissolves  easily  in  aqueous  acids.  Some  of  the 
salts  are  obtained  by  treating  the  metal  with  an  oxidating  acid.  Bismuth- 
salts  are  very  heavy;  they  are  colourless,  unless  the  acid  itself  is  coloured ; 
they  exert  a  poisonous  action.  Those  which  contain  a  volatile  acid  part 
with  it  on  ignition.  When  fused  on  charcoal  before  the  blowpipe,  they 
yield  a  button  of  bismuth  and  produce  a  yellow  deposit  on  the  charcoal. 
Zinc,  tin,  cadmium,  lead,  iron,  and  copper  precipitate  the  bismuth  from 
their  solutions  in  the  metallic  state.  Zinc,  cadmium,  tin,  and  iron  reduce 
the  bismuth  quickly  and  completely,  the  two  former  with  rapid  evolution 
of  gas  and  great  rise  of  temperature,  the  two  latter  quietly.  After  the 
free  acid  of  the  bismuth  salt  has  been  saturated,  a  ba«ic  salt  of  bismuth  is 
precipitated,  and  this  is  likewise  reduced,  but  very  slowly.  The  reduced 
bismuth  presents  the  appearance  of  a  blackish-grey  dendritic  powder, 
destitute  of  metallic  lustre.  The  reducing  action  of  the  lead  ceases  after 
a  time.  Copper,  antimony,  and  arsenic  have  no  action  on  bismuth- salts. 
(Fischer,  Fogg,  8,  497.)  Copper  precipitates  the  bismuth  very  slowly 
and  imperfectly.  (Jacquelain.)  In  a  solution  of  mononitrate  of  bismuth 
in  500  parts  of  dilute  hydrochloric  acid,  the  copper  immediately  becomes 
covered  with  a  grey  metallic  film,  which  gradually  accumulates  in  the 
form  of  small  laminated  crystals.  On  the  application  of  heat,  the  whole 
of  the  bismuth  is  deposited  on  the  copper  in  the  form  of  a  crystalline  film. 
Reduction  likewise  takes  place  even  with  solutions  still  more  dilute. 
(Roinsch,  J.  pr,  Chem.  24,  248.)  Water  decomposes  most  bismuth- 
salts — provided  they  do  not  contain  too  large  an  excess  of  acid — into 
dilute  acid  containing  a  small  quantity  of  oxide  in  solution,  and  an 
insoluble  or  difficultly  soluble  basic  salt.  Caustic  ammonia,  potash,  soda, 
and  baryta  generally  precipitate  the  white  hydrate  (from  the  hydro- 
chlorate,   however,   they  throw  down   a  basic   salt),    and   on   boiling, 
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especially  if  thej  are  concentrated,  they  precipitate  the  yellow  anhydrous 
oxide.  (A.  Stromeyer,  Pogg.  26,  553;  Jacquelain);  the  precipitate  is  inso- 
luble in  excess  of  alkali,  even  on  boiling.  (Stromeyer.)  Alkaline  carbonates 
throw  down  white  carbonate  of  bismuth-oxide,  somewhat  soluble  in 
excess,  but  precipitable  from  the  solution  by  a  caustic  alkali.  (A. 
Stromeyer.)  According  to  L.  Laugier  {Ann.  Chim,  Phys,  36,  332),  the 
precipitate  is  perfectly  soluble  in  excess  of  carbonate  of  ammonia,  slightly 
soluble  in  carbonate  of  potash,  but  perfectly  insoluble  in  carbonate  of 
soda;  according  to  Berzelins,  howeyer  {Jahresher.  12,  166),  bismuth-oxide 
is  not  soluble  in  excess  of  carbonate  of  ammonia,  unless  phosphoric  or 
arsenic  acid  is  present.  Carbonate  of  lime  added  to  a  solution  of  the 
nitrate  completely  precipitates  the  hydrated  oxide,  even  in  the  cold 
(Liebig,  Mag,  Pharm,  35,  114);  so  likewise  do  the  carbonates  of  baryta, 
strontia,  and  magnesia.  (Demar^ay,  Ann,  Pkarm,  11,  240.)  Phosphate 
of  soda  precipitates  white  phosphate  of  bismuth-oxide.  Hydrosulphuric 
acid  throws  down  all  the  bismuth  in  the  form  of  brown-black  sulphide, 
eyen  when  a  large  excess  of  acid  is  present ;  so  likewise  do  the  alkaline 
hydrosulphates,  the  precipitate  not  being  soluble  in  excess.  Iodide  of 
potassium  throws  down  brown  iodide  of  bismuth,  easily  soluble  in  excess 
of  the  iodide.  Alkaline  chromates  precipitate  lemon-yellow  chromate  of 
bismuth-oxide.  Oxalic  acid  gives,  after  a  while,  a  crystalline  precipitate 
of  oxalate  of  bismuth-oxide.  Infusion  of  galls  gives  a  brownish-yellow 
precipitate.  Ferrocyanide  of  potassium  produces  a  white  precipitate 
soluble  in  hydrochloric  acid;  ferricyanide  of  potassium,  a  pale  yellow 
precipitate  soluble  in  hydrochloric  acid.  Sulphuric  acid,  and  hyposulphite 
of  soda  with  addition  of  hydrochloric  acid,  do  not  precipitate  bismuth. 

c.  With  Silicic  acid,  with  Glass-fluxes,  and  with  several  heavy 
metallic  oxides,  forming  vitreous  masses. 

IT  C.  Peroxide  op  Bismuth.    BiO*. 

When  the  yellow  hydrate  of  bismuth-oxide  is  boiled  with  an  alkaline 
chlorite  having  a  strong  alkaline  reaction,  it  turns  brown,  like  peroxide 
of  lead,  and  is  converted  into  the  peroxide.  (Arppe.)  According  to 
Heintz,  this  compound  is  likewise  formed  by  treating  the  teroxlde  with 
strong  caustic  potash  and  chlorine;  but,  according  to  Stromeyer  and 
Arppe,  this  process  yields  bismuthic  acid,  BiO^  {yid,  p.  432). 

Arppe. 
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By  boiling  with  nitric  acid,  the  peroxide  is  perfectly  dissolved ;  any 
yellow  or  green  residue  that  may  be  left  behind  proceeds  from  an  admix- 
ture  of  bismuthic  acid.  (Arppe.) 

Hydrated  Peroxide, — When  a  bismuth-salt  contains  free  chlorine, 
caustic  potash  produces  in  it,  not  a  white  but  a  yellow  precipitate,  which 
consists  of  the  hydrate  of  a  higher  oxide,  but  can  never  be  obtained  free 
from  chlorine.  When  boiled  with  potash,  it  gives  off  water  and  is 
converted  into  alight  brown  substance,  containing  bismuth  88*04.... 88*15, 
oxygen  11-79....11-62,  water  0-27... .0*23,  which  nearly  corresponds  to  the 
formula:  3BiOHBiO»=Bi^O^  IT 
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BisMUTHic  Acid.   BiO't 

WismtUlisaure,  Acide  BUmuthique,  Peroxide  of  BisimiiUi, 

When  teroxide  of  bismuth  is  ignited  with  excess  of  potash-  or 
Boda-hydrate,  and  the  air  has  access  to  the  mixtare — and  likewise  when 
chlorine  acts  upon  the  teroxide  diffused  through  caustic  potash, — a 
double  salt  is  formed  consisting  of  bismuthate  of  bismuth-oxide  and  the 
alkali.  %  According  to  Arppe,  this  latter  process  yields  a  hydrate  of 
bismuthic  acid,  if  the  alkali  is  used  in  very  large  excess,  and  the  anhy- 
drous acid  if  the  quantity  of  alkali  is  somewhat  less.  % 

Preparation, — 1 .  By  treating  brown  bismuthate  of  bismuth-oxide  and 
potash  (p.  445)  with  a  cold  mixtare  of  1  part  of  nitric  acid  and  9  parts 
water,  then  with  a  more  dilute  acid,  and  afterwards  washing  with  water 
and  drying.  (A.  Stromeyer,  Pogg,  26,  549;  Brandes,  Schw.  69,  158.)^ 
2.  By  fusing  bismuth-oxide  with  hydrate  of  soda,  boiling  the  mass  with 
excess  of  soda-ley,  and  washing  the  brown  powder  which  separates,  first 
with  nitric  acid,  and  then  with  water.  (Fremy,  CompL  rend,  15,  1108; 
also  N,  J,  Pharm.  3,  30;  see  also  Arppe,  Ann,  Pharm,  5Q,  239.) 
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Jacquolain  regards  bismuthic  acid  as  BiO*:  A.  Stromcycr,  from  his 
analynis,  assigns  to  bismuthic  acid  1^  times  as  much  oxygen  as  to  bismuth- 
oxide.  The  difficulty  of  obtaining  bismuthic  acid  free  from  bismuth- 
oxide  renders  it  probable  that  the  oxygon  in  the  former  has  been 
estimated  too  low  rather  than  too  hi^h,  and  consequently  that  pure 
bismuthic  acid  is  really  BiO^  corresponding  to  antimonic  acid. 

Decompositions. — At  the  temperature  of  boiling  mercury,  bismuthic 
acid  is  resolved  into  oxygen  gas  and  the  yellow  oxide,  without  giving  off 
water.  When  a  mixture  of  this  acid  with  charcoal,  sugar,  or  other 
organic  substances  is  set  on  fire  by  a  red-hot  coal,  it  burns  slowly  away 
like  tinder,  without  deflagration.  Hydrogen  gas  reduces  the  acid  to  the 
state  of  oxide  at  a  temperature  below  that  at  which  the  acid  gives  off 
oxygen  when  heated  alone;  at  a  red  heat,  hydrogen  reduces  it  to  the  metallic 
state.  Sulphurous  acid,  in  the  state  of  aqueous  solution — but  not  in  the 
gaseous  form, — ^slowly  converts  the  acid  into  sulphate  of  bismuth-oxide. 
Oil  of  vitriol  instantly  disengages  oxygen  gas  from  it,  dilute  sulphuric 
acid  more  slowly.  Phosphoric  acid  acts  in  the  same  manner.  Cold 
nitric  acid  does  not  dissolve  bismuthic  acid,  unless  it  contains  nitrous 
acid ;  heated  nitric  acid  disengages  oxygen  and  forms  a  solution  of  bismuth- 
oxide. — H'  According  to  Arppe,  bismuthic  acid  is  distinguished  from  all 
other  oxygen-compounds  of  bismuth  by  being  converted  into  the  green 
oxide,  BiO',3BiO',  when  boiled  with  nitric  acid.  IT — Cold  hydrochloric 
acid  gives  off  chlorine  and  forms  a  solution  of  bismuth-oxide.     Aqueous 
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hydriodld  acid  forms  brown  iodide  of  bismuth  and  evolves  iodine.  Oxalic, 
tartaric,  citric,  and  acetic  acid  do  not  act  upon  bismuthic  acid  even  at  a 
boiling  beat ;  but  if  sulphuric  acid  be  added,  solution  takes  place  with 
violent  effervescence.  Aqueous  alkalis  have  no  action  on  it.  (A.  Stro* 
mejer.) 

Comhinatioru, — IT  a.  With  Water.— ZTydfro/tf  of  Bismuthic  Acid.'^* 
Obtained,  when  bismuth-oxide  (prepared  by  boiling  the  hydrated  oxide 
with  potash)  is  briskly  boiled  witn  a  very  strong  solution  of  potash,  and 
chlorine  passed  through  the  mixture.  The  oxide  soon  acquires  a  fine  red 
colour,  and  is  converted  into  the  hydrated  acid.  The  compound  thus 
formed  is  mixed,  however,  with  a  considerable  quantity  of  pot4ish  and 
with  the  lower  oxides  of  bismuth :  from  these  it  may  be  freed  by  washing 
with  water,  then  digesting  in  dilute  nitric  acid,  and  finally  washing  with 
boiling  water.  It  contains:  bismuth  81*26,  oxygen  15*48,  water  3*26, 
corresponding  to  the  formula  BiO*,HO.  (Arppe.)  IT 

b.  With  Salifiable  Bases. — BivniutJiates, — Bismuthic  acid  combines 
with  potash  (Arppe),  and  forms  a  few  double  salts,  the  bases  of  which 
are  bismuth-oxide  and  an  alkali. 


Bismuth  and  Hydrogen. 

Hydride  of  BismtUhf — ^When  the  negative  electricity  of  a  voltaic 
battery  is  conducted  into  water  by  a  bismuth  pole,  the  bismuth  imme- 
diately blackens  and  becomes  covered  with  black  dendrites.  (Ruhland, 
Schw,  15,  417.) — IF  Meurer  {ArcJi.  Fharm.  2nd  series,  36,  33)  states  that 
a  gaseous  compound  of  bismuth  and  hydrogen  is  obtained  by  the  action  of 
zinc  on  aqueous  hydrochloric  or  sulphuric  acid  containing  chloride  of 
bismuth.  This  statement  has  however  been  disproved  by  Schlossberger 
it  Fresenius.  {Ann.  Pharm.  51,  418.)  IT 

Bismuth  and  Carbon. 

Carbonate  op  Bismuth-oxide. — By  double  decomposition.  White 
powder,  not  soluble  either  in  water  or  in  aqueous  carbonic  acid :  contains 
less  than  1  At.  carbonic  acid. — IT  It  contains  exactly  1  At.  carbonic  acid. 
(Heintz,  Lefort.) — When  a  bismuth-solution  is  mixed  with  an  alkaline 
bicarbonate,  a  precipitate  is  formed,  consisting  of  BiO',CO'-|-HO.  (Lefort, 
Compt  rend.  27,  268.)  1 

Bismuth  and  Boron. 

Borate  op  Bismuth-oxidb. — White,  very  heavy  powder,  insoluble  in 
water. 

Bismuth  and  Phosphorus. 

A.  Phosphide  of  Bismuth. — The  metal  takes  up  but  a  small 
quantity  of  phosphorus;  the  resulting  compound  exhibits  before  the 
blowpipe  a  small  greenish  flame.  (Pelletier.)  Bismuth,  by  combining 
with  phosphorus,  is  rendered  more  brittle  and  less  laminar.  (Marx,  Schw. 
58,471.)  Phosphuretted  hvdrogen  gas  throws  down  from  nitrate  of 
bismuth-oxide  a  black  phosphide  of  bismuth,  which  gives  off  all  its  phos- 
phorus by  distillation.  (Berzelius;  comp,  Landgrebe,  Schw.  55,  100.) 

VOL.    IV.  2p 
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B.  Pkobphitb  of  BiflMUTH-oxiDB.— Terehlorida  of  pliosphoras  div- 
Bolred  in  water  and  neutraliied  by  ammonia,  fires  witn  a  solntion  of 
bimittth-oxide  in  hydrochloric  acid — ^if  the  acid  has  been  neutralised 
with  ammonia  as  far  as  possible  without  precipitation — a  copious  white 
precipitate,  which,  when  heated  in  a  retort,  gives  off  pure  hydrogen  gsjs. 
(H.  Rose.) 

C.  Ordinary  Phosphate  OF  Bismuth-oxide;  Bismvth-pbosphatb. 
—Aqueous  phosphoric  acid  forms  with  hydrated  oxide  of  bismuth  either 
a  white,  insohible  powder  which  fuses  to  a  white  enamel^  or  a  crystalline 
salt  soluble  in  water.  (Wenzel.) 

D.  Ptrophospbatb  of  Bism vth-oxidb. — This  salt,  which  is  preoi- 
pitated  from  bismuth-salts  by  pyrophosphate  of  soda,  is  soluble  in  excess 
of  the  latter.  (Stromeyer.) — IT  Schwanenberg,  by  adding  pyrophosphate 
of  soda  to  a  solution  of  bismuth-nitrate  mixed  with  acetic  acid,  obtained 
a  white,  amorphous,  bulky  precipitate,  which,  in  the  course  of  24  honrs, 
was  conrerted  into  a  heavy,  crystalline  powder.  This,  when  examined 
by  the  microscope,  was  found  to  consist  of  two  different  kinds  of  crystals. 
When  bismuth-oxide  was  boiled  with  acid  pyrophosphate  of  soda,  a 
considerable  quantity  dissolyed.  (Ann.  Pharm,  65,  160.)  IT 

E.  Metaphosphate  of  Bismuth-oxide. — Formed  by  mixing  a  solu- 
tion of  the  nitrate,  first  with  metaphosphoric  acid,  and  then  with 
ammonia.     The  precipitate  is  not  soluble  in  excess  of  ammonia.  (Persoz.) 
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A.  Bisulphide  of  Bismuth. — The  sulphide  of  bismuth  described 
by  Gregers  Klack,  appears  to  have  this  composition.  (Berzelius,  Loth- 
rohr,  136.) — Bismuth  may  be  fused  in  any  proportion  with  the  tersulphide. 
(Lagerhjelro,  Werther.)  When  a  fused  mixture  of  equal  parts  of  these 
substances  is  left  to  coo),  the  bisulphide  crystallizes  out  first,  carrying 
with  it  the  nickel  and  copper  contained  in  the  commercial  bismuth ;  the 
liquid  metal  may  then  be  poured  off. — If  10  parts  of  purified  bismuth 
be  fused  with  3  parts  of  sulphur  in  a  crucible,  the  resulting  mixture 
again  fused  three  times  with  fresh  sulphur  in  an  assay-crucible,  and  tiien 
quickly  cooled,  a  radiated  mass  is  obtained,  having  a  nest  of  crystab  in 
its  interior. — Square  prisms,  with  truncated  lateral  edges  {Fig,  31,  with- 
out the  €'facei);  very  thin  and  long  crystals,  with  shining  surfaces. 
Specific  gravity  7-29.  Whitish-grey,  with  strong  metallic  lustre;  fuses 
more  easily  than  the  tersulphide.  When  heated  out  of  contact  of  air,  it  does 
not  give  off  sulphur  till  the  temperature  is  raised  very  high,  and  even 
then  the  quantity  sublimed  does  not  exceed  a  mere  trace.  When  heated 
in  the  air,  it  gives  off  sulphurous  acid.  (Werther,  J.  pr,  Chem.  27,  65; 
abstr.  Pogg.  57,  481.) 

Werthsr.  Wenxd.         Hdntx. 
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Tbat  the  sulphide  of  bisfnnth  prepared  by  Werther,  is  really  BiS*,  is 
shown  by  its  greater  density  and  bj  the  analysis.  It  is,  however, 
remarkable,  that  BiS^  and  BiS'  should  haye  (as  they  appear  to  have) 
the  same  crystalline  form.  At  all  events,  it  seems  that  the  fusion  of 
bismuth  with  sulphur  may  likewise  yield  the  tersulphide,  as  indeed  is 
indicated  by  the  analyses  of  artificial  sulphide  of  bismuth  by  Lagerhjelm 
and  John  Davy,  given  below. 

B.  Tersulphide  of  BisMUTH.-^^Found  native  as  Bimuth-glanee, — 
Formed  by  fusing  together  the  elements  which  compose  it.  Precipitated  in 
brown-black  flakes  on  mixing  bismuth-salts  with  hydrosulphuric  acid  or 
an  alkaline  hydros ulphate. — Both  the  native  and  the  artificial  varieties 
belong  to  the  right  prismatic  system.  Right  rhombic  prisms,  trnnoated 
at  the  edges.  Fig.  73,  but  having  merely  the  p-faces  instead  of  acami- 
nation- faces ;  u^ :  t«=91°;  m  :  t,  134°  30'.  Cleavage  distinct  parallel  to  % 
indistinct  parallel  to  p  and  u.  (W.  Phillips,  Phil.  Mag.  Ann.  2,  81 ;  also 
Pogg.  11,  476.)  Specific  gravity  of  the  native  variety,  6'4....6-5 ; 
specific  gravity  of  the  sulphide  precipitated  by  sulphuretted  hydrogen, 
and  then  fused  [with  loss  of  sulphur?]  out  of  contact  of  air,  7 '001. 
(Karsten.)  Colour,  light  lead-grey.  Fuses  less  easily  than  bismuth. 
The  artificial  variety  expands  forcibly  as  it  solidifies  after  fusion.  (Marx.) 

Lagerhjelm.  3.  "Dvrj.  H.  Rose. 

Artificial.  Artificial.  Biddarhyttaii. 

Bi  213      ....      81-61        ....        81-62  ....        81-8  ....        80*§8 

3S  48       ....       18*39         ....         18-38  ....         18-2  ....         18-72 

BiS8   261       ....     10000        Z.      10000        Z       1000        Z        99'70 

At  each  successive  fusion  of  the  artificial  sulphide,  globules  of  metallic 
bismuth  separate  from  the  solidifying  mass.  (Marx,  Sckw.  58,  472 ;  59, 
114.)  The  native  tersulphide,  heated  in  a  tube,  yields  sublimed  sulphur; 
on  charcoal,  before  the  blowpipe,  it  fuses  with  ebullition,  and  leaves 
metallic  bismuth.  (Berzelius.)  By  the  addition  of  carbonate  of  soda, 
the  bismuth  is  easily  reduced  before  the  blowpipe.  Nitric  acid  dissolves 
the  metal  from  the  sulphide,  with  separation  of  sulphur. — When  vapour 
of  water  is  passed  over  red-hot  sulphide  of  bismuth,  sulphuretted  hydro- 

fen  is  evolved,  and  bismuth-oxide  with  a  small  quantity  of  metal,  left 
ehind.  (Regnault.)  Hydrogen  gas  converts  red-hot  sulphide  of  bismuth 
into  sulphuretted  hydrogen  and  metallic  bismuth;  and  phosphuretted 
hydrogen  at  a  gentle  heat,  produces  sulphuretted  hydrogen,  phosphorus 
and  metallic  bismuth.  (H.  Rose.)  [On  the  behaviour  of  tersulphide  of 
bismuth  with  litharge,  vid.  Berthier,  Ann.  Chim.  Phyz.  39,  2 49. J 

C.  Sulphite  op  Bismuth-oxidb  or  Bismuth-sulphite. — Aqueous 
sulphurous  acid  forms,  with  hydrated  bismuth-oxide,  a  salt  which  is  not 
soluble  either  in  water  or  in  aqueous  sulphurous  acid ;  when  heated  some- 
what strongly,  it  gives  off  its  acid.  (Fonrcroy.) 

D.  Sulphate  of  Bismuth-oxide  or  Bismuth-sulphate. — a.  Mono- 
sulphate. — 1.  By  decomposing  the  tersolphate  c  with  water.  (Gay- 
Lussac.) — IT  2.  By  dissolving  bismuth-oxide  in  sulphuric  acid,  evapo- 
rating to  dryness,  and  gently  heating  the  residue  till  it  turns  yellow. 
(Heintz.)  IT — White  powder  insoluble  in  water. — White  when  cold, 
yellow  when  heated.  (Heintz.)  Gives  off  sulphurous  acid  and  oxygen 
when  heated.  (Gay-Lussac.) 

2  p2 
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Benelins.  Heintz. 


f 


BiO» 237     ....     85-56      855       ....      84-88    ....     86-59 

80»    40    ....     14-44       14-5       ....       15-12     ....     13-34 


BiO»,SO"  277     ....  100-00      100  0      ....     100-00    ....     99-93 

This  salt  is  likewise  obtained,  in  combination,  bowever,  with  2  atoms 
of  water,  by  wasbing  tbe  bisnlpbate  h  with  water.  (Heintz.) 

IT  BinUphate, — Separates  in  small  delicate  needles  when  a  solation  of 
bismnth-uitrate  in  nitric  acid  is  mixed  with  sulpharic  acid.  When 
strongly  heated,  it  gives  off  water  and  sulphuric  acid,  and  is  converted 
into  the  preceding  salt.  Water  likewise  decomposes  it :  the  crystals 
mast  therefore  be  purified  not  by  washing  with  water,  but  by  pressure 
between  bibulous  paper.  (Heintz.)  IT 

Heintz. 


BiO»    237     ....     68-85       6840     ....     68-36     ....     68-38 

280»    80     ....     23-30       2379     ....    24-16    ....     24-12 

3H0    27    ....       7-85       7*81     ....       7-48    ....      8-05 

BiO',2SO*  +  3Aq 344     ....  10000       lOOOO     ....  100-00     ....  100-55 

c.  Tertulphate, — Remains  in  the  form  of  a  white  mass  when  bismuth 
is  heated  with  oil  of  vitriol,  sulphurous  acid  and  even  sulphur  being 
evolved.  According  to  Arfvedson,  it  is  reduced  to  the  metallic  state 
when  heated  to  redness  in  hydrogen  gas.  Water  resolves  it  into  a, 
which  remains  undissolved,  and  c,  which  dissolves. 

Lagerhjelm.       ThomBon. 

BiO> 237      ....      66-39        66-35      ...      6667 

3SO» 100       ....       33-61         33-65       ....       3333 

BiO»,3SO»    Z      357      ....     lOOOO        'ZZ.      10000      ....     10000 

d,  Aeid  Sulphate, — The  aqueous  solution  when  evaporated,  yields 
needle-shaped  crystals,  and  afterwards  a  dry  deliquescent  mass  of  salt, 
which,  according  to  Gay-Lussac,  evolves  hydrated  sulphuric  acid  when 
heated. 

E.  Sulphide  of  Carbon  and  Bismuth. — Hydrosulpho-carbonate  of 
lime  yields  with  bismuth-salts  a  dark  brown  pecipitate,  which,  when 
added  in  excess,  it  dissolves,  forming  a  red-brown  solution.  (Berzelius.) 

Bismuth  and  Selenium. 

Selenide  op  Bismuth. — The  two  substances,  when  heated  together, 
unite  with  faint  evolution  of  light  and  heat,  and  form  a  silver-white 
mass,  having  a  crystalline  fracture,  and  fusing  at  a  red  heat ;  the  fused 
mass  has  a  specular  surfio^e.  (Berzelius.) 

Bismuth  and  Iodine. 


A.  Iodide  op  Bismuth. — a.  With  a  small  proportion  of  Iodine, ^A 

mixture  of  equal  parts  of  bismuth  and  iodine  [about  1  At.  metal  to 
1^  At.  iodinej  fuses  when  heated,  and  sublimes  even  below  its  melting 
point,  in  laminsd  having  the  metallic  lustre.     Water  boiled  with  the 
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compound  turns  yellow  and  sour,  and  leares  brown  oxj-iodide  of  bis- 
muth. (Berthemot,  J,  Fkarm*  14,  616.)  On  heating  a  mixture  of 
213  parts  (1  At.)  of  bismuth  and  378  parts  (3  At.)  iodine,  heat  is 
evolved,  a  large  quantity  of  iodine  volatilizes,  aud  a  grey,  brittle  mass 
is  formed,  from  which  water  takes  up  a  small  quantity  of  hydriodio  acid, 
but  no  bismuth.  (Rammelsberg.) 

Teriodidb  op  Bismuth. — Formed  by  precipitating  a  bismuth-salt 
with  iodide  of  potassium.  The  bismuth-salt  may  be  kept  clear  by  means 
of  acetic  acid,  or  it  may  be  first  mixed  with  hydrochloric  acid,  then 
precipitated  by  water,  and  the  iodide  of  potassium  afterwards  added ; 
tor  that  salt  likewise  decomposes  the  basic  hydrochlorate  of  bismuth- 
oxide.  The  yellow  filtrate  contains  in  solution  a  small  quantity  of  iodide 
of  bismuth. 

Brown  crystalline  precipitate.  Partially  decomposed  during  washing, 
but  may  be  ciried  without  difficulty.  (Rammelsberg,  Pogg.  48, 166.) 

RammeLsberg. 

Bi    213      ....      36-04        3602     ....     3710 

31    378       ....       63-96 

BiP 591       ....     10000 

IT  According  to  Arppe,  the  iodide  obtained  by  dropping  a  solution  of 
nitrate  of  bismuth-oxide  into  a  solution  of  iodide  of  potassium  is  con- 
taminated with  nitrate  of  bismuth-oxide;  but  when  a  solution  of  iodide 
of  bismuth  in  hydriodio  acid  is  diluted  with  water,  a  precipitate  is 
formed,  consisting  of  pure  BiP.  IT 

B.  OxY-ioDiDE  OF  Bismuth. — The  chestnut-brown  powder  which 
remains  undissolved  when  iodide  of  bismuth,  a,  is  boiled  with  water. 
Zinc  and  iron  decompose  it  on  continued  boiling  with  water.  A  concen- 
trated solution  of  potash  or  soda,  or  strontia- water  decomposes  completely 
with  separation  of  bismuth-oxide;  dilute  solutions  of  potash  and  soda, 
even  when  heated,  and  likewise  aqueous  carbonate  of  potash  or  soda, 
baryta-water,  and  lime-water,  decompose  it  but  partially.  (Berthemot.) 
Red  powder,  completely  insoluble  in  water.  Consists  of  BiP  +  2BiO'. 
(Arppe.) 

m  C.  Iodide  op  Bismuth  and  Hydrogen. — BiP-hHI-h8Aq.— . 
Separates,  in  octohedral  crystab  with  rhombic  base,  when  a  solution  of 
iodide  of  bismuth  in  hydriodio  acid  is  evaporated  over  sulphuric  acid. 
These  crystals  are  decomposed  by  water,  without  separation  of  iodine,  but 
are  completely  dissolved  by  iodide  of  potassium.  (Arppe.)  IT 

D.  loDATE  OF  Bismuth-oxide  or  Bismuth  Iodate. — Iodic  acid  and 
iodate  of  potash  give  with  nitrate  of  bismuth,  a  white  precipitate  insoluble 
in  water.  (Pleischl.)  When  a  solution  of  nitrate  of  bismuth  is  precipitated 
by  water,  and  the  liquid  filtered  from  the  precipitated  mononitrate  is 
mixed  with  iodate  of  soda,  a  copious  white  precipitate  is  obtained,  insoluble 
in  water,  and  very  difiicultly  soluble  in  nitric  acid.  This  precipitate, 
when  dried  at  lOO'^,  contains  no  combined  water,  and  when  heated  in  a 
retort,  is  resolved  into  oxygen  gas,  iodine  vapour,  and  89*65  per  cent,  of 
fused  residue.  The  latter  contains  about  5  At.  teroxide  of  bismuth  iot 
1  At.  teriodide.  (Rammelsberg,  Pogg,  44,  5QS,) 
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Bismuth  and  Bromine. 

A.  Bbomipb  of  Bismuth. — Bismuth  does  not  combine  with  bromine 
so  readily  or  with  so  much  development  of  heat  as  antimony.  The  com- 
pound is  formed  by  heating  the  pulverized  metal  with  a  large  excess  of 
bromine  in  a  long  tube  sealed  at  the  end.  The  excess  of  bromine  evapo- 
rates, together  with  a  small'  quantity  of  bismuth ;  and  the  bromide  of 
bismuth  remains  at  the  bottom  of  the  tube  in  the  form  of  a  steel-grey 
substance  whioh  resembles  fused  iodine,  melts  at  200^,  forming  a  hyacinth- 
red  liquid,  and  boils  when  heated  nearly  to  low  redness.  It  absorbs 
moisture  from  the  air,  and  is  thereby  converted  into  the  su^hur-yellow 
hydrated  bromide  of  bismuth.  By  large  quantities  of  water,  it  is  resolved 
into  pure  aqueous  hydrobromio  acid,  and  precipitated  oxy-bromide  of 
bismuth.  (SeruUaa,  Ann.  Chim.  Fhys.  38,  323;  abstr.  Fogg.  14, 113.) 

B.  Bbomatb  op  Bismuth-oxide  or  Bismuth  Bromate. — Freshly 
precipitated  hydrate  of  bismuth-oxide,  left  in  contact  for  a  long  time 
with  aqueous  bromic  acid,  yields  the  undissolved  salt  a  and  the  dissolved 
salt  6. — a.  Sesquibasic  Salt. — ^White,  amorphous  powder,  which  gives  off 
its  water  between  150°  and  160^,  and  is  decomposed  with  violence  at  high 
temperatures,  leaving  yellow  oxy-bromide  of  bismuth.  (Rammebberg.) 

Hydrated.  RammeUberf . 

3BiO* 7110      ....      70-97        70*82 

2BrO» 236-8       ....       23-64        23*39 

6H0   54*0      ....        5-39        5*79 

3BiO»,2BrO»  +  6Aq 1001*8       ....     10000        100  00 

h.  The  acid  solution  evaporated  over  the  water-bath  ultimately  gives 
off  bromine  and  oxygen  gas,  and  leaves  a  small  quantity  of  a  salt  which 
deliquesces  in  the  air.  (Rammelsberg,  Fogg.  55,  76.) 


Bismuth  and  Chlorine. 

A.  Chloride  op  Bismuth. — Butter  of  Bismuth. — 1.  Pulverized 
bismuth  thrown  into  chlorine  gas  at  ordinary  temperatures  bums  with  a 
pale  blue  light,  and  forms  chloride  of  bismuth.— 2.  The  chloride  is 
likewise  formed  by  heating  1  part  of  bismuth  with  2  parts  of  corrosiTe 
sublimate. — 3.  By  evaporating  hydrochlorate  of  bismuth-oxide  to  dryness 
and  distilling  the  residue  out  of  contact  of  air. — Brownish  or  greyish- 
white;  opaque;  with  granular  fracture ;  fuses  very  easily,  forming  an  oily 
liquid  (J.  Davy);  volatilizes  at  a  moderate  heat.  (H.  Davy.)  Vapour- 
density  =  11*35.  (Jacquelain.)  When  distilled  in  vessels  containing  air 
(not  in  vessels  containing  carbonic  acid),  it  yields  a  small  quantity  of  oxy- 
chloride  of  bismuth  in  micaceous  laminae.  (Jacquelain.)  Decomposed  by 
oil  of  vitriol,  but  only  at  high  temperatures,  and  then  with  violent  effer- 
vescence, yielding  hydrochloric  acid  gas  and  sulphate  of  bismuth-oxide. 
(A.  Vogel.)  Water  converts  it  into  hydrochloric  acid  holding  a  small 
quantity  of  bismuth-oxide  in  solution,  and  oxychlonde  of  bismuth. 
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J.  Dtry. 

Bl 213*0        ....        66*73        66*4 

3C1    106*2        ....         33*27         386 

BiCl» 319-2        Z,      10000        ~.      1000 

Vol.  Sp,  gr.  Vol.  Sp.  gr. 

Bismuth  vaponr  ? 1     29*5344     —       i     7*3836 

Chlorine  gas  6     14*7258     s=     ij     3-6814 

Vapour  of  Chlonde  of  B»math    4     44*2602     ^     I       110650 

HydraUd  Chloride  of  Bismuth  or  Ter-hydrochlorate  of  Bismvih^oxide, 
— Separates  in  prisms,  when  a  solution  of  acid  hjdrochlorate  of  bismuth- 
oxide  is  evaporated.  Water  resolve«  it  into  oz^ohloride  of  biamutfa,  and 
dilute  hydrochloric  acid  holding  bismuth-oxide  in  solution. 

B.  OxYCHLORiDB  OP  BiSMUTH. — Bmic  HydvochloraU  of  Bismuth- 
oxide, — 1.  Formed  by  passing  vapour  of  water  over  melted  chloride  of 
bismuth,  and  afterwards  expellinff  the  unaltered  chloride  by  the  applica- 
tion of  a  stronger  heat. — 2.  By  distilling  chloride  of  bismuth  in  vessels 
containing  air. — 3.  By  decomposing  chloride  of  bismuth  with  water,  and 
washing  the  precipitate. — 4.  By  precipitating  a  solution  of  bismuth- 
nitrate  with  common  salt,  chloride  of  potassium,  or  hydrochloric  acid  not 
too  much  diluted.  An  excess  of  the  solution  of  chloride  of  potassium 
redissolves  the  precipitate;  but  after  the  precipitate  has  been  washed  and 
dried,  the  same  liouid  no  longer  dissolves  it.  (Buchobs.) 

White,  crystalline,  becoming  yellow  whenever  it  is  heated  (Jacque^ 
lain);  fuses  at  a  red  heat  without  decomposing.  (Grouvelle,  Jacquelain.) 
Hot  oil  of  vitriol  converts  it  into  sulphate  of  bismuth-oxide.  By  chlorine 
at  a  red  heat  it  is  converted  into  oxygen  gas  and  chloride  of  bismuth^ 
which  volatilizes  without  residue,  rotash,  when  hot  and  concentrated, 
converts  it  into  bismuth-oxide  and  chloride  of  potassium.  (Jacquelain.) 
The  separated  oxide,  though  free  from  chlorine,  is  not  yellow  but  greyish- 
black,  and  retains  that  colour  when  feebly  ignited;  when  fused,  however, 
it  turns  yellow.  (^Phillips,  Fhil,  Mag,  Ann,  8,  406;  also  Br.  Arch, 
39,  41.)  Dilute  solution  of  potash,  even  on  boiling,  extracts  no  chlorine 
from  it  (A.  Stromeyer,  Jacquelain),  or  only  a  portion  of  that  which  it 
contains.  (Warington,  JPhiL  Mag,  Ann,  9,  30.)  Dissolves  in  hot  nitrio 
acid,  and  is  left  behind  unchanged  when  the  acid  is  evaporated.  (Jacque- 
lain.) Dissolves  in  hydrochloric  acid,  forming  a  solution  of  C.  Totally 
insoluble  in  water.  (H.  Hose.) 


3Bi 

3Cl 

60 

639*0     ....     80*56 

106*2    ....     13-39 

48*0     ....       6*05 

Jacquelain. 

79*95 

13*45 

6*60 

Phillips. 
....      7819 
....       13-32 

.... 
.... 

.... 

Arppe. 

81*44 

13*43 

513 

BiCl5,2BiO» 

793*2    ....  100*00 

Or: 

BiCl» 

2BiO» 

100*00 

319-2        

4740 

793-2        

40-24 
59*76 

100*00 

1... 

10000 

IT  When  this  eompound  is  exposed  to  a  high  temperature,  it  is 
resolved  into  neutral  chloride  of  bismuth,  which  volatilises,  and  a  residual 
salt  with  excess  of  base,  which  appears  to  be  composed  of  BiGl*-|-6BiO'. 
(Arppe.)    Aooording  to  Heiniiy  the  oxychloride  obtained  by  treatmg 
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the  hydrochloric  acid  solution  with  water  contains  an  atom  of  water: 
BiCl',2BiO«+HO.  IT 

C.     AqUBOUS     HyDROCHLORATE     of     BlSMITTH-CHLORlDE,     Or      AciD 

Hydrochlorate  of  Bismuth-oxide. — ^Formed  by  dissolving  the  metal 
in  aqua-regia^  or  the  chloride  or  oxide  in  hydrochloric  acid.  The  colour- 
less solntion,  provided  it  does  not  contain  too  great  an  excess  of  acid, 
deposits  the  compound  B  on  the  addition  of  water.  With  protochloride  of 
tin,  it  gives,  according  to  A.  Vogeli  a  siskin-green  precipitote. 

Bismuth  and  Fluorine. 

Fluoride  of  Bismuth. — Deposited  in  the  form  of  a  white  powder, 
when  the  aqueous  solution  is  evaporated,  (Benselius.) 

Bismuth  and  Nitrogen. 
A.  Nitrate  of  Bismuth-oxide  or  Bismuth-nitrate. — a.  Mono- 

ni^o^^."— Basic  Nitrate  of  Bismuth^   BiBmuth-white,  White  cosmetic,   Pearl-white, 
Magistery  of  Bismath,    Magisterium    fiismuthii   Blanc  d'Espagne. —  Formed  by 
decomposing  &  or  c  with   water  or  with    an   insufficient  quantity  of 
alkali;   or  bj  boiling  c  with  excess   of   bismuth — or  by  heating  the 
temitrate   h  to  148'7^   (300°  F.)   for   some    hours.    (Gladstone.)      The 
usual  mode  of  preparation  is  to  saturate  warm  dilute  nitric  acid  with 
bismuth — which,  to  free  it  from  arsenic,  must  be  previously  fused  with  -^ 
of  its  weight  of  nitre  {J.  Pkarm.  1 8,  688)— -then  dilute  with  a  quantity 
of  water  sufficient  to  prevent  the  corrosive  action  of  the  acid  upon  paper, 
but  not  to  produce  a  permanent  precipitate — pass  the  liquid  through  a 
double  filter — and  precipitate  by  a  quantity  of  water,  weighing  from 
30  to  100  times  as  much  as  the  bismuth  contained  in  the  solution.     If 
the  quantity  of  water  is  too  small,  the  precipitation  is  not  complete;  if  it 
is  too  large,  a  small  portion  of  the  precipitate  redissolves.     The  precipi- 
tate is  thrown  on  a  filter,  washed  several  times  with  cold  water,  and 
dried  between  bibulous  paper.    The  filtrate,  when  warm,  deposits  slender 
Crystals, — ^but,  according  to  Duflos,  only  when  the  nitric  acid  contains 
hydrochloric  acid;  a  mere  trace  of  the  latter  is  however  sufficient  to 
produce   the  effect.     Common   salt,  according  to  Phillips,  precipitates 
oxychloride  of  bismuth  from  the  filtrate.     Duflos,  (Schw.  68,  191;  -y.  Br, 
Arch,  23,  307)  dissolves  1  part  of  the  crystals  of  salt  &  in  2  or  3  parts  of 
warm  water;  filters  to  separate  any  insoluble  residue  of  bismuth-arseniate; 
pours  the  filtrate  into  24  times  its  bulk  of  hot  water,  stirring  all  the 
while;  leaves  the  precipitate  to  subside,  and  decants  the  liquid;  then 
agitates  the  deposit  with  a  fresh  quantity  of  water;  again  leaves  it  to 
subside  and  decants ;  and  finally  dries  the  precipitate  on  a  brick  between 
many  folds  of  bibulous  paper.     The  preparation  thus  obtained  is  free 
from  arsenic.    Ordinary  magistery  of  bismuth  frequently  contains  arsenic. 
In  that  case  it  yields  arseniuretted  hydrogen,  when  treated  with  zinc  and 
hydrochloric  acid  in  Marsh's  apparatus.  (Chevallier^  J.  Fharm,  15,  383; 
Reinsch,  Bepert,  64,  206.) 

Very  soft,  silky  needles  and  scales,  or — when  prepared  from  the 
crystals — loosely  coherent  powder  having  a  faint  pearly  lustre.  Reddens 
moistened  litmus-paper.  If  washed  too  long  with  water,  especially  with 
hot  water,  it  is  converted  into  a  more  basic  salt.  (Herber^er;  Buchner, 
fiepert.  55,  289,  and  306.)     When  ignited,  it  leaves  teroxide  of  bismuth, 
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With  protoehloride  of  tin,  it  assumes  an  orange-yellow  colour,  which^ 
after  some  days,  or  immediately  on  boiling,  changes  first  to  browQ 
and  afterwards  to  black.  (A.  Vogel;  vid,  Svboxide  of  Bismuthy  p.  429.) 
Slightly,  if  at  all,  soluble  in  water,  which,  according  to  Dufios,  extracts 
from  it  a  more  acid  and  leaves  a  more  basic  salt.  It  does  not  blacken  in 
sunlight,  unless  it  contains  chloride  of  silver  (Klaproth,  Bnsch.  Br,  Arch, 
24,  341),  or  unless  portions  of  filter-paper  are  attached  to  it.  (Wittstein, 
Bepert.  74,  243.) 

M^nigaud* 
Her.  Grou-  PhU-         Dried 

berger.       DnfloB.        velle.  lips.         at  100°« 

BiO>   237  ....  79  ....    79*70  ....    80-00  ....    8137  ....    81-92  ....    85-33 

NO*    54  ....  18  ....    14-44  ....    13-58  ....    13-97  ....    1836  ....    14-67 

HO 9  ....     3  ....      5-86  ....      6-42  ....      466 


BiO»,NO»tAq.    300  ....100  ....  100-00  ....  10000  ....  100-00  ....  10028  ....  10000 

Magistery  of  bismuth,  obtained  by  precipitating  with  water  the 
solution  of  the  crystallized  salt  b  in  nitric  acid,  and  dried  for  several 
weeks,  by  heating  it  over  the  water-bath  during  the  day  and  placing  it 
under  a  receiver  with  oil  of  vitriol  at|  night — whereby  its  weight  was 
slowly  but  continuously  diminished — ^was  found  by  the  author  to  contain 
80*67  per  cent,  bismuth-oxide,  2-92  water,  and  therefore  16*41  nitric 
acid.  The  water  was  determined  by  passing  the  aqueous  vapour,  evolved 
by  heating  the  substance  in  a  glass  tube,  first  over  ignited  metallic 
copper,  and  then  into  a  tube  containing  chloride  of  calcium ;  the  water 
thus  collected  was  inodorous.  Even  though  the  quantity  of  bismuth- 
oxide  found  in  this  analysis  should  be  rather  too  great — ^inasmuch  as  the 
salt  may  have  been  partially  decomposed  by  the  prolonged  heating  to 
which  it  was  subjected  in  drying — the  experiment  proves  at  least  that  the 
salt,  when  dried  at  100°,  contains  water  as  an  essential  constituent,  con- 
trary to  the  results  obtained  by  Phillips  and  Menigaud.  IT  Gladstone 
finds  that  the  salt  obtained  by  heating  the  crystallized  nitrate  h  to  300"^, 
likewise  contains  one  atom  of  water.  His  analysis  gives, — bismuth- 
oxide,  79*23  per  cent. ;  nitric  acid,  18*49;  water  (mean  of  four  experi- 
ments), 3-22.  The  water  was  determined  in  the  manner  just  described; 
the  nitrogen  by  the  ahiolute  method  used  in  organic  analysis,  and  the 
nitric  acid  calculated  therefrom;  and  tho  bismuth- oxide,  by  igniting  the 
salt  in  a  platinum  crucible. 

The  composition  and  properties  of  the  basic  nitrates  of  bismuth- 
oxide  have  lately  been  examined  by  Becker,  {Arch,  Pharm,  55,  31,  and 
129;  abstr.  Ann.  Pharm.  68,  282),  whose  results  differ  considerably 
from  those  above  detailed.  He  finds  that  the  basic  nitrate,  directly 
obtained  by  treating  the  temitrate  with  cold  water,  contains  2  atoms  of 
water,  and  that  it  has  invariably  the  same  composition,  whether  the  ter- 
nitrate  from  which  it  is  formed  is  in  the  state  of  crystals  or  of  a  very 
acid  solution;  and,  further,  that  the  same  basic  salt  is  obtained  by 
digesting  metallic  bismuth  in  the  concentrated  acid  solution  of  the  terni- 
trate.     The  composition  of  this  basic  nitrate  is  as  follows  :— 

Becker. 
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€, 
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2HO 

54    ....     17*53      ... 

........                lo        ....            d*0^ 

1709 
5*44 

Bi0»,N0*  +  2Aq.   309  ....  100*00   100*00   ....  100*00   ....  ICOCO 
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a  and  b  were  precipitated  by  water;  f  wa#  obtained  hv  di^fettiiv 
pulyerized  bigmuth  in  tbe  nitric  acid  solution.  The  blgmatb-oxide  and 
nitric  acid  were  determined  directly,  the  water  by  low. — Tbe  salt,  when 
heated  to  100°,  loses  half  its  water,  as  previonsly  shown  by  Heintz. 

When  freshly  precipitated^  this  salt  is  somewhat  freely  soluble  in 
water,  especially  if  the  water  contains  nitric  acid.  Hence  if,  after  the 
precipitation  of  the  basic  salt,  tbe  supernatant  liquid  be  mixed  with  a 
large  quantity  of  water,  the  precipitate  is  completely  redissolved ;  but, 
after  a  time,  the  length  of  which  depends  upon  the  temperature  and 
the  quantity  of  acid  present,  a  basic  salt  separates  out.  If  the  solution 
contaiued  free  nitric  acid,  and  the  water  added  was  cold,  the  salt  thus 
separated  consists  of  5BiO',4NO'+9Aq.  This,  according  to  Becker,  is 
tbe  true  magiUery  of  bismiUh,  inasmuch  as,  according  to  the  usual  direc- 
tions for  preparing  that  substance,  (see  page  440)  the  same  change  takes 
place  in  washing  tbe  precipitate  on  the  filter.  A  portion  of  tbe  preci- 
pitate is,  however,  dissolved  during  tbe  washing,  and  separates  when 
the  filtered  liquid  is  left  at  rest  for  a  while.  The  disappearance  of  the 
precipitate  during  washing  is  however  occasioned,  not  so  much  by 
actual  solution,  as  by  the  mechanical  condition  of  the  precipitated  mono- 
nitrate, which,  in  fact,  consists  of  very  soft  and  light  laminsa,  easily 
washed  away  by  the  water,  whereas  the  true  magistery  forms  thick,  short 
prisms.  To  avoid  loss,  it  is,  therefore^  advisable  to  wash  tbe  precipitate 
by  decantation,  after  pouring  off  the  acid  liquid.  The  analysis  of 
magistery  of  bismuth,  ootained  as  above,  gave  the  following  results  : 


Becker. 


5BiO* IIBS     ....     79'91 

4NO» 216     ....     14-68 

9HO  81     ....       6-47 


79-85 

•  ••• 

8018 

14-52 

•  ■•• 

14*58 

6*63 

•  ••■ 

5-26 

5BiO»,  4NO«  +  9Aq.       1482     ....  10000       10000      ....     10002 

This  analysis  agrees  very  nearly  with  that  of  Herberger,  given  on 
page  441;  the  latter  is,  therefore,  more  accordant  with  the  formula  just 
given  than  with  that  of  the  mononitrate,  or  with  that  which  Herberger 
himself  assigned,  vis.,  4BiO',dNO«  +  9Aq. 

Magistery  of  bismuth  is  not  sensibly  soluble  in  cold  water,  but  the 
water  extracts  acid  and  a  small  quantity  of  oxide  from  it;  hot  wat«r 
converts  it  into  a  heavy  din^y-coloured  powder.  The  powder  which 
remains  after  long  boiling,  still  retains  1  per  cent,  of  nitric  acid,  which 
cannot  be  completely  extracted  by  water. 

A  salt  containing  the  same  proportions  of  base  and  acid,  but  with 
1 2  atoms  of  water,  is  obtained  by  evaporating  a  concentrated  solution  of 
tbe  ternitrate  at  a  strong  heat:  the  salt  then  separates  in  crystalline 
crusts,  which,  when  pressed  between  bibulous  paper,  are  reduced  to  a 
very  hard,  shining,  crystalline  powder.  It  contains  78 '4 9  BiO^  13*96 
NO',  and  7 '55  water,  corresponding  to  the  formula  5BiO',  4NO'-hl2Aq. 

If  the  precipitate  first  obtained  by  the  action  of  cold  water  on  a  solu- 
tion of  the  ternitrate,  be  heated  in  contact  with  a  free  acid — or  if  the 
same  acid  solution  be  poured  into  hot  water — a  white,  very  loose  powder 
is  precipitated,  containing  80-24  BiO*,  15*43  NO^  and  4*33  water, 
which  corresponds  to  the  formula  6BiO',  5N0^  +  &Aq. — This  salt  is 
decomposed  by  water  more  readily  than  the  magistery  of  bismuth.  If  it 
be  washed  with  water  as  long  as  the  filtrate  continues  to  exhibit  a 
strongly  acid  reaction,  the  residue  then  left  consists  of  prisms  of  nneqnal 


NITRATE  OF  BISMUTH-OXIDE.  443. 

miigBitade,  and  forms  a  heavy  and  not  perfectly  white  powder.  It  consists 
of  4BiO^  dN0*  +  9Aq.,  and  ia,  therefore,  identical  with  the  magistery  of 
bismuth  obtained  by  the  method  of  Duflos. 

Lastly,  if  the  mononitrate,  completely  freed  from  the  adhering  acid 
liquid,  be  treated  with  water  likewise  free  from  acid,  it  dissolves  com-i 
pletely;  but  the  liquid,  after  a  while,  becomes  milky,  and,  after  long 
standing,  deposits  a  white,  amorphous  powder,  containing  5BiO',  dNO^  + 
8Aq.  This  salt  may  be  formed,  in  addition  to  the  true  magistery  of 
bismuth,  if  too  large  a  quantity  of  water  be  used  and  the  greater  part 
of  the  acid  liquid  removed.  IT 

b,  TemUrcUe. — Formed  by  dissolving  the  metal  in  hot  nitric  acid, 
evaporating  the  solution,  and  leaving  it  in  a  cold  place. — Transparent  and 
colourless,  oblique  six-sided  and  eight  sided  prisms,  terminated  with 
several  faces ;  tne  crystals  appear  to  belong  to  the  doubly  oblique  pris- 
matic system.  At  100°,  they  separate  into  a  solid  and  a  liquid  portion; 
the  latter  solidifies  suddenly  on  cooling.  (Graham.)  When  distilled, 
they  give  ofi*  hydrated  nitric  acid,  and  leave  first  the  mononitrate  a  and 
afterwards  the  pure  oxide.  (Berzelius.)  When  exposed  to  the  air  at  87% 
they  give  ofi*  so  much  water  and  acid,  that  they  are  reduced  to  a  basic 
salt,  and,  if  afterwards  heated  to  260",  sustain  scarcely  any  further  loss. 
The  total  loss  amounts  to  32*47  per  cent.,  and  there  remains  67*53  pet 
cent,  of  salt  a  (Graham,  Ann,  Pharm.  29,  16.)  [These  numbers  are 
not  exact,  as  Liebig  correctly  remarks.]  IT  According  to  Gladstone,  the 
crystals,  when  heated  to  150**,  are  reduced  to  BiO',  N0*  + Aq.  (vid,  p.  440) 
and  this  when  heated  to  260"*,  gives  up  its  acid  and  water.  IT — The 
crystals,  when  thrown  on  red-hot  coals,  detonate  slightly  and  emit  red 
sparks;  these  effects  are  produced  in  greater  intensity  on  rubbing  the 
crystals  with  phosphorus.  (Bruffnatelli.) — Dilute  nitnc  acid  dissolves 
them  completely;  pure  water  only  partially,  the  solution  consisting  of 
salt  c,  while  a  remains  undissolved.  A  small  quantity  of  water  produces 
less  of  the  salt  a,  and  the  resulting  solution  treated  with  more  water 
gives  a  fresh  precipitate.  With  a  sufficient  quantity  of  water  (according 
to  Grouvelle,  Ann,  Chim,  Phys.  19,  141),  100  parts  of  the  crystals  yield 
about  54  parts  of  salt  a.  With  50  parts  water,  100  parts  of  the  crystals 
yield  16  parts  of  salt  a;  with  100  water,  18;  with  200  water,  27;  with 
400  water,  32;  with  800  water,  39;  with  1,200  water,  43;  and  with 
1,600....] 2,800  water,  45  parts  of  salt  a,  (Duflos.)  The  liquid  obtained 
with  1,600  ...12, 800  water,  becomes  turbid  if  warmed  after  filtering,  and 
deposits  crystalline  scales  of  salt  a. 
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bismuth  or  bismuth- oxide,  or  salt  a,  or  salt  6,  in  nitric  acid,  the  stronger 
t2ie  acid,  the  greater  is  the  qnantity  of  bismuth  that  the  solution  cvi 
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contain ;  water  precipitates  from  it  the  salt  a,  provided  the  acid  b  not  in 
very  great  excess.  The  solution,  after  precipitation  with  a  hrg^  quan- 
tity of  water,  still  retains  7  parts  of  bismuth-oxide  to  1915  nitric  acid 
=  1  At.  BiO*  :  12N0*;  if  this  liquid  be  so  gently  evaporated  that  no 
nitric  acid  is  given  off  from  it,  there  remains  a  non-crystallizable  syrup, 
which  mixes  with  water  without  turbidity.  (Duflos.)  Acetic  acid  added 
to  a  solution  of  bismnth  in  nitric  acid  prevents  the  precipitation  by  water. 
Freshly  precipitated  bismuth-oxide  is  not  perceptibly  soluble  in  caustic 
Ammonia  or  carbonate  of  ammonia  (p.  431). 

B.  Ahmonio-iodidb  op  Bismuth. — 100  parts  (1  At.)  of  iodide  of 
bismuth,  heated  in  a  stream  of  ammoniacal  gas,  take  up  9*505  parts 
(rather  more  than  3  At.)  of  ammonia,  and  are  converted  into  a  brick-red 
mass,  which,  when  treated  with  water,  gives  up  hydriodate  of  ammonia, 
without  change  of  colour.  (Rammelsberg.) 

C.  Ammonio-chloride  of  BiBMUTH.^-Chloride  of  bismuth,  when 
gently  heated,  absorbs  ammoniacal  gas. 

D.  Chloride  of  Bismitth  and  Ammonivm.— A  solution  of  319'2 
i>arts  (1  At.)  of  chloride  of  bismuth,  and  106*2  parts  (2  At)  of  sal- 
ammoniac,  yields  on  evaporation,  double  six-sided  pyramids,  isomer- 
phous  with  those  of  chloride  of  antimony  and  ammonium  (p.  374). 
(Jacquelain.) 

Oygiallized,  Jacquelain.  Or : 

2NH* 36     ....      8-45     2NT^Cl 106-8     ....     25  07 

Bi  213    ....     50  00     49-78        BiCP     3192     ....     7493 

5C1 177     ....     41-55     41-89 

2NH*Cl  +  BiCl»  426     ....  10000  4260     ....  10000 

*r  A  solution  of  6  At.  sal-ammoniac  and  1  At.  chloride  of  bismuth 
yields  tabular  rhombic  crystals  containing  3NH^Cl  +  BiCP.  (Arppe.)  IT 

The  hydrate,  carbonate,  phosphate,  and  mononitrate  of  bismuth-oxide, 
when  freshly  precipitated,  dissolve  readily  in  sal-ammoniac  but  not  in 
nitrate  of  ammonia.  (Brett,  Phil,  Mag.  J,  10,  98  and  335.) 

Bismuth  and  Potassium. 


A.  Bibmuthide  of  Potassium. — a.  Four  volumes  of  bismuth-powder 
combine  readily  with  one  volume  of  potassium,  at  the  melting-point  of  the 
latter,  and  form  a  brittle,  easily  fusible  mixture,  of  fine  laminar  texture : 
it  oxidates  when  exposed  to  the  air— dissolves  with  effervescence  in 
water — and  still  more  readily  in  dilute  acids.  (Gay-Lu(sac  k  Th6nard.) 
The  combination  is  attended  with  development  of  light  and  heat.  The 
resulting  compound  is  tin- white  and  fine-grained;  does  not  expand  in 
solidifying  from  a  state  of  fusion;  perforates  an  iron  spoon  in  which  it  is 
melted.  (Marx,  Schw,  58,  463.)---^.  An  alloy  of  bismuth  and  potassium 
may  likewise  be  formed  by  heating  very  strongly  for  two  hours  in  a 
covered  crucible,  a  mixture  of  equal  parts  of  bismuth  and  cream  of  tartar 
covered  with  lamp-black  (Vauquelin,  Schw,  21,  221);  or  of  120  parts 
bismnth,  60  parts  of  cream -of-tartar  carbonized  and  somewhat  roasted, 
and  1  part  of  nitre.  (Semllas,  Ann.  Chim.  Phyn.  21,  200.)  The  alloy 
obtained  by  the  process  of  Semllas  emits  sparks  when   cut  with  the 
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shears ;  fuses  and  barns  rividly  when  broken  up ;  and  when  thrown  on 
mercury  covered  with  water,  moves  about  with  great  rapidity.  (Serullas.) 

IT  B.  BiSMUTHATE  OP  PoTASH. — KO,2BiO*+Aq. — Hydrated  bis- 
muthic  acid  is  somewhat  soluble  in  boiling  caustic  potash.  Acids  added 
to  the  colourless  solution  throw  down  a  white  or  reddish  precipitate,  the 
insoluble  red  portion  of  which  is  the  salt  having  the  composition  above 
stated.  (Arppe.) 

C.  Sulphate  op  Bibmuth-oxide  and  Potash. — BiO',3SO*+ 
SKOySO'. — Obtained  by  adding  sulphate  of  potash  in  large  excess  tp 
a  very  concentrated  solution  of  bismuth-nitrate  in  nitric  acid.  If  a 
dilate  solution  of  bismuth  be  used,  the  precipitate  appears  to  be  a  mixture 
of  various  salts.  (Heintz.)  T 

D.  BiSMUTHATE  OP  BisMUTH-oxiDB  AND  PoTASH. — a.  Ochre-yeUow 
Salt, — Formed  by  heating  5  parts  of  hydrate  of  potash  in  a  silver  crncible 
till  it  is  reduced  to  a  state  of  tranquil  fasion,  then  adding  1  part  of 
bismuth-oxide,  ai^d  heating  for  a  quarter  of  an  hour,  at  a  continually 
increasing  temperature.  The  oxide  turns  greenish,  and  dissolves,  in 
proportion  as  it  becomes  more  highly  oxidized  by  the  oxygen  which 
the  potash  absorbs  from  the  air,  forming  a  transparent,  ochre-yellow 
liquid.  This  liquid,  when  slowly  cooled,  solidifies  to  a  mass  resembling 
Aventurine,  and  containing  a  great  number  of  fine  crystalline  scales. 
Continaed  washing  with  water  withdraws  from  the  mixture  the  greater 
portion  of  the  potash,  and  leaves  the  doable  salt  (ochre-yellow,  according 
to  Bucholz  &  Brandes),  mixed,  however,  with  silver  from  the  crucible,  ft 
too  large  a  quantity  of  bismuth-oxide  is  nsed,  a  portion  of  it  remains  at 
the  bottom  of  the  crucible,  crystallized  in  needles.  (Jacquelain.) 

Or :  Jacquelain. 

KO :        47-2    ....      2-39        KO ....      47-2  ....  239  ....      226 

()BiO» 1422-0     ....     71-99        8Bi....  17040  ....  8627  ....     8616 

2BiO« 506-0     ....     25-62        280        2240  ....  1134  ....     1156 

KO,6BiO',2BiO*    1975*2     ....  10000  1977-2     ....  10000    ....     99*98 

In  Jacquelain's  analysis,  the  silver  mixed  with  the  salt  is  deducted : 
he  states  that  the  salt  likewise  contains  a  small  quantity  of  water. 

This  compound  is  permanent  in  the  air.  It  gives  off  water  at  125°  and 
oxygen  at  145°;  and,  at  a  red  heat,  is  converted  into  a  deliquescent  mixture 
of  bismuth-oxide  and  potash.  In  the  preparation  of  this  salt,  it  is 
probable  that  a  compound  richer  in  potash  is  first  formed,  and  that  this 
compound  does  not  give  off  oxygen  even  when  strongly  ignited :  it  is 
however  converted  by  washing  into  the  compound  containing  a  smaller 
quantity  of  potash.  The  salt  when  treated  with  very  dilute  nitric, 
sulphuric,  or  acetic  acid,  gives  off  oxygen  gas.  It  dissolves  instantly  in 
melted  hydrato  of  potash,  whereas  bismuth-oxide  dissolves  but  slowly,  in 
proportion  as  the  oxygen  of  the  air  is  absorbed  by  the  potash  and 
transferred  to  it.  (Jacquelain.) 

6.  Brown  Salt. — Bisnivihaie  puce  de  Fotaue, — To  prepare  this  salt, 
bismuth-oxide  obtained  by  igniting  the  nitrate  is  boiled  for  a  long  time 
with  chloride  of  potash  or  soda,  obtained  by  precipitating  chloride  of  lime 
with  carbonate  of  potash  or  soda,  the  boiling  being  continued  till  the 
oxide  assumes  first  a  brown-yellow  and  then  a  black-brown  colour :  thf 
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r. 


ToJact  18  then  wasbed  with  water.  Hjdrated  bismnth-o^de  o'xi^tes 
ess  quickly  than  the  anhydrous  oxide ;  nitrate  of  bismuth-oxide,  even 
when,  the  chloride  of  potash  is  mixed  with  excess  of  caustic  potash,  yields 
the  compound  contaminated  with  oxychloride  of  bismuth.—2.  Six  parts 
of  bismuth-oxide,  either  hjdrated  or  anhydrous,  are  diffused  in  a  solution  of 
40  parts  of  potash-hydrate  in  500  parts  of  water,  and  chlorine  gas  rapidly 
passed  through  it,  in  such  quantity  howcTer  that  the  potash  may  remain 
in  excess,  the  liquid  being  agitated  all  the  while,  and  kept  at  a  tempera- 
ture between  90^  and  100*^.  The  oxide  turns  brown  in  a  few  minutes, 
whereupon  the  liquid  is  boiled  for  a  short  time,  the  solid  product  washed 
by  decantation,  and  then  dried  at  100^.     Flea-brown  powder. 

Calculation. 

KO 47-2      4-52 

2BiO» 4740 4535 

2BiO* 5060       48-41 

2HO  18-0      1-72 

KO,BiO*  +  2BiO»,BiO»  +  2Aq 1045*2      10000 

Calcolation.  Jscqnelain. 

KO    47-2      ....        4-52  4*63 

4BiO»    9480      ....      9070  8986 

40 320      ....        306  3-28 

2H0 180       ....         1-72  2-22 


1045*2      ....     10000      99*99 

According  to  Jacquelain :  2KO,8BiO^-h5Aq.  IT  Heintz,  by  suspending 
bismuth-oxide  in  a  solution  of  potash  so  strong  that  it  solidified  on 
cooling,  and  passing  chlorine  through  it,  leaving  the  potash  in  excess 
however,  obtained  an  ochre-yellow  substance,  which  he  regards  as  a  com- 
pound of  peroxide  of  bismuth  with  potash  and  water:  KO,2BiO^  +  3H0.  IT 

c.  Purple  ScUt.'-^BismvthaU  pourpre  de  Potasse. —  Formed  by  diffusing 
6  parts  of  bismuth-oxide  or  its  hydrate  in  a  saturated  solution  of  40  parts 
of  potash-hydrate  in  cold  water,  and  passing  chlorine  through,  as  in  b. 
The  oxide  first  becomes  ochre-yellow,  and  then  brown-red.  As  soon  as 
this  latter  change  has  taken  place,  the  stream  of  chlorine  is  interrupted ; 
the  liquid  boiled  for  a  few  minutes;  then  decanted  boiling  hot;  and  the 
deposit  washed  by  decantation,  first  with  alcohol  and  then  with  water. 
If  water  were  used  in  the  first  instance,  it  would  precipitate  the  bismuth- 
oxide  held  in  solution  by  the  carbonate  of  potash.  Purple  powder. 
(Jacquelain.) 

KO  47-2  5-91 

BiC 237-0  29-65 

2BiO»  5060  63-31 

no  9-0  1-13 


KO,BiO»  +  BiO»,BiO«  +  Aq 799  2  10000 

Or :  Jacquelain. 

KO 47-2      ....  5-91  5-22 

3Bi  6390       ....  7996  81*22 

130 104-0       ....  1300  1218 

HO 90      ....  113  1-36 


799-2      ....     10000        99-98 


According  to  Jacquelain:  2KO,7BiO*-|-3Aq. — which  formula  certainly 
Accords  better  with  the  Analysis. 
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IF  E.  loDiDB  OP  Bismuth  and  Potassium. — SKI,BiP+4H0. — 
Obtained  hy  mixiDg  ter-iodide  of  bismuth  with  iodide  of  potassium  in 
solution,  and  eyaporating.  Thin  rhombic  tables.  When  a  solution  of 
iodide  of  bismuth  in  h  jdriodic  acid  is  mixed  with  iodide  of  potassium  and 
evaporated,  small,  black,  easily  soluble  crystals  are  obtained,  which,  when 
heated,  give  off  iodine  and  are  converted  into  a  red  substance  containing 
4KI  +  BiP:  the  black  crystals  are  probably  4KI  +  BiP  + HI.  (Arppe.)  IT 

P.  Chloride   op  Bismuth    and  Potassium. — Formed  by  slowly 

evaporating  an  aqueous  solution  of  149*2  parts  (2  At.)  of  chloride  of 

potassium  and  319*2  parts  (1  At.)  of  chloride  of  bismuth,  till  a  crystalline 

film  forms  on  the  surface,  and  leaving  the  solution  to  cool.     Rhombic 

octohedrons.  (Jacquelain.) 

CrytiaUized.  Jacqnelain. 

2K 78-4       ....       15-27  15-22 

Bi 213-0       ....       41-49  41-70 

5Cl    177-0       ....       34-48  34-84 

5HO 45-0       ....         8-76  8-24 

2KCl,BiCl*  +  6Aq 513-4       ....     100*00         100*00 

Or: 

2KC1 149-2  29-06 

BiCl» 319*2  6218 

5H0  45-0  8-76 


513-4        10000 

IT  According  to  Arppe,  the  compound  2KCl,BiCl'  is  likewise  formed 
when  3  At.  chloride  of  potassium  and  2  At.  bismuth- oxide  are  dissolved  in 
hydrochloric  acid  and  the  solution  evaporated.  By  proceeding  in  a 
similar  manner  with  2  At.  chloride  of  potassium  and  1  At.  bismuth-oxide, 
the  compound  3KCl,BiCl'  is  produced.  IT 

Bismuth  and  Sodium. 

A.  BisMUTHiDE  OP  Sodium. — 4  volumes  of  bismuth -powder  and 
1  volume  of  sodium,  heated  above  the  melting  point  of  the  latter,  unite  and 
form  a  yellowish ^rey,  very  brittle,  fine-grained  mass,  which  is  less  fusille 
than  bismuth,  Oxidizes  quickly  in  the  air,  and  effervesces  strongly  with 
water  and  aqueous  acids.  (Qay-Lussao  h  Th6nard.)  The  combination  of 
4  volumes  of  bismuth-powder  and  1  volume  of  sodium  takes  place  several 
degrees  below  the  melting  point  of  bismuth,  and  is  attended  with  vivid 
combustion.  The  alloy  has  a  steel-grey  colour,  inclining  to  tin- white, 
and  a  broadly  laminar  structure;  fuses  more  readily  than  bismuth,  and 
expands  in  solidifying  from  fusion,  but  less  strongly  than  bismuth.  When 
immersed  in  water  or  in  aqueous  acids,  it  liberates  hydrogen  for  a  short 
time  only,  and  becomes  covered  with  a  black  powder;  if  it  be  then  fused 
a  second  time,  it  will  again  produce  effervescence  for  a  while,  on  immer- 
sion in  water.  (Marx,  Sckw.  58,  462.)  This  alloy  may  likewise  be 
obtained  by  igniting  bismuth  with  charred  soap.  (Serullas.) 

B.  BisMUTHATB  OP  BisMUTH-oxiDE  AND  SoDA. — Bismuth-oxido  when 
fused  with  hydrate  of  soda  or  treated  with  soda-ley  and  chlorine,  exhibits 
phenomena  similar  to  those  which  are  produced  by  fusing  it  with  hydrate 
of  potash  or  treating  it  with  potash-ley  and  chlorine.  (A.  Stromeyer, 
Fremy.) 
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C.  Chloride  of  Bismuth  and  Sodium. — Obtained  by  eyaporatiDg^ 
and  cooling  an  aaueous  solution  of  117*2  parts  of  chloride  of  sodium  and 
319*2  parts  of  cnloride  of  bismuth.  Ill-defined^  deliquescent  prisms. 
(Jacquelain.) 


2Na  

Cry$tallixed. 

46-4  ....  9-46 
2130  ....  43-44 
1770      ....      3609 

540      ....       1101 

JaoqueUin. 
9-8 

Bi 

5Cl    

6H0 

43-5 
35-8 
10-9 

2NaCl,  BiCP  +  6Aq 

Or: 

2NaCl 

BiCl«  

6HO  

490-4 

117-2 

319-2 

540 

10000 

23-90 
6509 
1101 

100-0 

490-4 

100*00 

IT  Arppe^  by  evaporating  a  sblution  of  3  At.  chloride  of  sodium 
and  2  At.  bismuth -oxide  in  hydrochloric  acid,  obtained  a  salt  which 
crystallized  in  six-sided  prisms  with  three-sided  summits,  and  contained 
2NaCl,BiCl»-h2Aq.  IT 

Bismuth  and  Silicium. 

SiLiciDE  OF  Bismuth  {BumtUfi-hlende  or  Bitmuthite  of  Breithattpt)^-^ 
which  has  a  density  of  6*909,  a  conchoidal  or  earthy  fracture,  a  green  or 
yellow  colour  and  feeble  lustre,  and  is  opaque,  appears  from  Kersten*s 
analysis  (Pogg,  27,  81),  to  be  BiO\  2SiO*, — but  likewise  contains  man- 
ganic oxide,  ferric  oxide,  phosphoric  acid,  and  hydrofluoric  acid.  (Com- 
pare  Hiinefield,  Schw.  53,  85;  Breithaupt,  Sckw.  50,  307;  54,  237; 
Breithaupt  &  Plattuer,  Pogg,  53,  627.) 

Bismuth-oxide  dissolves  in  glass,  and  gives  it  a  yellowish  colour. 


Bismuth  and  Tungsten. 

Sulphotuncnstatb  op  Bismuth. — ^BiS',3WS*. — Dark  brown  preci- 
pitate, which  turns  black  on  drying. 

Bismuth  and  Molybdenum. 

A.  MoLYBDATE  OF  BiSMUTH-oxiDE. — Formed  by  mixing  molybdate 
of  potash  with  nitrate  of  bismuth -oxide.  Lemon-yellow  precipitate, 
soluble  in  500  parts  of  water  and  in  the  stronger  acids.  (Richter.) 

B.  SuLPHOMOLYBDATE  OP  BisMUTH. — BiS',3MoS'. — Dark  brown  pre- 
cipitate. (Berzelius.) 

C.  Persulphomolybdatb  op  Bismuth. — The  aqueous  solution  of 
persulphoniolybdate  of  potassium  gives  a  red>brown  precipitate  with 
bismuth-salts.  (Berzelius.) 
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Bismuth  and  Chromium. 

Chromate  of  Bismuth-oxide. — Formed  by  mixing  cliromate  of 
potash  with  nitrate  of  bismuth-oxide. — Lemon-yellow  powder,  which, 
according  to  Moser,  is  yerj  slightly  soluble  in  water,  and,  according  to 
Grouyelle,  is  reddened  by  potash. — If  bichromate  of  potash  be  used  for 
the  precipitation,  the  precipitate  is  likewise  pulverulent  and  lemon- 
yellow  at  first,  but  becomes  crystalline  and  orange-yellow  by  washing 
and  drying.  (Nblle,  Ann.  Pkarm.  2,  94.) 

Bismuth  and  Arsenic. 

A.  Arsenide  of  Bismuth. — Breithanpt's  Arsenic-glance  from  Palm- 
baum,  near  Marienberg; — ^has  the  aspect  of  native  sulphide  of  antimony; 
texture  radiated;  specific  gravity  5 '392;  not  very  hard;  contains  97  per 
cent,  arsenic  and  3  per  cent,  bismuth.  When  once  set  on  fire,  it  con- 
tinues to  bum  till  it  is  entirely  consumed.  (Weissenbach,  J,  techn. 
Chem.  10,  226;  Kersten,  ^Sb^ti^.  53,  377;  Pogg,  26,  492.J — a.  Fourteen 
parts  of  bismuth  and  one  part  of  arsenic  yield,  when  jfused  together, 
an  alloy  which  expands  strongly  in  solidifying. — 6.  An  alloy  of  about 
3  parts  bismuth  and  1  arsenic  does  not  expand  in  solidifying ;  it  has  a 
reddish-white  colour,  and  imperfectly  laminar  fracture.  (Marx,  Schw, 
58,  464.) — c.  Bismuth,  fused  with  arsenic  for  a  considerable  time,  retains 
only  1^  of  that  metal.  (Bergman,  Optuc.  2,  281.) — d.  The  arsenide  of 
bismuth  which  is  precipitated  on  passing  arseniuretted  hydrogen  gas 
through  bismuth-salts,  gives  off  nearly  all  its  arsenic  on  distillation. 
(Berzelius.) 

B.  Arseniate  of  Bismuth-oxide. — Precipitated,  on  adding  arsenic 
acid  to  a  solution  of  bismuth  in  nitric  acid,  in  the  form  of  a  white,  taste- 
less, difficultly  soluble  powder  (Scheele),  which,  when  ignited  with  charcoal, 
is  resolved  (according  to  Berzelius)  into  sublimed  arsenic  and  bismuth 
containing  arsenic,  and,  according  to  Thenard,  is  insoluble  in  water  and 
in  nitric  acid,  but  soluble  in  hydrochloric  acid. 

C.  SuLPHARSENiTE  OF  BisMUTH. — 2BiS',  3AsS'. — Red-browu  preci- 
pitate, which  turns  black  on  drying,  and  yields  a  black-brown  powder. 
Fuses  readily,  gives  off  tersulphide  of  arsenic  when  more  strongly  heated, 
and  leaves  a  fused  basic  compound  not  further  decomposible  by  heat.  This 
compound,  when  solidified,  has  a  steel-grey  colour,  metallic  lustre,  and 
crystalline  fracture,  and  yields  a  grey  powder.  (Berzelius.) 

D.  SuLPHARSENiATE  OF  BisMUTH. — 2BiS',  3AsS^— -Dark-browu, 
soluble  in  excess  of  sulpharseniate  of  sodium.  (Berzelius.) 

Bismuth  and  Antimony. 

A.  Antimonide  of  Bismuth. — The  two  metals  unite  in  all  propor- 
tions, and  form  a  brittle  alloy.  The  alloy  containing  equal  parts  of  the 
two  metals  expands  strongly  in  solidifying;  that  which  contains  1  part 
of  bismuth  with  from  2  to  4  parts  of  antimony,  expands  less. 
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B.  SuLPHANTiMONiATE  OF  BiSMUTH. — Dark-brown  precipitate.  In 
consequeDCo  of  the  free  acid  in  the  bismuth-Bolution,  this  compound 
cannot  be  obtained  free  from  uncombined  tersulphide  of  bismuth  and 
pentasalphide  of  antimony.  (Rammehiberg.) 

Bismuth  and  Tellubium. 

A.  TelluriDE  ot  BisMUT£t. — The  two  metals  may  be  fused  together 
in  all  proportions.  (Berzelius.) 

B.  Sulphotelluride  OF  Bismuth.— 2BiTe',BiS'. — Telluric  BimitUh; 
Sptessglanz-sUber  ^Werner);  MolyhdansUber  (Mohs);  Frismatotdctl 
Bismuth-glance  ( Wenrle) ;  Ahomhohedral  Bismuth-glance  or  TeiradymHe 
(Hardinger). — Primary  form,  an  acute  rhombohedrou,  Fig»  151 ;  also  a 
truncated  obtuse  rhombohedron^  Fig.  142.  (Breithaupt^  Schw,  52,  170.) 
The  crystals  result  from  the  combmation  of  the  faces  of  two  rhombo- 
hedrons,  more  acute  than  the  acute  primitiye  rhombohedron,  truncated 
with  p-f)Ebces.  (Haidinger,  Zextichrift  Phy$,  Math.  9,  130.)  Specifio 
gravity,  7-807. .8-44.  (Wehrle),  7*514  (Baumcartner).  Light  lead- 
grey,  inclining  to  tin-whitOi  with  a  high  lustre.  (Wehrle.) 


3Bi 

639 

59*66 

35-86 

4*48 

fi«nelius. 

SehonU 

36*05      .... 
0*76 

Wehrle. 
60*0 

6Te 

384 

34*6 

3S    

48 

4*8 

8e    

Mfttrix 

trace 

2BiTe»,BiS«    1071      ....     10000        99*42      ....      99*4 

When  heated  in  a  glass  tube^  it  jrields  metallic  tellurium  which  sub- 
limes in  drops.  Before  the  blowpipe  it  fuses  readily,  exhaling  an  odour 
of  sulphur  and  selenium ;  bums  with  a  bluish  flame ;  forms  a  yellow  film, 
with  white  border  on  the  charcoal ;  and  leaves  a  shining  metallic  globule, 
which^  on  coolings  becomes  covered  with  a  reddish  film:  the  reducea 
metal  is  brittle,  and  has  a  granular  fracture.  The  compound  dissolves 
readily  in  nitric  acid,  depositing  flakes  of  sulphur,  (Wehrle,  Schw.  59, 
482;  Zeiischr,  Phys.  Math.  9,  133  and  144;  BhetT.Fogg.  21,  595  and 
599.)  The  ore  from  St.  Jose,  in  Brazil,  exhibits  similar  characters* 
(Von  Kobell,  J,  pr.  Chem.  8,  341.) 

C.  SuLPHOTELLURtTS  OF  BisMUTH. — A  eoltipotind  of  Bisulphide  qf 
TeUurium  with  Termlphide  of  Bismutl^ — Formed  by  precipitating  a 
bismuth-salt  with  sulphotellurite  of  sodium. — Dark-brown  precipitate, 
black  when  dry;  gives  off  sulphur  when  distilled,  and  leaves  a  grey 
mass,  having  the  metallic  lustre.  (Berzelius.) 

Other  Compounds  of  Bismuth* 

With  Tin,  Lead,  Iron,  Nickel,  Copper,  Mercury,  Silver,  Qold,  Plati- 
num, Palladium,  and  Rhodinm,  forming  easily  fusible  alloys. 
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